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CIV. — A  New  Method  for  the  Measurement  of  Hydro- 
lysis in  Aqueous  Solution  based  on  a  Considera- 
tion of  the  Motion  of  Ions. 

By  Robert   Beckett  Denison,  M.Sc,    Ph.D.,  and  Bertram  Dillon 

Steele,  D.Sc. 

During  the  development  of  a  more  accurate  method  (Denison  and 
Steele,  Phil.  Trans.,  1906,  205,  A,  449)  than  that  previously  adopted 
for  the  direct  measurement  of  "  ionic  velocities,"  we  have  repeatedly 
noticed  that  when  certain  salts  were  employed  as  indicators  there  was 
a  constant  retardation  of  the  margin  under  observation.  It  had 
been  previously  pointed  out  (Steele,  Phil.  Trans.,  1901,  198,  A,  105) 
that  one  of  the  necessary  conditions  for  a  constant  margin-velocity 
was  that  the  indicator  shovild  not  undergo  hydrolysis,  and  a 
number  of  cases  of  retardation  referred  to  above  have  been  traced 
to  the  fact  that  the  indicators  in  question  were  somewhat  hydro- 
lysed.  It  occurred  to  us  that  the  retardation  might  be  capable 
of  quantitative  measurement,  and  might  serve  as  a  means  of 
determining,  at  least  approximately,  the  extent  of  hydrolysis  of  the 
indicator.  Our  anticipations  have  been  more  than  realised,  as  we 
have  found  the  above  principle  to  be  capable  of  development  to  an 
accurate  method  of  measuring  hydrolysis  which  can  be  carried  out 
with  considerable  rapidity  and  in  solutions  of  widely  varying  con- 
centration. 

It  has  been  shown  that  if  solutions  of  two  electrolytes,  KA  and 
KjA,  having  one  ion  in  common,  are  superposed,  and  an  electric 
current  is  passed  through  the  system,  a  stable  electrolytic  margin 
between  the  two  solutions  will  result.  This  margin  will  move  either 
with  or  against  the  current  with  a  definite  velocity  provided  that 
certain  conditions  are  fulfilled.  Of  these  conditions,  the  most  impor- 
tant is  that  the  specific  velocity  of  the  hinder  ion  is  less  than  that  of 
the  ion  which  it  follows.  In  the  accompanying  figure  (1),  if  the  current 
is  flowing  in  the  direction  of  the  arrows  and  the  non-common  ions  are 
the  two  cations,  a  stable  electrolytic  margin  of  definite  velocity  will 
result  provided  that  K^*  is  specifically  slower  than  K'.  If  this  and 
other  conditions  are  fulfilled,  the  velocity  of  the  margin  is  the  same 
as  that  of  the  cation  K*  under  the  particular  potential  gradient 
within  the  solution  of  the  electrolyte  KA.* 

*  For  a  full  discussion  of  the  conditions  for  a  stable  margin  of  constant  velocity, 
see  Massou,  Phil.  Trans.,  1899,  192,  331  ;  Steele  loc.  cit.  ;  and  Denison  and  Steele, 
loc.  cit. 
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When,  however,  the  slower  or  indicator  ion  is  the  cation  (or  anion) 
of  a  hydrolysod  salt,  the  case  is  not  quite  so  simple.  Then  there  exist 
behind  the  margin  not  only  K/  cations,  but  also  hydrogen  cations,  H', 
and  the  condition  of  ecjuilibrium  is  such  that  the  ratio  of  the  con- 
centrations of  the  Kj*  ions  to  that  of  the  H"  ions  is  constant  at  a 
given  concentration  and  tempei'ature.  Whilst  the  specific  velocity  of 
the  Kj'  ions  is  less  than  that  of  the  K"  ions,  the  H*  ions  move  much 
faster  than  either,  and  by  virtue  of  their  greater  speed  they  cross  over 
the  boundary  between  Kj*  and  K',  As  a  result  of  this  overstepping, 
the  system  will  become  divided  into  three  sections,  each  separated  by 
an  ionic  mai'gin  (Fig.  2). 

The  uppermost  section,  A,  consists  of  the  indicator  solution,  in  which 

the  concentration  of  the  H'  ions  is 
constant,    and  in  order  to   maintain 
it   constant  dui-ing    electrolysis,    we 
K,A    ./  must    assume    that    this    section   is 

connected  with  a  large  reservoir  of 
more     concentrated    solution,     from 

^''i^  ^ which  the  H'  ions  can  be  I'eplaced 

as  they  move  away  towards  the 
cathode.  This  section  is  separated 
from  the  next,  J3,  by  the  electrolytic 
margin  (1),  which  is  formed  between 

y  r, y     the    ions    K^'   on  the   one  side    and 

K*  ions  on  the  other.     The  section 
£  actually  consists  of  a  mixtiu-e  of 
KA    C  KA  and  HA,  the  HA   having  been 

formed  by   the   intrusion  of  rapidly 
moving    H'    ions  from    A.     In    this 
Fk;.  1.  Fig.  2.  section  also  the  H*  ions  must  have 

a  constant  concentration  which  will 
be  dependent  on  the  concentration  of  H'  ions  in  A.  The  section  B 
extends  as  far  as  the  foremost  H'  ions,  and  £  is  thus  separated  from 
C  by  a  somewhat  ill-defined  margin  (2),  which  marks  the  position 
reached  by  the  front  H*  ions  as  they  travel  down  the  tube.  The 
section  C  contains  unchanged  KA. 

Now,  the  velocity  of  the  margin  in  Fig.  1  depends  upon  the  poten- 
tial gradient  in  the  KA  solution,  whereas  in  Fig.  2  it  depends  upon 
the  potential  gradient  in  the  mixed  solution  of  KA  and  HA.  But 
the  potential  fall  is  proportional  to  the  resistance,  which  must  be 
diminished  by  the  intrusion  of  rapidly  moving  H*  ions,  and  therefore 
the  velocity  of  the  margin  (1)  must  be  diminished  by  hydrolysis  in 
the  indicator.  Although  the  measurement  of  tho  diminution  in  velocity 
of  the  margin  is  the  most  obvious  method  of  ap})lying  the  foregoing 


KA 


K,A 

+ 
HA 
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relations  to  tho  measurement  of  hydrolysis,  it  is  by  no  means  the  best 
or  the  most  accurate  method  at  our  disposal.  It  has  been  found  that 
by  measuring  the  electrical  conductivity  of  tho  solution  in  different 
parts  of  the  system  we  have  an  accurate  and  simple  moans  of  obtain- 
ing all  the  data  necessary  for  calculating  the  ionic  concenti'ation  of  tho 
hydrogen  ions  both  in  front  of  and  behind  the  margin. 

The  apparatus  employed  for  the  measurement  of  the  conductivity  of 
the  solutions  during  electrolysis  is  shown  diagrammatically  in  Fig.  3. 

Two  glass  tubes,  A  and  Ji,  about  2  cm.  in  diameter,  are  connected  by 
a  narrow  tube,  A',  which  has  a  diameter  of  about  06  cm.  Each  of  the 
tuWes  A  and  JJ  is  provided  with 
an  electrode  vessel,  C  and  B. 
The  tube  U  is  sealed  into  A  so  as 
to  form  a  shoulder  projecting'  in- 
wards, and  two  small  platinum 
electrodes,  b  and  g,  are  scaled 
into  the  tube  about  6  mm.  ajiart, 
the  upper  electrode  being  some 
2  cm.  from  the  shoulder.  The 
capillary  tube  K  is  provided  with 
a  bell-shaped  enlargement,  across 
the  open  end  of  which  a  mem- 
brane of  parchment  paper  can 
be  stretched.  The  tube  K  slides 
not  too  loosely  in  the  rubber  cork 
with  which  the  tube  A  is  closed. 
The  tube  B  is  similarly  closed  by 
a  rubber  cork  carrying  the  capil- 
lary tube  e.  The  vessel  D  con- 
tains as  cathode  a  piece  of  lead 
wire  immersed  in  a  paste  of  lead 
peroxide  and  sodium  acetate  solu- 
tion. The  anode  in  C  consists 
of  cadmium  amalgam,  into  which 
dips  a  copper  wire.     In  order  to 

carry  out  an  experiment,  the  tubes  D  and  C  are  completely  filled,  tho 
one  with  a  solution  of  potassium  chloride  and  the  other  with  a  solution 
of  the  salt  the  hydrolysis  of  which  is  to  be  measured.  The  apparatus  is 
then  placed  in  the  thei-mostat,  and  a  solution  of  potassium  chloride  of 
known  strength  carefully  poured  in  through  £  until  it  reaches  the 
level  of  the  shoulder  in  A.  When  the  temperature  of  the  solution  is 
the  same  as  that  of  the  bath,  the  conductivity  is  determined  by  placing 
the  wires  from  a  Wheatstone-Bridge  circuit  into  the  mercury  contained 
in  the  electrode  tubes  b  and  g.     The  membrane  is  then  brought  into 


Fig.  3. 


1002        DENISON    AND   STEELE:   A    NEW   METHOD    FOR   THE 

position  on  the  shoukler  of  A,  and  the  current  through  the  apparatus 
is  started  by  pouring  into   Ji  potassium  chloride  solution  and  into  A 
the  solution  to  be  measured.     As  a  rule,  a  boundary  soon  appears  in 
the  tube  C,  and  the  membrane  can  then  be  removed,  as  its  object  is 
simply  to  prevent  mixing  between  indicator  and  middle  solution  at  the 
be^^inning  of  an   experiment.     At    intervals   during  the   experiment, 
the  conductivity  of  the  solution  between  the  electrodes  b  and  g  is 
measured.     In  order  to  prevent  electrolysis  taking  place  at  the  elec- 
trodes b  and  g,  it  is  necessary  that  the  circuit  through  the  Wheatstone 
Bridge  and  between  these  electi'odes  should  never  be  closed  at  the  same 
time   as  the  main  circuit.     An  arrangement  of  mercury   cups   was 
therefore  devised  by  means  of  which  connection  when  made  in  one 
circuit  was  bx'oken  in  the  other.     During  the  progress   of  an  experi- 
ment, a  visible  margin  appears  and  advances  steadily  down  the  tube 
E.     This  is  margin  1    (Fig.   2).     An  invisible  margin   (2),  however, 
moves  simultaneously  and  rapidly  in  advance  of  the  visible  one,  and 
its  inovement  is  shown  by  the  increase  of   the   conductivity  of  the 
solution  in  the  tube.     The  conductivity  therefore  rises  steadily,  and 
reaches  a  maximum  when  the  invisible  margin  has  passed  the  second 
platinum  electi'ode.      From    now   onward    the    conductivity  remains 
constant  until    the  margin   (1)  reaches  the  first  platinum  electrode. 
This  maximum  conductivity  is  that  of  the  mixture  of  potassium  chlor- 
ide   and  hydrochloric  acid  formed  by   the  penetration  of    the  visible 
electrolytic   margin  by   the   rapidly  moving  H*     ions,   and  from  the 
increase  in  conductivity  of  the   original  potassium   chloride  solution 
the  concentration  of  the  H'  ions  in  the  mixture  of  potassium  chloride 
and  hydrochloric  acid  can  be  calculated.     From  the  moment  that  the 
visible  margin  has  passed   the  first   electrode,  the  conductivity  falls 
rapidly  until  the  margin  has  passed  the  second  platinum  point,  when 
it  again  becomes  constant.     This  constant  value  is  the  conductivity  of 
the  indicator  solution,  and  the  knowledge  of  it  furnishes  us  with  an 
easy  means  of  determining  the  actual  concentration  of  the  indicator 
behind  the  boundary.     This,  it  should  be  borne  in  mind,  is  not  neces- 
sarily the  same  as   the  concentration  of  the  indicator  solution  placed 
in  the  apparatus,  l)ecause  the  concentration  of  the  indicator  behind 
the  margin  adjusts  itself  automatically  to  a  value  dependent  on  the 
concentration  of  the  potassium  chloride  and  the  transport  numbers  of 
the   non-common  ions    in  the  potassium    chloride   and    the   indicator 
solution.      If,  however,   by  measurements   with    pure    substances  we 
determine  the  conductivity  of  solutions  of  the  indicator  salt  of  different 
concentrations  and  plot  the  concentration-conductivity  curve,  we  can 
read  off  directly  the  value  of  the  concentration  of  the  indicator  from 
the  last  reading  in  the  experiment. 
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The  Calculation  of  the  Concentration  of  the  H'  ions  in  the  Solution. 

It  has  been  shown  (Steele,  loc.  cit.)  that  if  there  is  no  hydrolysis  in 
the  indicator  the  conductivity  of  the  potassium  chloride  solution,  and 
hence  also  its  concentration,  remains  constant  right  up  to  the  margin. 
In  the  present  experiments  this  cannot  be  the  case,  and,  as  we  shall 
presently  see,  the  concentration  of  the  K'  ions  becomes  less  and  that  of 
the  Cr  ions  greater  than  the  original  concentration.  This  follows  from 
the  necessity  for  equilibrium  between  the  positive  and  the  negative  ions 
present  in  the  system.  Every  H'  ion  which  crosses  the  margin  displaces 
a  K'  ion  and  partners  a  CI'  ion  which  was  previously  partnered  by  the 
displaced  K  ion. 

If  K  I'epresents  the  specific  conductivity  of  the  original  potassium 
chloride  solution  and  k  that  of  the  same  solution  after  the  peneti'ation 
of  the  H'  ions,  we  have  : 

(1)  /<  =  [Zk  +  Ai]6', 

where  L^  and  Lqx  represent  the  "  ionic  conductivities  "  of  the  K*  and 
cr  in  a  solution  of  potassium  chloride  containing  C  mols.  per  litre. 

If  a  represents  the  increase  in  concentration  of  the  CI'  ions  and  h 
the  diminution  in  concentration  of  the  K*  ions  consequent  on  the 
entrance  of  hydi-ogen  ions  into  the  potassium  chloride  solution,  then 
the  concentration  of  these  H'  ions  must  be  {a  +  b),  since  the  solution 
must  remain  electrically  neutral.  If  Zy  denotes  the  ionic  conductivity 
of  the  hydrogen  ions  at  the  concentration  ya  +  b)  we  have  : 

(2)  K  =  L^{c  -  6)  +  Zt.i(c  +  a)  +  Ly^{a  +  b) 
or  (2a)  K  =  [Zk  +  Lci]c  +  L^a  +  6]  +  aZ^i  -  bL-^. 

Subtracting  (1)  fx'om  (2«)  we  obtain 

«'-«  =  («  +  6)Zh  +  «Z(.|  -  bL^ 

K    —  K 


or  {a  +  b)  =  Cn  =  J-'         a     j  b    j- 

a+b  a+b 

In  order  to  calculate  the  value  of  a  and  b  it  is  necessary  to  consider 
the  distribution  of  potential  in  the  portions  B  and  C  of  the  circuit 
(Fig.  2). 

Since  the  potential  gradient  in  any  part  of  the  circuit  is  proportional 
to  the  specific  resistance  of  that  part,  it  is  inversely  proportional  to 
the  specific  conductivity.  This  we  have  seen  to  be  k  for  the  section  C 
and  K  for  the  section  Z.  If  ^;  and  p'  are  the  corresponding  potential 
gradients,  then 

/ 

—  =  —,=  (ji  say  whei'e  ^  <  1 . 

P  K 
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Let  the  velocity  of  the  margin  (2),  that  is,  of  the  H'  ions  under  the 
potential  gradient  //  in  B  be  V,  and  suppose  the  velocity  of  the  K'  ions 
in  C  is  u,  and  consequently  in  B  cfiU.  Similarly  we  will  assume 
that  the  velocities  of  the  CI'  ions  in  C  and  B  are  respectively  v  and  <fiV. 
Then  the  H'  ions,  of  which  the  foremost  rank  form  the  boundary  (2), 
overtake  and  pass  the  K'  ions  moving  in  the  same  direction,  and  the 
velocity  with  which  the  K"  ions  are  overtaken  is  given  by  (V—u). 
However,  as  soon  as  the  margin  (2)  overtakes  a  K'  ion,  the  latter  is 
immediately  compelled  to  reduce  its  velocity  from  u  to  cf)U,  since  behind 
the  margin  the  potential  gradient  is  only  ^  times  that  in  front  of  the 
boundary.  Hence  the  margin  (2)  as  it  progresses  towards  the 
cathode  leaves  behind  the  K'  ions  in  i?  at  a  rate  ( V  -  <^m),  whereas  it 
overtakes  those  in  C  with  a  velocity  {V-  u).  As  ^  is  less  than  1,  the 
result  is  that  those  K'  ions  behind  the  margin  spread  themselves  over 
a  longer  length  of  tube,  that  is,  their  concentration  becomes  diminished. 
Denoting  distances  along  the  tube  by  x,  we  may  write 

do;    _  velocity  with  which  the  margin  _   /  r-       \ 
dt  overtakes  the  K'  ions  in  C 

dx         velocity  with  which  the  margin        /y      ,    \ 
—    =  "^  ,.  .=(1-  (hu). 

dt         leaves  behind  the  K*  ions  in  B 

.     dx        V—u 


dx      V  -  (jiU 

But  the  volumes  occupied  by  the  ions  which  have  moved  the  distances 
dx  and  dx'  are  respectively  sdx  and  sd^' ,  where  s  represents  the  area  of 
cross  section  of  the  measuring  tube.  Moreover,  the  concentrations  of 
the  K'  ions  on  either  side  of  the  margin  are  proportional  to  the 
reciprocals  of  sdx  and  sdx. 

.     Concentration  of  K'  ions  in  B     sdx        V—u 
Concenti'ation  of  K'  ions  in  C'~  sdx'~  V  -  (jiU 
Hence 

Concentration  of  K*  ions  in  ii  =  C^  =  c(   ^  ~  ^'  )■ 

\V -  (fiu/ 

If  we  denote  by  ^Vthe  ratio  of  the  mobilities  of  H'  and  K',  then 
l  =  X,    and  c,.  =  {^). 

Therefore  the  loss  of  concentration  of  K"  ions  in  B  =  c  -  c( — —-  \ 

Similarly,  by  considering  the  motion  of  the  CI'  ions  on  either  side  of 
the  margin  (2),  we  have  : 
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Velocity  with  which  the  CI'  ions  in  C  approach  the  margin  (2)  =  V+  v. 
Velocity  with  which  the  CI'  ions  in  B  recede  from  the  margin  =  V  +  f^v. 

Thus  the  CI'  ions  in  B  cannot  move  away  from  the  margin  as  quickly 
as  those  in  (/approach  it,  and  the  result  is  an  increase  in  the  concentra- 
tion of  Cr  ions  in  B. 
As  before  : 

Coucentration  of  CI'  ions  in  B    _      V+  v 
Concentration  of  CI'  ions  in  C  V+<f)v' 

{  r+  V  \ 

.'.    Concentration  ot  CI'  ions  in  B  =  C"u  =  c    — . 

If  the  ratio    '     =  J"  then  C\  =  c  (^^-^\ 
V  "  V.V'  +  (^/ 

;.    Increase  of  CI'  ions  in  j5  =  (6"^  -  C)  =  c{(^'^''  +  ^  V  1 1  =  C'f-^"  *^ 


a 


A"  +  </), 


Hence  (a  +  b)  =  C'„  =  c\l^  +1^1  =  fLLl^H^LtZ') . 

a  X  -  (h  ,        b  ^^  +(h 

=    —    and  -     =    —. 

a  +  b  N+N'  a^b  N  +  J^' 

We  are  now  able  to  express  the  concentration  uf  the  H'  ions  in  the 
portion  B  of  the  tube,  and  it  only  remains  to  calculate  from  this  the 
concentration  of  the  H*  ions  in  the  indicator  solution.  This  can  be 
done  by  a  similar  calculation  to  the  above,  whereby  the  visible  boundary 
(1)  is  considered.  If  k"  and  p"  represent  the  specific  conductivity  and 
potential  gradient  respectively  in  A,  then  we  have  the  relation  : 

p"  in.  A  K    in  B    _ 

/>    in  B  K    m  A 

The   velocity  of  the    margin  (1)  is  that   of  the  K'  ion   under    the 

potential  gradient  ;/,     Let  this  velocity  be  u  and  the  velocity  of  the 

H'  ions  in  A  be  V ,  the  H'  ions  in  B  having  of  course  a  velocity  Fas 

V 
piN3viously  stated.     Then  V  =ttV,   or   if  —  =  X,  V  =  -rrXu. 

u 

In  exactly  the  same  way  as  before  we  obtain  the  relation  : 

Velocity  with  which  the  H'  ions  in  A  approach  margin  (1)    _ 
Velocity  with  which  the  H'  ions  in  B  leave  margin  behind 

V  -%i   ^    Xtt-I 

V  -u         'X -  1  ■ 

3  u  2 
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Hence 


Concentration  of  H'  ions  in  ^    _   Nir  -  1 
Concentration  of  H'  ions  in  A  N  -] 


X  —  1 
Concentration  of  H*  ions  in  A   =      -- 

i\  71 —  1 


a+b 


Combining  this  result  with  that  previously  obtained  for  (a  +  h)  we 
have  : 

Concentration  of  H*  in  indicator  = 

From  the  measurement  of  the  conductivity  of  the  three  portions, 
C,  B,  and  A,  as  they  successively  come  between  the  electrodes  during 
the  course  of  an  experiment,  we  obtain  k,  k  ,  and  k". 


Then  ^   =  tt.      -^  =   </>. 

K  K 

iV"  and  iV"  are  obtained  from  conductivity  measurements  or  by  direct 
measurement  (see  Denison  and  Steele,  loc.  cit.).  The  values  taken  here 
were  those  found  by  Denison  and  Steele,  and  are  given  below  : 


Dilution, 
ici   .. 


JV'   -    f« 

K  = 

At  18°. 

At  25°. 

10.               50. 

100. 

10. 

50. 

100. 

56-7             60-8 
55-2             59-2 

62-0 
60-3 

65-1 
63-2 

69-8 
67-9 

71-5 
69-6 

K 5-68  5-3  5-2  5-19  4-83  472 

A"     5-52  5-14  5-05  5-04  4-70  4  59 

It  has  been  assumed  that  the  mobility  of  the  H'  remained  the 
same  in  the  different  experiments  at  the  same  temperature.  This 
must  be  very  nearly  so  since  the  solutions  of  potassium  chloride  are 
dilute,  and  the  concentration  of  the  H'  ions  in  the  various  experi- 
ments was  of  the  same  order  of  magnitude  (approximately  O'OOl 
normal).  The  values  assumed^for  Zy  were,  at  18°,  313,  and  at  25°,  328. 
Should  these  values  prove  later  to  be  not  quite  correct,  the  method 
would  not  thereby  lose  in  value,  and  the  actual  figures  now  obtained 
would  only  be  slightly  in  error. 

As  the  object  of  the  present  research  was  to  test  thoroughly  the 
method,  three  salts  only  have  been  submitted  to  measurement,  namely, 
the  hydrochlorides  of  aniline,  and  of  ortho-  and  ;;a?-rt-toluidine.  The 
measurements  were  carried  out  at  tempei^atures  of  18°  and  25°  and  at 
concentrations  of  O'l,  0-02,  and  O'Ol  normal. 
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A  few  of  the  earlier  measurements  were  made  with  salts  which  had 
been  prepared  from  an  ordinary  sample  of  the  organic  base.  The 
method  proved  itself,  however,  sufficiently  sensitive  to  indicate  the 
presence  of  impurities  in  these  salts,  and  this  was  afterwards  confirmed 
by  direct  experiment.  The  salts  were  therefore  prepared  l)y  dissolving 
a  quantity  of  the  carefully  fractionated  free  bnse  in  ether,  and 
I  assing  hydrochloric  acid  gas  into  the  solution.  The  precipitated 
hydrochloride  was  washed  with  ether  and  then  crystallised  from  three 
to  seven  times  from  alcohol  until  the  aqueous  solution  had  attained  a 
constant  conductivity. 

The  conductivity  of  the  salt  was  then  measured  at  dilutions  varying 
from  r  =  8  to  f  =  200,  and  the  results  were  plotted  on  a  specific  con- 
ductivity— dilution  curve.  These  cux'ves  were  afterwards  used  for 
the  determination  of  the  concentration  of  the  indicator  soltttion  of 
which  the  hydrolysis  was  measured.  The  following  are  the  values 
obtained  for  the  conductivities  of  the  pure  salts. 

Aniline  Hydrochloride. 


At  18° 


At  25°. 


Dilution  V, 

Dilution  V, 

that  is, 

Specitic 

Molecular 

that  is, 

Specitic 

Molecular 

no.  of  litres 

con- 

con- 

no. of  litres 

con- 

con- 

containing 

ductivity. 

ductivity. 

containing 

ductivity. 

ductivity. 

Salt. 

1  gram-mol. 

K.                 /J 

^kFxW^. 

1  gram-mol. 

K.           fX. 

=  /crxlbl 

Auiliue 

8 

0-00976 

78-1 

8 

0-01127 

90-16 

hydrochloi 

ide  16 

0-005-29 

84-7 

16 

0-00621 

99-4 

32 

0-00-284 

90-9 

32 

0  003318 

106-2 

40 

0-002295 

91-9 

40 

0-002696 

107-8 

64 

0-001505 

96-3 

64 

0-001792 

114-6 

80 

0-001231 

98-5 

80 

0-001451 

116-0 

128 

0-0008075 

103-2 

1-28 

0-000952 

121-7 

160 

0-0006515 

104-2 

160 

0-000765 

122-3 

200 

0-0005295 

105-9 

200 

0-000633 

126-6 

o-Toluidine 

8 

0-00945 

75-6 

8 

0-01103 

88-24 

hydiocliloi 

ide   16 

0-00516 

82-6 

16 

0-00609 

97-5 

32 

0-00279 

-    89-4 

32 

0-00330 

105-6 

64 

0-001497 

95-9 

64 

0-001770 

113-2 

80 

0-001234 

98-8 

80 

0-001475 

118-0 

128 

0-000800 

102-4 

128 

0-000945 

120-9 

160 

0-000658 

105-2 

160 

0-000781 

124-8 

200 

0-000532 

106-4 

200 

0-000655 

131-0 

16 

0-00493 

78-9 

At  24-8°. 

;>-Tohiidiiie 

16 

0-00584 

93-5 

hydrochloride  32 

0-00266 

85-2 

32 

0-00311 

99-6 

64 

0-001405 

90-0 

64 

0-001648 

105-3 

80 

0-001137 

91-0 

80 

0-001325 

106-0 

128 

0-000745 

95-4 

128 

0-000859 

110-0 

160 

0-000598 

95-9 

160 

0-000705 

112-7 

200 

0-000485 

97-0 

200 

0-000575 

115-0 
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Jiesults  of  Ih/drohjsis  Measurements. 

A-  1-  .  A:  -J.'  . 


f. 

.r  per  cent. 

A710-'. 

//.      X 

per  cent. 

A7103. 

o-Tolniainc            10 -1         1-97 

47-5 

18-3 

2-49 

28-8 

hydiocbloiidc     92 

4-53 

43-3 

91 

5-40 

29-5 

88 

4-40 

43-3 

155 

7-15 

28-2 

175 

5-75 

49-9 

172 

7-10 

31-0 

Mean 

A710-'  at  18° 

=  46-0 

Mean  AT/l 

0-'  at  25° 

=  29-6 

j:>-Tolnicline             17" 

6         0-85 

242 

17-4 

0-94 

195 

hydrochloride     18 

0-84 

253 

88 

2-12 

191 

82 

1-82 

243 

90 

2T7 

187 

89 

1-S2 

263 

165 

3-02 

176 

161 

2-39 

276 

166 

2-97 

183 

Mean 

Z/103  at  18' 

=  256 

Mean  A'/IO'  at  25' 

=  186 

Aniline                   17 

6         1-64 

64-6 

17-9 

1-98 

44-3 

hydrochloride    82 

3-63 

60-0 

18-2 

1-99 

44-8 

167 

5-16 

59-6 

79 

4-12 

44-5 

175 

5T3 

63-3 

81 

4-37 

40-5 



84 

4-39 

41-8 

Moan 

A7l03atl8° 

=  61-9 

157 

5-60 

46-6 

167 

6-08 

42-6 

11.000  cals. 


7900  cals. 


8700  cals. 


Mean  if/l 03  at  25°  =  43 -6 

In  the  above  table,  the  results  of  the  experiments  at  18^  and  25°  are 

placed  side  by  side.     In  column  I  are  the  dilutions  of  the  solutions  of 

the  indicators  in  litres,  the  numbers  under  F  represent  the  number  of 

litres  of  the  indicator  solution  containing  one   gram-molecule   of  the 

hydrochloride.     These  solutions  are  hydrolysed  or  split  up  by  the  water 

into  acid  and  base  to  a  degree  of   x  per  cent.     The   values   of  x  are 

given  in   the  second  column.     In  the  third   column   are  placed   the 

K 
values    of  -,  K   being    the    hydi'olvsis   constant  which  is  given 

1000  o  J        J  to 

,        ,  .     per  cent,  unhydrolysed  salt  x  dilution  ( F") 

per  cent,  free  acid  x  per  cent,  free  base 

The  concentrations  of  free  acid  and  free  base  formed  by  hydrolysis 
are  of  course  identical. 

In  order  to  render  more  evident  the  method  of  arriving  at  the 
above  figures,  it  will  be  perhaps  not  out  of  place  to  work  out 
completely  one  set  of  experimental  figures.  As  an  example  we 
take  ;in  experiment  with  aniline  hydrochloride  acting  as  indicator 
to  an  approximately  0'02  normal  solution  of  potassium  chloride  at 
25\     The  following  figvtres  were  obtained  : 


Specific   conductivity   of   potassium    chloride    alone:     k  =  0'002560 
ohm~'. 
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jMaxiraum     specific    conductivity      of      potas-iuiu      chloride     after 
penetration  of  H*  ion.s  :    k'  =  0'002960  olim"^ 

.-.  k'_k-  =  0-000400  ohm-i. 

Specific    conductivity    of    indicator     solution     behind    the    maigin 

=  0'001385    ohm~^,    which    corresponds   on    the    concentration — con- 

j     ^-    -i  ^  ^     ^-  c     1       srram-mols.     , ,     ,  •     . 

ductivity    curve    to   a    concentration   or  - —    ^- — ~ ,  that  is,  to 

''  84-4  litre 

a  dilution  of  S4'4. 

Now  d>    =  ^    =   0-86.         TT   =    ,-V^.-  =  2- 14. 
^  K  136-5 

iV  =     ^"'    =   ^   =    4-83.         y    -^   -?-•   =    ^  =  4-70. 
L^.         (57-U  Zc,  by-8 

.-.  'Il:il    =    0.43. 

Hence,  from  the  formula  previously  deduced,  the  concentration  of 
the  H*  ions  in  the  potassium  chloride  solution  is 

0-000400  

T^        (4-83-0-86)69-8    _    (4-70 +  0-86)67-9 
"^  9^53  9-53 

0-000400 
316  ~' 

therefore  the  concentration  of  H'  ions  in  indicator  solution  of  dilution 

0-000400 


84-4     = 


316x2-43 


\\  hence  hydrolysis  x   =    -^ — 

Concentration    salt   in    gram-mols.    per   c.c. 

400  X   lO-*^'  X  84-4  X   10^  x   100  .  „^ 

= =    4-39  per  cent. 

316   x   2-43  ^ 

Therefore  hydrolysis  constant  A' =   p =- =    41 '8    x    10". 

•^        ^  [4-39]-  . — . — . 

This  hydrolysis  constant  K  gives  us  the  number  of  times  that  the 

free  base  (in  this  case  aniline)  is  "stronger"  than    water,  that    is, 

Kb 
K   =    -^  ,  where  Kb  and    Kw    represent    the    affinity  constants    of 

the  base  and  of  water  respectively.     Accepting  the  value  1-2  x  10"^* 
for  Kir  we  have  for  the  affinity  constant  of 

Aniline 12   x   lO'^*  x     43-6x103  =  5-2   x   10-it>i 

pam-Toluidine...      1-2   x    lO-i-^   x   186     x  10^  =  2-2   x   lO''-'  [at  25°. 
orMo-Toluidine..      1-2   x    lO'^^   x     29-6x103  =  3-5    x    lO""'] 
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The  corresponding  values  for  18°  are  : 


Kb. 

Aniline 7-4  x  IQ-io^ 

^wrrt-Tohiiiline 3*1  x  10~^  , 

orMo-Toluidine    5-5  x  10"^ 


Thus  we  see  that  the  order  of  "strength"  of  these  bases  is  para- 
toluidine,  aniline,  oj-</<o-toluidine.  This  corresponds,  of  course,  to  the 
degree  of  hydrolysis  being  gi'eatest  in  o/'^Ao-toluidiue  and  least  in 
/>ara-tolui(line. 

A  glance  at  the  previous  table  shows  that  the  values  obtained  for 
the  hydrolysis  constant  K  are  fairly  concordant.  Absolute  constancy 
is,  of  course,  not  to  be  expected  when  one  bears  in  mind  the  number 
of  different  quantities  which  have  to  be  determined  before  the  degree 
of  hydrolysis  x  can  be  calculated,  and  that  in  the  calculation  of  K 
there  occurs  the  term  x^.  Hence,  any  accumulated  error  in  the 
determination  of  x  becomes  multiplied  in  K,  and  it  therefore  says 
much  for  the  accuracy  of  the  method  and  for  the  correctness  of  the 
theory  that  a  "  constant  "  for  A"  has  been  obtained  at  all.  It  is 
interesting  to  compare  the  present  method  with  others  which  have 
been  employed  for  the  measurement  of  hydrolysis.  It  need  scarcely 
be  noted  that  the  whole  difficulty  about  such  measurements  lies  in 
the  fact  th.it  the  determinations  of  concentrations  must  be  carried 
out  in  such  a  manner  that  the  state  of  equilibrium  between  the 
ilifferent  component  parts  of  the  system  is  not  altered.  In  such 
cases  as  we  have  considered,  the  problem  becomes  that  of  the 
measurement  of  the  free  acid  produced  by  the  hydrolysis.  The 
concentration  of  this  acid  is  so  small  that  it  must  be  practically  all 
di.s.sociated,  and  hence  any  method  of  measuring  the  concenti'ation  of 
the  H*  ions  will  serve  our  purpose.  Methods  depending  upon  catalysis, 
such  as  the  "  inversion  "  of  cane  sugar  or  the  catalysis  of  methyl  acetate, 
are  somewhat  unsuitable  for  the  determination  of  the  concentration 
of  H*  ions  in  sy.stems  which  contain  a  complicated  equilibrium, 
because  we  know  that  these  methods  are  much  affected  by  the  presence 
of  even  simple  neutral  .salts.  Moreover,  tlie  velocity  of  catalysis  is 
small,  and  so  measurements  of  small  degrees  of  hydrolysis  at  the 
ordinary  temperature  take  an  inordinate  time.*  Yet  it  is  just  the 
hydrolysis  data  for  the  ordinary  temperature  which  give  us  so  much 
useful  information.  The  best  method  for  the  measurement  of  acid 
hydrolysis,  as  regards  both  ease  of  manipulation  and  accuracy  of 
re.sults  obtained,  is  that  suggested  by  Walker  and  Bredig.  This 
method  consists  in  the  measurement  of  the  electrical  conductivity  of, 

*  The  same  objections  cannot  be  raised  against  the  method  of  Shields,  which, 
however,  refei-s  to  (OH)  ions. 
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firstly,  the  hydrolysed  salt  solution,  and,  secondly,  of  the  same  solution 
with  the  addition  of  an  excess  of  the  base  contained  in  the  salt.  This 
addition  almost  completely  inhibits  the  hydrolysis,  so  that  the  second 
reading  gives  the  true  electrical  conductivity  of  tlie  salt  in  question 
plv^  a  negligible  amount  due  to  the  conductivity  of  the  weak  base  ;  the 
latter  being  in  the  presence  of  excess  of  its  ionised  salt,  and  therefore 
practically  undissociated.  Thus,  if  il/y  is  the  actually  observed  mole- 
cular conductivity  of  a  solution  of  aniline  hydrochloride,  J/y  is  made 
up  of  the  conductivity  of  (l-.t')  mols.  of  aniline  hydrochloride  and 
X  mols.  of  free  liydrocbloric  acid.  If  fx^.  represents  the  true  molecular 
conductivity  of  aniline  hydrochloride  at  a  dilution  v  determined  in  the 
presence  of  excess  of  aniline,  then  J/y  =  (l  -  a;)yLio  +  ^/ahci  or 

Mhci  represents  the  molecular  conductivity  of  hydrochloric  acid  at  a 
dilution  which  is  practically  infinite  for  small  degrees  of  hydrolysis.  For 
the  value  of  /xhcu  Bredig  took  383  at  25°,  probably  in  Siemens  units, 
which  means  0"406  in  ohm~^  Taking  the  transport  number  of  chlorine 
in  hydrochloi'ic  acid  as  0"17,  then  ^h  =  406  x  083  =  337  and  l^;i  = 
406x0'17  =  69.  It  is,  however,  probable  that  these  numbers  are 
rather  high  for  the  actual  ionic  conductivities  in  the  presence  of 
a  large  excess  of  aniline  hydrochloride.  This  is  practically  the  only 
uncertainty  of  the  method,  and  even  then  it  amounts  to  perhaps  not 
more  than  a  few  units  or  a  percentage  error  in  ^u-  of  1 — 2  per  cent. 
By  this  method,  Bredig's  determinations  of  hydrolysis  "constants" 
were  the  best  which  had  been  obtained  for  acid  hydrolysis  ;  in  fact, 
many  of  the  investigations  by  the  catalysis  methods  failed  to  give  any 
hydrolysis  **  constant  "  at  all,  especially  where  the  degree  of  hydrolysis 
was  small. 

Bredig's  method  has,  however,  limitations  :  the  amount  of  the  free 
base  added  must  be  sufficient  to  inhibit  the  hydrolysis  sufficiently 
without  its  own  conductivity  becoming  appreciable.  This  is  not  always 
possible,  because  the  base  may  not  be  sufficiently  soluble  or  its 
conductivity  may  be  too  great  to  be  neglected.  The  present  method 
will  no  doubt  prove  useful  in  cases  where  the  older  one  fails.  The 
principle  of  the  method  is  really  a  device  for  separating  the  H*  ions 
and  measuring  their  concentration  by  noting  the  increase  of  conduct- 
ivity caused  by  them.  Bredig's  method  consists  in  destroying  these 
same  H'  ions  and  measuring  their  concentration  by  the  consequent 
loss  in  conductivity.  Hence  the  two  methods,  although  starting  from 
quite  different  standpoints,  are  really  very  similar  in  the  end,  and 
both  require  for  the  calculation  the  value  of  the  ionic  conductivity  of 
the  H*  ions  at  their  concentration  in  the  experiment.     Seeing  that  the 
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degrees  of  hydrolj^sis  of  those  salts  measured  by  us  did  not  differ  very 
niudi,  it  was  assumed  that  the  concentrations  of  the  H*  ions  in  the 
different  experiments  were  sufficiently  nearly  equal  to  warrant  the 
assumption  of  a  constant  ionic  conductivity  for  theH'  ion  throughout ; 
that  is,  of  course,  at  the  same  temperature.  The  values  taken  were 
313  at  IS'^and  328  at  25°. 

The  constants  of  hydrolysis  K  for  the  hydrochlorides  of  aniline,  and 
0-  and  jo-toluidiue  were  found  by  Bredig  to  have  the  values  at  25°  as 
follows  : 

;;-Toluidine Zx  10^  =  132 

Aniline    Zxl03=    41 

o-Toluidine irxl03=29 

which  accord  very  well  with  the  values  found  by  us.  In  the  case  of 
aniline  and  o-toluidine,  the  values  of  K  found  by  the  two  methods  are 
so  near  that  the  apparent  difference  vanishes  when  one  works  out 
from  the  'constant"  the  actual  degrees  of  hydrolysis  corresponding 
to  any  given  concentration.  As  regards /)-toluidine,  there  is,  it  is  true, 
a  somewhat  greater  difference  in  the  value  of  K  as  determined  by  the 
two  methods.  Bredig  gives  132  x  10^,  whereas  we  find  186  x  10^ 
Still  one  obtains  almost  the  same  percentage  hydrolysis  in  a  given  case 
whichever  "constant"  be  taken.  For  instance,  for  l/32iV  {para- 
toluidine  hydrochloride),  Bredig's  constant  gives  for  the  degree  of 
hydrolysis  1'55  per  cent.,  whereas  ours  yields  1'33  per  cent.  It  must 
be  borne  in  mind  that  the  measurements  of  such  small  amounts  of 
hydrolysis  involves  a  considerable  percentage  experimental  eri'or,  and, 
as  previously  explained,  these  errors  are  largely  magnified  in  K. 

As  a   check   on   our  work,   we   have  applied  van't   Hoff's  formula 

-— logiff'=-i^  to   our  values   for  K  at  the  two  temperatures.      As- 

suming  that  q,  the  heat  evolved  by  the  "neutralisation"  of  a  gram- 
mol.  of  base  with  hydrochloric  acid,  remains  constant,  we  have,  on 
integration  : 

For  our  temperatures  18°  and  25°,  this  becomes  : 

2-301og^    =    -^l—  -  — 
^K,„.  2  l291  ii98 


^'>i 


whence  q  is  evaluated. 

Owing  to  a  somewhat  large  percentage  error  in  K  being  easily 
possible,  one  cannot  expect  too  good  an  agreement  of  the  value  of  q 
obtained  in  this  way  with  the  value  obtained  calorimetrically.  How- 
ever, as  is  seen  from  Table  II,  the  agreement  in  the  case  of  aniline 
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and  ;;-toluidine  is  sufficiently  close,  which  proves  that  althoiigli  the 
absolute  values  of  the  hydrolysis  constants  at  the  two  temperatures 
may  be  slightly  inaccurate,  yet  their  ratio  must  have  very  nearly  the 
true  value. 

Enough  has  perhaps  been  said  to  substantiate  the  claims  of  the 
present  method  to  be  one  of  the  most  accurate  and  convenient  means 
of  determining  the  degree  of  hydrolysis  of  salts.  The  method  can, 
moreover,  be  extended  to  determine  the  concentration  of  given  ions  in 
complex  mixtures,  provided  that  these  ions  fulfil  the  conditions  on 
which  the  method  depends.  These  experiments  are  being  extended, 
and  it  is  hoped  to  measure  the  hydrolysis  of  many  salts  both  organic 
and  inorganic. 

Heriot-Watt  College, 
Edinburgh. 


CVj — The   Soluhility  of   Triphenyhnethane   in    Organic 
Liquids  with  which  it  forms  Crystalline  Compounds. 

By   Harold    Hartley,    M.A.,    Fellow   of   Balliol   College,    and 
Noel  Garrod  Thomas,  Brakenbury  Scholar,  Balliol  College. 

Kekule  and  Franchimont  {Ber.,  1872,  5,  967),  when  they  first 
prepared  triphenylmethane,  noticed  that  it  crystallised  from  benzene 
with  one  molecule  of  benzene  of  crystallisation,  and  Anschiitz 
{Annalen,  1886,  235,  208)  found  that  the  compound  lost  24-22  per 
cent,  of  its  weight  when  heated  to  100°,  the  theoretical  loss  for  a 
substance  of  formula  CH(Ph)3'CgH^  being  25"36  per  cent. 

Liebermann  {Ber.,  1893,  26,  853)  crystallised  triphenylmethane 
from  thiophen  and  obtained  crystals  with  thiophen  of  crystallisation, 
which  was  rapidly  losi  on  standing.  The  crystals  lost  24'54  per 
cent,  of  their  weight  when  heated  to  100°,  the  theoretical  loss  for 
CH(Ph)3-C4H4S  being  25-61  per  cent. 

Lehmann  {Zeit.  Kryst.  Min.,  1881,  5,  472),  who  studied  the  crystallis- 
ation of  triphenylmethane  from  aniline  microscopically,  stated  that  it 
crystallised  in  two  forms  belonging  to  the  rhombohedral  and  mono- 
clinic  systems,  which  differ  in  the  amount  of  aniline  of  crystallisation, 
but  he  made  no  attempt  to  estimate  this  amount  in  either  case. 
Hintze  {Zeit.  Kryst.  Min.,  1884,  9,  545)  made  some  measurements  on 
"  weathered  "  crystals  from  benzene  solution  and  pointed  out  that  if 
the  crystals  containing  aniline  resembled  those  containing  benzene, 
liehmann's    two  forms  were    probably    identical,    their    difference    in 

3x2 
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appearance  under  the  microscope  being  due  to  a  different  development 
of  the  basal  plane. 

Linebarger  (Amer.  Chem.  J.,  1893,  15,  45)  was  the  first  to  study 
the  solubility  of  triphenylmethane  in  benzene,  his  determinations 
being  made  by  the  ordinary  method.  As,  however,  he  heated  the 
triphenylmethane  to  200°  to  get  rid  of  the  last  traces  of  benzene,  and 
at  this  temperature  tlie  substance  itself  is  appreciably  volatile,  his 
results  were  necessarily  inaccurate  ;  they  differ  from  the  later  deter- 
minations of  Kuriloff  (Zeit.  physikcd.  Chem.,  1897,  23,  547),  which 
agree  closely  with  those  found  by  the  authors,  using  a  slightly  modified 
form  of  his  method. 

The  first  object  of  the  present  work  was  to  determine  if  there  were 
any  other  solvents  which  form  crystalline  compounds  with  triphenyl- 
methane ;  only  pyrrole  was  found  to  do  so.  Solutions  in  mesitylene, 
0-,  7)1-,  and  j9-xylene,  toluene,  pyridine,  piperidine,  nitrobenzene, 
chlorotoluene,  benzyl  alcohol,  quinoline,  bromobenzene,  chlorobenzene, 
methylbenzoate,  phenyl  acetate,  propyl  alcohol,  acetone,  chloroform, 
ethylene  dibromide,  alcohol,  and  ether  all  gave  orthorhombic  crystals 
of  pure  triphenylmethane. 

A  microscopic  study  has  been  made  of  the  crystals  containing 
benzene,  thiophen,  pyrrole,  and  aniline  of  crystallisation,  all  of  which 
decompose  rapidly  on  being  removed  from  the  solution  in  which  they 
have  grown,  the  faces  becoming  dull  and  giving  very  poor  reHectious 
on  the  goniometer.  We  hope  soon  to  measure  them  while  growing  in 
a  solution  by  means  of  Prof.  Miers'  inverted  goniometer. 

The  solubility  of  triphenylmethane  in  the  four  liquids  above  men- 
tioned has  been  determined,  and,  for  purposes  of  comparison  with  a 
case  in  which  no  compound  with  the  solvent  existed,  a  set  of  deter- 
minations was  also  made  in  pyridine. 

Besides  the  solubility  determinations,  a  series  of  observations  was 
made  at  the  suggestion  of  Prof.  Miers  to  see  at  what  degree  of  super- 
eaturation  solutions  of  triphenylmethane  would  crystallise  spon- 
taneously, after  they  had  been  completely  freed  from  crystal  nuclei. 
This  was  done  by  heating  them  considerably  above  the  temperature  at 
which  all  the  solid  in  contact  with  the  solution  had  dissolved,  and  then 
cooling  until  the  crystallisation  occurred.  Spontaneous  crystallisation 
in  such  a  case  has  been  found  to  occur  at  a  definite  temperature,  thus 
fixing  the  limit  of  the  "  metastable  state"  in  which,  although  super- 
saturated, a  solution  cannot  crystallise  without  the  addition  of  a 
crystal  particle  (Ostwald,  Lehrbuch  der  Allgemeinen  Chemie,  2,  773). 
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Experimental. 

Preparation  of  Materials. 

The  triphenylmethane  used  was  prep;ired  by  the  ordinary  method 
fi'om  Kahlbaum's  chloroform  and  benzene  with  freshly  made  aluminium 
chloride.  It  was  recrystallised  twice  from  benzene  and  at  least  twelve 
times  from  alcohol  until  it  gave  a  constant  m.  p.  of  93"2°  (corr.) ;  this 
is  slightly  higher  than  the  ntimber  given  by  Kuriloff  (92°).  The 
solvents  used  were  all  obtained  from  Kahlbaum  or  Merck,  and  care- 
fully redistilled  just  before  use. 

Method  of  Determining  the  Solubility. 

The  ordinary  methods  for  determining  solubilities  being  difficult  to 
use  owing  (1)  to  the  volatility  of  benzene,  thiophen,  and  pyrrole  ; 
(2)  to  the  difficulty  of  estimating  the  relative  amounts  of  aniline  and 
triphenylmethane  in  a  mixture  of  the  two,  and  (3)  to  the  small 
amounts  of  substance  available,  we  resorted  to  a  modification  of  the 
method  used  by  Kuriloff  {loc.  cit.). 

The  latter  heated  sealed  tubes  containing  known  quantities  of 
triphenylmethane  and  benzene  in  a  water-bath  with  constant  shaking 
until  the  last  crystals  just  dissolved.  In  this  way  the  temperature  of 
saturation  was  found  for  solutions  of  known  composition.  It  is 
rather  hard  to  say  when  the  last  crystals  disappear,  as  they  dissolve 
very  slowly  in  a  solution  which  is  nearly  saturated.  When,  on  the 
other  hand,  we  contrived  by  successive  cooling  and  warming  that  there 
should  be  in  the  tube  only  one  or  two  small  crystals  at  a  temperature 
near  that  of  saturation,  it  was  easy,  by  watching  the  small  crystals  with 
a  lens  while  the  temperature  of  the  bath  was  varied,  to  find  two  tempera- 
tures diifering  by  0"4°  to  0*5°,  at  the  lower  of  which  the  crystals  were 
growing  with  sharp  edges,  whilst  at  the  higher  temperature  the  rounded 
edges  and  faces  showed  that  they  were  dissolving.  The  mean  of  these 
two  temperatures  may  be  taken  as  the  temperature  of  saturation  with- 
out introducing  a  large  error.  The  results  obtained  in  successive  deter- 
minations are  quite  concordant  and  the  method  has  several  advantages, 
as  it  is  quick,  requires  very  little  substance,  and  may  be  used  for  any 
volatile  solvent ;  the  fact  that  it  necessitates  the  close  study  of  the 
crystals  with  which  the  solution  is  in  equilibrium  leaves  no  ambiguity 
as  to  their  nature.  The  most  useful  form  of  tube  was  made  by  blowing 
a  bulb  at  one  end  of  a  short  piece  of  quill  tubing  and  making  a  small 
constriction  in  the  middle.  After  careful  drying  the  tube  is  weighed, 
some  of  the  solid  is  introduced,  and  it  is  weighed  again;  then  the  required 
quantity  of  liquid  is  added  from  a  small  pipette,  and,  after  a  third 


1016  HARTLEY    AND   THOMAS:   THE   SOLUBILITY   OF 

wei^^hiutr.  the  tube  is  sealed  at  the  consti'iction.  The  open  end  is 
closed  by  a  small  cap  during  the  weighing  and  sealing  to  avoid  loss 
by  evaporation,  and  contact  with  the  hand  is  carefully  avoided  for  the 
same  reason.  The  tubes  were  heated  in  a  large  beaker  of  water, 
jacketed  with  felt,  and  stirred  by  means  of  a  hot  air  engine.  By  ad- 
justing the  size  of  the  Bunsen  flame,  the  temperature  of  the  water 
could  be  kept  constant  for  as  long  as  was  necessary. 

In  order  to  determine  the  temperature  of  spontaneous  crystallisa- 
tion, the  tube  is  heated  in  a  large  beaker  of  water  at  10°  above  the 
saturation  temperature  to  destroy  all  traces  of  crystal  nuclei,  and  it  is 
then  allowed  to  cool  slowly  with  constant  shaking  until  crystals 
appear. 

The  spontaneous  production  of  crystals  never  occurs  until  a  tem- 
perature is  reached  at  which  the  solution  is  considerably  super- 
saturated, and  then  many  small  crystals  suddenly  make  their  ap- 
pearance. At  least  two  determinations  were  made  with  each  tube  ; 
as  a  rule  they  agreed  within  P,  which  was  fairly  satisfactory  con- 
sidering the  nature  of  the  phenomenon,  and  the  extent  to  which  it 
would  be  influenced  by  such  factors  as  the  rate  of  cooling.  The  time 
taken  for  cooling  in  most  of  the  experiments  was  between  half  an  hour 
and  an  hour.  A  curve  may  be  plotted  from  the  results  showing  the 
concentration  at  which  the  spontaneous  crystallisation  of  a  solution  at 
any  given  temperature  occurs.  In  the  region  between  the  solubility 
curve  and  this  second  curve,  for  which  Prof.  Miers  has  suggested  the 
name  "  supersolubility  curve,"  supersaturated  solutions  can  exist 
without  crystallising  until  a  crystal  nucleus  is  introduced. 

Triphenylmethane  and  Benzene, 

The  results  of  the  determination  of  solubility  and  of  the  tempera- 
ture at  which  spontaneous  crystallisation  takes  place  are  given  in  the 
table  on  p.  1017,  and  are  shown  graphically  in  Fig.  1  (p.  1018),  where  the 
ordinates  represent  molecular  percentages  and  the  abscissae  tempera- 
tures. 

The  solubility  curve  consists  of  two  parts,  of  which  AB  represents 
the  solubility  of  triphenylmethane  in  benzene,  and  BCD  the  solubility 
of  the  compound  CH(Ph)3-CgHc,  C  being  its  melting  point,  which  is 
depressed  by  the  addition  of  benzene  or  of  triphenylmethane.  The 
point  in  which  the  two  cut  (5)  is  a  eutectic  point  for  the  compound 
and  pure  triphenylmethane.  The  large  curvature  of  the  retroflex  por- 
tions of  the  lower  curve  indicates  that  the  compound  is  almost  entirely 
dissociated  in  the  solution  (Stortenbecker,  Zeit.  physikal  Chem.,  1892, 
10,  194).  It  will  be  seen  that  the  "  supersolubility  curve ''  also  con- 
sists of  two  parts  which  run,  roughly  speaking,  parallel  to  the  two 
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Sohibility  of  Triphenylmethane  in  Benzene. 
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parts  of  the  solubility  curve.  The  range  of  the  "metastable  region  " 
is  about  20°  for  solutions  which  deposit  crystals  of  pure  triphenyl- 
methane and  about  7°  for  those  which  deposit  crystals  containing 
benzene  of  crystallisation.  Thus,  for  the  formation  of  crystals  of 
the  compound,  a  smaller  degree  of  supersatiiration  is  needed  than  is 
the  case  with  the  pure  substance  ;  in  consequence  of  this,  solutions 
containing  from  70 — 80  mols.  per  cent,  of  triphenylmethane,  which  are 
normally  in  equilibrium  with  crystals  of  the  pure  sub.stance,  if  freed 
from  crystal  nuclei  and  cooled,  deposit  crystals  of  the  compound  while 
still  within  the  metastable  region  of  the  pure  substance.  For  instance, 
a  solution  containing  75  mols.  per  cent,  of  triphenylmethane,  when  cooled 
to  63°,  deposits  rhombohedral  crystals  of  the  compound,  and  these 
have  the  property  of  starting  the  crystallisation  of  orthorhombic 
needles  of  triphenylmethane  when  placed  in  solutions  which  are  in  the 
metastable  condition  as  regards  the  latter  substance.  The  ortho- 
rhombic  needles  grow  on  the  rhombohedra,  so  that  the  vertical  axes  of 
both  are  parallel  as  in  Fig.  2.  The  edges  of  the  needles  ai'e  usually 
curved  owing  to  the  rapidity  of  their  growth  in  its  initial  stages. 
The  second  crystallisation  takes  place  very  rapidly  after  the  first,  and 
the  sequence  is  sometimes  rather  hard  to  observe.  It  will  be  seen 
that  in  the  cases  where  this  occurs  (marked  RN  on  the  table  and 
indicated  on  the  diagram  by  0)  the  temperatures  of  crystallisation 
lie  on  the  contiouation  of  the  curve  which  represents  the  limit  of 
supersaturation  for  the  compound. 
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The  Compound  of  Triphenyl methane  and  Benzene. 

The    composition    of    this    body   was    shown    by    Anschiitz    to    be 
CH(Ph)3*Cgn^.     llintze  measured  some  of  the  "  weathered  "  crystals 
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which  had  lost  their  benzene  of  crystallisation  and  found  them  to  be 
rhombohedra  with  a  rhombohedral  angle  110^13'  and  a: 0=15565. 
We  have  studied  a  large  number  of  crystallisations  under  the  micro- 
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scope;  the  most  frequent  habits  of  the  crystals  are  (1)  a  simple 
rhombohedron,  (2)  a  combination  of  rhombohedron  and  small  basal 
plane  (Fig.  3),  (3)  a  combination  of  rhombohedron  and  basal  plane 
equally  developed  (Fig.  4),  and  (4)  the  same  combination  with  the 
basal  plane  predominating  (Fig.  5). 

The  crystals  have  a  high  refractive  index  and  are  strongly  bire- 
fringent.  Viewed  in  convergent  light  in  a  direction  perpendicular  to 
the  basal  plane,  they  show  a  uniaxial  interference  figure  of  negative 
character,  which  confirms  the  other  evidence  as  to  their  symmetry.  No 
distinct  etching  figures  could  be  obtained  on  the  rhombohedron  faces, 


Fig.  2. 


Fig.  3. 


Fig.  4. 


Fig.  5. 


Fig.  6. 


but  in  the  initial  stage  of  solution  the  basal  plane  was  pitted  by  small 
triangular  depressions  arranged  unsymmetrically  with  respect  to  its 
edges  as  shown  in  Fig.  6.  The  crystals  thus  possess  an  axis  of 
threefold  symmetry,  but  no  plane  of  symmetry.  There  is  no  evidence 
of  hemimorphism,  as  both  ends  of  the  crystals  are  equally  developed, 
and  behave  in  the  same  way  in  starting  the  crystallisation  of  ortho- 
rhombic  needles  of  triphenylmethane  as  mentioned  above.  The  latter 
crystals  are  hemimorphic,  and  the  two  ends  grow  at  very  different 
speeds,  but  when  their  crystallisation  is  started  by  a  rhombohedral 
crystal  of  the  compound,  they  grow  outwards  from  both  apices  of  the 
rhombohedron  with  faster-growing  ends  directed  outwards  from  the 
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crystal  in  each  case,  showing  that  there  is  no  difference  between  the 
faces  (111)  and  (TIT). 

The  crystals  of  the  compound  thus  possess  an  axis  of  threefold 
symmetry  and  a  centre  of  symmetry,  and  belong  to  the  dioptase  class. 

A  number  of  measurements  of  the  angle  between  the  two  edges  of 
a  rhombohedron  face  showed  that  this  is  approximately  60° ;  the 
rhombohedron  angle  (100)  :  (010)  calculated  from  this  value  is  109°28', 
which  differs  slightly  from  Hintze's  measurement  on  a  "weathered" 
crystal  (110^13').  In  a  rhombohedral  crystal  with  the  angle 
(100)  :  (010)  =  109°28',  both  the  angles  (100) :  (111)  and  (100)  :  (010) 
have  the  value  70^32'  (the  octahedx-on  angle),  so  that  a  crystal  with 
the  forms  {111}  and  {100}  equally  developed  is  indistinguishable 
geometrically  from  a  regular  octahedron. 

The  effect  of  this  curious  symmetry  of  angle  is  seen  in  the  present 
case  in  the  form  of  the  interpenetrant  twins  and  triplets  which  fre- 
quently occur.  The  crystals  twin  about  an  axis  which  is  parallel  to  a 
rhombohedron  edge,  giving  rise  to  interpenetrant  twins  of  the  form 
seen  in  Fig.  7,  where  the  shading  indicates  the  relative  positions 
of  the  two  individuals  and  the  extent  to  which  they  overlap.  The 
letters  r  c,  r"  c"  show  which  faces  belong  to  each  individual.  The 
extinction  directions  of  the  two  parts  of  the  twin  make  an  angle  of 
60°  with  one  another,  and,  as  would  be  expected,  no  re-entrant  angle 
is  visible  under  the  microscope  where  the  faces  of  the  two  individuals 
meet. 

Still  more  frequent  is  the  formation  of  triplets  where  the  three 
individuals  interpenetrate  regularly,  as  in  Fig.  8  ;  sometimes  the  basal 
planes  {111}  are  developed  sufficiently  to  give  rise  to  the  form  shown 
in  Fig.  9.  In  this  case  the  crystal  appears  at  first  sight  to  be  a  simple 
combination  of  the  forms  {111}  and  {100},  as  in  Fig.  5,  but  optical 
examination  shows  that  the  apparent  basal  plane  is  composed  of  the 
rhombohedral  faces  of  three  individuals,  as  is  evident  from  the  inter- 
ference figures  seen  through  the  six  sections  of  the  face,  which  are 
shown  in  Fig.  9.  The  six  small  faces  bounding  the  hexagonal  plane 
are  the  basal  planes  of  the  three  individuals.  Here,  again,  the  regular 
formation  without  visible  re-entrant  angles  shows  that  the  rhombo- 
hedron angle  of  the  single  crystals  must  be  approximately  109°28'. 
Figs.  7,  8,  and  9  are  plans  representing  the  crystals  just  as  they  are 
seen  through  a  microscope. 

When  simple  crystals  of  the  type  represented  in  Fig.  5  start  to  grow 
in  strongly  supersaturated  solutions,  they  give  rise  to  skeletal  forms 
in  accordance  with  Lehmann's  theory  that  the  latter  are  due  to  a 
difference  in  the  rate  of  supply  of  material  for  crystallisation  at 
different  points  of  a  growing  crystal.  Suppose  that  a  crystal  is 
growing  with  its  basal  plane  resting  on  the  microscope  slide,  it 'grows 
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laterally  by  the  deposition  of  substance  on  the  six  rhombohedron 
faces.  Now,  of  the  six  rhombohedron  faces,  three  have  the  edge  which 
extends  furthest  into  the  solution  practically  in  contact  with  the 
glass,  and  three  have  the  corresponding  edge  in  the  middle  of  the  drop 
of  solution.  The  latter  must  therefore  receive  a  more  rapid  supply 
of  the  excess  of  dissolved  substance,  and  will  grow  faster,  and  these 
three  faces,  having  once  pushed  themselves  further  into  the  solution 


Fig.  8. 


Fig.  9. 


than  the  rest,  will  intercept  much  of  the  material  which  would  other- 
wise go  towards  increasing  the  remaining  faces.  The  three  arms  which 
are  terminated  by  the  faces  (TOO),  (OTO),  and  (OOT)  grow  outwards 
until  the  excess  of  supersaturation  is  removed,  and  then  the  crystal 
adjusts  itself  to  the  condition  of  normal  equilibrium  between  a  crystal 
and  its  solution,  so  that  finally  the  gaps  are  filled  up  and  a  regular 
crystal  is  formed. 
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Trijihenylmethane  and  Thiophen. 

The  determinations  were  exactly  the  same  as  for  benzene,  and  the 
results  axe  given  in  the  following  table  and  figure  : 


Solubility  of  Triphenylmethane  in  Thiophen, 


Gram  of 
triphenj-1- 
nietbane. 

0 
0 
0 
0 
0 
0 
0 
0 
0 
0 
0 
0 
0 


■5223 

o-( 

•4410 

0  ( 

■7203 

0^ 

■5260 

0- 

•4553 

0- 

■3725 

0- 

•3827 

0^ 

•4014 

0- 

•6469 

0^ 

•4771 

0' 

•1148 

0^ 

•3353 

0^ 

•2733 

0- 

Gram 
of 
thiophen. 
•0205 
■0472 
•1038 
•1145 
•1008 
■1008 
•1288 
•1701 
■4539 
■5087 
•1482 
•7411 
•7768 


Percent- 
age of 
triphenyl- 
methane. 

96  ^2 

90^3 

87  ^4 

82  •! 

81^9 

78-7 

74^8 

70^2 

58^7 

48^4 

43^6 

3M 

26  •© 


Molecular 
percent- 
age of   Saturation 

triphenyl-     turn- 
methane,  perature. 


89^9 
76-3 
70^5 
61  3 
60-8 
56^0 
50^6 
44-7 
32  9 
24-4 
21^1 
13-5 
10-8 


8/ 
79 
74 
67 
67 
62 
57 
57 
53 
47 
44 
33 
25 


Form 

of 

crystals. 

N 
N 

F 
N 
N 

]sr 

R 
R 
R 
R 
R 
R 
R 


Limit  of      Form 
meta-stable       of 
region,      crystals. 


53'1° 
49^4 
50^0 
51  ■O 
51  ^5 
51-6 
47^5 
40^7 

25^5 


52 
49 
49 
51 
51 
51 
47 
40 


N 
RN 
EN 
RN 

R 

R 

R 

R 

R 


N  denotes  monoclinic  needles  (CHPhg). 
R       „      rhombs  (CHPhg'CjH.S). 


The  curves  in  this  case  are  of  much  the  same  form  as  with  benzene, 
except  that  the  solubility  curve  for  the  pure  substance  cuts  the  curve 
for  the  compound  much  nearer  to  the  melting  point,  the  thiophen 
compound  thus  having  a  smaller  range  of  existence  than  that  with 
benzene.  The  range  of  the  "  metastable 
as  in  the  case  of  benzene  solutions. 


region 


is  almost  the  same 


The  Compound  of  Triphenylmethane  and  Thiophen. 

Liebermann's  analysis  showed  that  it  had  the  composition 

CHPhg-C^H^S ; 
in  crystalline  form,  it  is  exactly  analogous  to  the  benzene  compound, 
its  crystals  appearing  under  the  micro.^cope  of  exactly  the  same  form 
and  habit,  with  the  same  twin  law  and  similar  optical  properties,  so 
that  so  far  as  microscopic  evidence  is  of  value  they  seem  to  be 
isomorphous.  The  crystals  decomposed  too  rapidly  to  admit  of  gonio- 
metric  measurement.     The  formation  of  hexagonal-shaped  triplets  in 
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which  no  re-entrant  angles  ax'e  visible  shows  that,  as  is  the  ca.=e  with 
benzene,  the  angle  between  the  rhoniboliedral  edges  must  be  approxi- 
mately 60°,  and  the  rhombohedron  angle  109°28'. 


53 
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Fig 
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80 

70 
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10. — Solubility  and  supersolubility  curves  of  triphenylmethane  in  thiophen. 


/ 

/ 

/ 
/ 

9 

A 

* 

f 

i 

f 

0 
0 
4^ 

/ 

A 

0 

/ 

' 

t 
% 
t 

» 

/ 

f 

« 

• 

1                             ^ 

/ 

i 

9 

* 

■       1 
1       1 
1       1 
1       f 

0  6 

<            r 
#            / 

1  f 

-^ 

..'-°''' 

»                        A 

■y       if 

10^ 


20° 


30' 


40^ 


50' 


60" 


70'' 


80° 


90° 


100° 


Solubility  curve. 
Supersolubility  curve. 


+  Crystallised  in  needles,  CHPh3. 

O  „  rhombs,  CHPh3,C4H4S. 

©  ,,  needles  preceded  by  rhombs. 


Triphe7iylmethane  and  Pyrrole. 

The  results  of  the  solubility  and  supersolubility  determinations  are 
given  in  the  following  table  and  figure  : 
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Solubility  of  Trijyhenylviethane  in  Pyrrole. 


Molecular 

Percent- 

percent- 

Gram of 

Gram 

age  of 

age  of    Saturation 

Form 

Limit  of 

Form 

triplienyl- 

of 

triphenyl- 

triphenyl- 

tem- 

of 

metastable 

of 

inethaiie. 

P)'riole. 

metliane. 

niethane. 

perature. 

crystals. 

region,      crystals 

0-6765 

0-0166 

97-6 

91-8 

89-2° 

N 

69-7°,  66  2° 

N 

0-7583 

0-0337 

95-7 

86-1 

86-2 

N 

64-6,  64-1 

N 

0-75-28 

0-0698 

91-5 

74-8 

80-1 

N 

59-0,  56-9 

N 

0  •480-2 

0-0887 

84-4 

59-8 

71-1 

N 

51-2,  50-2 

N 

0-5041 

01116 

81-9 

55-6 

68-5 

N 

47-5  ,  42-5 

N 

0-7695 

0-2040 

79-0 

50-9 

65  6 

N 

41-5  ,  40  2 

N 

0-5570 

0-1696 

76-7 

47-4 

63-9 

N 

38-0  ,  36-5 

N 

0-6087 

0-2279 

72-8 

42-3 

60-8 

N 

35-6  ,  35-4 

N 

0-4158 

0-1592 

72-3 

41-8 

60-0 

N 

36-1  ,  35-4 

N 

0-6013 

0-3391 

63-9 

32-8 

53-2 

N 

35-3,  31-2 

RN 

0-4487 

0  •35-20 

56-0 

25-9 

46-9 

N 

34-4  ,  34-3 

RN 

0-3318 

0  3442 

49-1 

20-9 

42-7 

N 

29-8,  29-7 

RN 

0-3552 

0-5192 

40-6 

15-8 

36-8 

N 

— 

— 

0-2021 

0-4025 

33-4 

12-1 

31-5 

R 

— 

— 

0-2367 

0-5585 

29-8 

10-4 

29  0 

R 



_ 

0-2272 

0-7062 

24-3 

8-1 

24-6 

R 

— 

— 

N  denotes  monoclinic  needles  (CHPhj). 
R       „      rhombs  (CHPhs-CjH^lSrH). 


In  this  case  the  range  of  existence  of  the  compound  is  still  furthex^ 
restricted,  its  solubility  curve  being  cut  by  that  for  the  pure  substance 
at  about  33°.  The  break  in  the  curve  is  very  slight,  but  a  determina- 
tion at  31°  showed  that  rhombs  were  on  the  more  stable  form  at  that 
temperature,  since  needles  of  the  pure  substance  dissolved  while  the 
rhombs  grew,  whilst  at  36°  the  converse  took  place,  showing  that  the 
needle-shaped  crystals  of  the  pure  substance  were  the  more  stable  form. 

In  this  case,  the  different  extent  of  the  "  metastable  region  "  for 
the  two  kinds  of  crystals  is  very  well  marked,  for  so  soon  as  the  limit 
for  the  more  readily-formed  rhombohedra  is  reached  the  curve  falls 
almost  vertically  for  a  distance  corresponding  to  15°.  In  the  crystal- 
lisations along  this  part  of  the  curve,  rhombohedra  appear  first  in 
every  case,  and  these  serve  as  nuclei  for  the  regular  growth  of  crystals 
of  pure  triphenylmethane. 


The  Compound  of  Triphenylmethane  and  Pyrrole. 

This  substance  had  not  been  noticed  previously,  so  two  determina- 
tions of  its  composition  were  made  by  heating  a  known  weight  to 
100°,  with  the  following  results  : 

0-1861  gram  of  the  crystals  lost  0*0388  gram  on  heating,  corre- 
sponding to  20-86  per  cent,  pyrrole. 
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0'1762  gram  of  the  crystals  lost  0"0349  gram   on   heating,  corre- 
sponding to  19  per  cent,  pyrrole. 

CHPh3'C^H^NH  requires  a  loss  of  21-29  per  cent. 


Fig.  11. — Solubility  and  supcrsoluhility  curves  of  triphcnylmclhane  in  pyrrole. 


100° 


Solubility  curve. 
Supersolubility  curve. 


+  Crystallised  in  needles,  CHPhg. 

O  ,,  rhombs,  CHPh's.CjH^NH. 

®  ,,  needles  preceded  by  rhombs. 


Hence  the  composition  is  similar  to  that  of  the  benzene  and 
thiophen  compounds.  The  crystals  lose  pyrrole  rapidly  in  the  air,  so 
that  the  low  results  are  easily  understood.  The  crystals  show  all  the 
same  propeities  as  those  of  the  two  former  compounds,  and  seem  to 
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be  isomorphous  with  them.  The  tendency  towards  twinning  is  even 
greater  in  this  case,  and  twinned  crystals  usually  predominate  over 
the  simple  rhomb.  The  fact  that  the  rhombs  can  start  the  deposition 
of  orthorhouibic  needles  of  triphenylmethane  which  grow  on  them,  so 
that  the  vertical  axes  of  both  crystals  are  parallel,  was  first  noticed 
with  the  pyrrole  compound,  as  owing  to  the  small  region  of  stability 
of  the  rhombs  it  occurs  much  more  often  than  with  the  other  com- 
pounds. 

Trijyhenyhnethane  and  Aniline. 

Solubility  of  Triphenylmethane  in  Aniline. 


Percent- 


Molecular 
per^^ent- 


Gram  of 

Gram 

age  of 

1. 

age  of 

Saturation 

Form 

Limit  of 

Form 

tiiphenyl- 

of 

triphenyl- 

triphenyl 

-     tem- 

of 

metastable 

of 

methane. 

aniline. 

methane. 

methane. 

perature. 

crystals. 

region,      crystals 

05157 

0-0211 

96-1 

90-2 

87-3° 

N 

69-1°,  68-7° 

N 

0-5024 

0-0452 

91-7 

80-9 

82-1 

N 

65-6,  64-2 

N 

0-5285 

0-0942 

84-9 

68-2 

74-3 

N 

61-1  ,  59-3 

RN 

0-4S86 

0-1067 

82-1 

63-5 

71-6 

N 

60-7  ,  60-4 

RN 

0-4869 

0-1348 

78-3 

57-9 

70-6 

R 

62-4  ,  62-2 

R 

0-3750 

0-1166 

76-3 

55-1 

71-2 

R 

62-6  ,  62-4 

R 

0-3664 

0-1446 

71-7 

49-1 

71-6 

R 

62-4  ,  62-2 

R 

0-3327 

0-1572 

67-9 

44-6 

71-3 

R 

63-6  ,  63-1 

R 

0-2473 

0-1358 

64-6 

40-9 

70-1 

R 

62-4  ,  61-2 

R 

0-6066 

0-5011 

54-8 

31-6 

68-7 

R 

614  ,  61-1 

R 

0-2020 

0-2258 

47-2 

25-4 

66-0 

R 

59-8  ,  59-0 

R 

0-2100 

0-3651 

36-5 

17-8 

61-4 

R 

55-2  ,  53-7 

R 

0-1590 

0-5665 

21-9 

9-7 

52-1 

R 

45-2,  44-9 

R 

0-1465 

0-9404 

13-5 

5-6 

43-0 

R 

35-5  ,  35  0 

R 

00451 

0-4312 

9-5 

3-8 

35-3 

R 

— 

— 

00163 

0-8061 

5-4 

1-85 

23-0 

R 

— 

— 

N  denotes  monoclinic  needles  (CHPha). 
R        ,,       rhombs  (CHPh3-CeH5NH.2). 

The  solubility  and  super.solubility  curves  are  very  similar  to  those 
for  benzene ;  the  .'^hape  of  the  former  curve  indicates  that  the  crystal- 
line compound  with  the  solvent,  as  in  the  case  of  benzene,  is  almost 
entirely  dissociated  in  the  solution. 


The  Compound  of  Triphenylmethane  and  Aniline. 

The  composition  of  this  body  was  determined  by  weighing  out  a 
small  quantity  into  a  small  flask  with  a  rubber  cork,  through  which 
passed  a  small  tap  funnel,  a  tube  from  a  carbon  dioxide  apparatus, 
and  another  tube  leading  to  a  nilrometer  filled  with  strong  potash. 
Some  dilute  sulphuric  acid  was  placed  in  the  flask,  and  then  all  the 
air  was  driven  out  by  a  current  of  carbon  dioxide ;  a  small  excess  of 
potassium  nitrite  solution  was  then  added  through  the  tap  funnel  and 
the  temperature  of  the  flask  raised  slowly  to  100°,  when  the  liquid  in 
it  was  boiled  for  ten  minutes.     All  the  evolved  gases  were  then  driven 
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Into  the  nitrometer  by  means  of  a  current  of  carbon  dioxide.  Any 
traces  of  nitric  oxide  were  oxidised  by  adding  a  little  oxygen,  the 
excess  being  absorbed  with  pyrogallate. 

0-5856  gave  43-6  c.c.  nitrogen  at  19°  and  759-3  mm.     N  =  4-38. 
0-6926     „     47-7  c.c.  „  20°  and  756  mm.        N  =  4-06. 

CHPhg-CgHjNHg  requires  N  =  4-19  per  cent. 


Fig.  12. — Soluhility'and  snpcrsoluhility  curves  of  triphcnylmcthane  in  anilinr. 
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+  Crystallised  in  needles,  CHPhj. 

O  ,,  rhombs,  CHPhj.CgHsNHj. 

®  ,,  needles  preceded  by  rhombs. 


The  substance  is  thus  composed  of  molecular  proportions  of  the  two 
constituents  as  in  the  three  previous  cases ;  in  crystalline  form  and 
habit,  in  twin  formation,  the  property  of  causing  the  regular  growth 
of  orthorhombic  crystals  of  triphenylmethane,  and  in  optical  properties, 
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it  is  practically  ideotical  with  them.  No  evidence  was  found  for  the 
existence  of  the  two  modifications  described  by  Lehmann,  and  it  is 
quite  clear  from  Lehmann's  drawings  that  these  two  supposed  forms 
are,  as  Hintze  suggested,  different  habits  of  the  same  crystals. 

IWiplienylmeihane  and  Pijridine. 
Soluhility  of  Triplienylmethane  in  Pyridine. 


Jlolecular 

Percent- 

percent- 

Gram of 

Gram 

age  of 

age  of    ! 

Saturation 

Form 

Limit  of 

Form 

triphenyl- 

of 

triplienyl- 

triplienyl- 

tem- 

of 

metastable 

of 

methane. 

pyridine. 

methane. 

methane. 

perature. 

crystals. 

region. 

crystals 

0-6799 

0-0300 

95-8 

88-1 

86-8" 

X 

— 

— 

0-5907 

0-0550 

91-5 

77-2 

80-6 

N 

— 

— 

0-.')480 

0-0915 

85-7 

66-4 

72-8 

N 

— 

— 

0-4610 

0-1017 

81-9 

59-7 

67-8 

N 

46-5=,  44-7° 

X 

0-5132 

0-1656 

75-6 

50-3 

59-3 

N 

381  ,  37-7 

N 

0-5014 

0-2138 

70-1 

43-5 

53-1 

N 

28-9,  28-9 

X 

0-4457 

0-2237 

66-6 

39-5 

48-7 

X 

24-1  ,  24-0 

N 

0-3800 

0-2800 

57-6 

30-7 

37-9 

X 





0-3332 

0-2918 

53-3 

27-2 

31-7 

N 





0-2139 

0-2486 

46-2 

22-0 

22-8 

N 

— 



In  this  case  no  compound  is  formed,  and  the  solubility  curve  shows 
no  break.  Only  a  few  determinations  of  the  limit  of  the  "  metastable 
region  "  could  be  made,  as  at  temperatures  above  70°  the  contents  of 
the  tubes  became  yellow  owing  to  the  presence  of  some  decomposition 
product  which  seemed  to  disturb  the  normal  course  of  crystallisation, 
for  on  cooling  ci-ystals  did  not,  as  in  the  other  tubes,  appear  in  the 
body  of  the  liquid,  but  at  some  point  on  the  glass. 

The  Spontaneous  Crystallisation  of  Svpersaturated  Solutions. 

Ostwald's  classification  of  supersaturated  solutions  as  "  metastable  " 
and  "  labile,"  according  as  they  have  or  have  not  the  property  of 
spontaneous  crystallisation,  has  been  criticised  by  de  Coppet  {Bull. 
Soc.  chira.,  1901,  25,  388),  who  contends  that  there  is  no  real  distinc- 
tion between  the  two  classes.  Arguing  from  a  molecular  theory 
of  solution,  de  Coppet  points  out  that  crystallisation  is  produced 
by  some  particular  concurrence  of  the  solute  molecules,  which  must 
happen  sooner  or  later  in  any  supersaturated  solution,  however  small  may 
be  the  degree  of  super.saturation.  The  probability  that  crystallisation 
will  take  place  within  a  given  time  is  obviously  greater  in  a  more 
concentrated  solution,  and  de  Coppet  attributes  the  apparent  difference 
between  metastable  and  labile  solutions  to  the  different  time  required 
for  crystallisation  in  the  two  cases.  He  has  studied  {Bull.  Soc.  chim., 
1872,  17,  146,  and  loc.  cit.)  the  crystallisation  of  sodium  sulphate  by 
allowing  sealed  tubes  containing  a  solution    to   cool   until  they  were 
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supersaturated  ami  tleposited  cry.-tals,  but  his  experiments  were  not 
made  over  a  sufficient  lange  of  concentration  or  under  sufficiently 
definite  conditions  to  give  him  a  decisive  result.  They  distinctly 
indicate,  however,  the  existence  of  a  "  metastable  limit,"  as  crystals  of 
NajSO^jTHgC)  never  appeared  in  the  solution  until  12"  below  the 
saturation  temperature.  De  Coppet  does  not  admit  that  his  results 
bear  this  interpretation,  as  in   many   instances  tubes  with   the   same 


Fig.  IZ.—  Solubility  and  super  solubility  curves  of  triphcnylmethane  in  pyridine, 
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concentration  crystallised  at  different  temperatures,  and  the  same 
tube  in  successive  experiments  gave  very  different  results.  This  is 
not  surprising,  since  de  Ccppet  allowed  his  tubes  to  cool  without 
shaking,  and  in  a  solution  that  is  left  undisturbed  crystallisation  may 
be  deferred  to  an  irregular,  and  at  present  unexplained,  extent; 
vigoi'ous  shaking  seems  to  be  the  surest  way  to  make  a  solution 
crystallise  as  soon  as  it  is  capable  of  doing  so. 

3  Y  2 
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The  experiments  of  Miers  and  Miss  Isaacs  (Trans.,  1906,  89,  413) 
and  those  described  in  the  present  paper  definitely  prove  the  existence 
of  a  "  metastable  limit  "  in  the  case  of  solutions  both  in  water  and 
organic  liquids.  It  is  repi^esented  by  the  supersolubility  curve,  which 
gives  the  temperature  at  which  solutions  of  different  concentration 
crystallise  spontaneously  when  cooled  with  constant  shaking,  that  is, 
the  temperature  at  which  they  pass  from  the  metastable  to  the  labile 
condition.  This  curve  is  always  found  to  run  approximately  parallel 
to  the  solubility  curve,  at  a  distance  from  it  depending  on  the  re- 
spective solute  and  solvent.  No  instance  was  found  in  the  large 
number  of  experiments  made  to  determine  these  curves  in  which 
a  solution  freed  from  crystalline  nuclei  by  previous  heating  crystal- 
lised when  in  the  metastable  region  :  so  that  it  would  seem  that  the 
difference  between  the  two  kinds  of  solutions  is  something  more  than 
one  of  degree. 

Ostwald  is  inclined  to  be  sceptical  of  kinetic  theories  of  solution 
and  crystallisation,  and  looks  to  the  phenomena  of  surface  energy  for 
an  explanation  of  these  questions.  The  kinetic  theory  of  crystallisa- 
tion has,  however,  so  many  advantages  as  a  guide  in  experimental 
work  that  it  is  as  well  to  see  if  it  cannot  throw  some  light  on  the 
facts  observed.  Ostwald's  criticism  of  it  is  based  mainly  on  some 
observations  of  de  Boisbaudran  and  of  Gernez  on  the  "  inertia "  of 
crystal  faces  towards  small  changes  of  concentration,  and  on  some 
observations  respecting  the  effect  of  crystals  on  supersaturated 
solutions  of  salts  isomorphous  with  them.  It  must  be  noticed  that  all 
these  were  merely  qualitative  observations  which  have  not  received 
quantitative  proof.  In  the  solubility  method  used  by  the  authors  in 
the  present  paper,  no  trace  of  this  inertia  was  perceptible  ;  on  the 
other  hand,  very  small  changes  of  temperature  produced  immediate 
effects  on  the  appearance  of  the  faces  of  the  crystal  when  the  solutions 
were  well  stirred,  a  condition  which  is  not  mentioned  by  either  of  the 
above  authors. 

If  we  consider  crystallisation  and  solution  from  the  kinetic  stand- 
point, we  must  suppose  that  a  solvent  has  the  power  to  carry  off 
molecules  from  the  surface  of  a  crystal  by  some  chemico-physical 
action,  the  exact  nature  of  which  is  not  yet  known.  This  action  is 
opposed  by  the  attractive  force  exerted  by  the  molecules  in  the 
crystal  on  one  another,  and  on  any  solute  molecules  which  approach  the 
cry.stal  from  the  solution  :  so  that  it  is  the  combined  effect  of  these 
two  forces  producing  erosion  and  accretion  which  conditions  crystal- 
line growth.  The  attractive  force  acting  on  a  particular  molecule 
must  be  due  to  a  limited  number  of  molecules  in  its  immediate 
neighbourhood.  When  crystals  are  large  compared  with  molecular 
distances,    this    force  will  assume   its   maximum   value   at   all   points 
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on  a  crystal  face  except  near  the  edges,  where,  as  Willard  Gibbs  has 
pointed  out,  the  force  protecting  the  molecules  of  the  crystal  from 
erosion  will  be  smaller  than  at  the  centre.  As  the  size  of  a  crystal  is 
diminished,  the  variation  of  this  molecular  force  will  gradually 
become  more  perceptible,  as  every  point  on  •  a  crystal  face  comes 
nearer  and  nearer  to  an  edge.  Decrease  in  size  will  therefore  be 
accompanied  by  an  increase  in  solubility.  This  question  has  been 
studied  by  J.  J.  Thomson  and  others  from  a  consideration  of  the 
surface  energy  of  a  crystal ;  their  conclusions  as  to  the  relation  of 
solubility  to  size  have  been  verified  by  Ostwald  (Zeit.  pht/sikal.  Chem., 
1900,  34,  495)  and  by  Hulett  {Zeit.  'pkysikal.  Chem.,  1901,  37, 
385). 

Why  then  should  a  supersaturated  solution  exist  without  crystal- 
lising?    On   the   kinetic  theory  of   solution,  molecules  of  the  solute 
must   constantly   collide    with   and    exert    attractive   forces   on   one 
another,  so  that  there  seems  to  be  no  i-eason  why  some  small  number 
of  molecules  should  not  meet  and  form  a  nucleus  for  crystallisation 
by  the  gradual  accretion  of  other  molecules.     The  explanation  why 
this  does  not  lead  to  crystallisation  in  the  metastable  region  probably 
lies  in  the  vai-iation  of  molecular  forces  in   the  early  stages  through 
which  a  crystal  formed  "in  this  way  has  to  pass.     A  solution  which  is 
but   slightly   supersaturated   for   microscopic    crystals  would    be   un- 
saturated for  the  very  small  crystal  individuals  which  must  be  the  first 
products  in  a  spontaneous  crystallisation.     It   is  therefore  pi-obable 
that  these  would  be  dispersed  before  they  could  pass  through  the 
critical  stages  of  their  early  growth ;  for  it  must  be  remembered  that 
in  these  stages  not  only  is   the  erosive   action  of   the  solvent  more 
powerful,  but  also  the  attractive  force  of  the  crystals  on  solute  mole- 
cules is  relatively  smaller ;  thus  the  time  necessary  for  growth  and  the 
probability  that  the  crystal  will  be  dispersed  are  both  increased.     Up 
to  a  certain  limit  of  supersaturation  it  would  not  be  surprising  if  it 
were  impossible  for  a  crystal  to  persist  through  these  initial  stages, 
but  when  the  supersaturation  became  large  enough  to  counteract  the 
increased  solubility  of  the  incipient  crystal,  spontaneous  crystallisation 
would   take  place   within  a   longer  or   shorter   period,  depending  on 
certain    physical    conditions.     Supposing    these   to   be  favourable,   as 
seems  to  be  the  case  when  the  solution  is  vigorously  shaken  or  stirred, 
we  might  expect  crystallisation  to  start  at  a  number  of  different  points 
in  the  liquid  and  to  proceed  rapidly,  exactly  as  was  observed  in  the 
experiments  previously  described.    During  the  initial  stages  of  growth, 
the  solution,  although  it  is  giving  up  dissolved  matter  to  the  crystals, 
is  also  quickly  becoming  more  supersaturated  with  respect  to  them, 
hence,  at  the  start,  the  rate  of   growth   should  be  very  rapid ;  this 
agrees  with  the  observations  of  Richards  and  Archibald  [Proc.  Avier, 
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Acad.,  1901,  36,  341),  who  photographed  the  various  stages  of  develop- 
ment of  a  crystal. 

It  is  thus  possible  to  explain  from  a  kinetic  standpoint  why  super- 
saturation  is  so  general  a  phenomenon  and  why  there  should  be  a 
metastable  limit  dividing  solutions  which  will  crystallise  spontaneously 
from  those  which  will  not. 

The  production  of  crystals  in  a  metastable  solution  differs  from  the 
formation  of  liquid  drops  in  a  metastable  supersaturated  vapour,  as  in 
the  latter  case  any  foreign  body,  for  example,  a  dust  particle,  or  the 
walls  of  the  containing  vessel,  is  able  to  produce  condensation,  while 
in  the  former  only  a  body  with  an  identical  or  closely  i-elated  crystal 
structure  can  start  crystallisation.  In  some  of  the  experiments  made 
to  determine  the  supersolubility  described  in  the  present  piper, 
particles  of  foreign  matter  were  visible  in  the  tubes,  but  these  did  not 
bring  about  crystallisation,  which  occurred  regularly  throughout  the 
liquid  and  did  not  start  from  the  solid  impurities  present. 

Thus,  in  a  metastable  solution,  the  presence  of  a  surface  exerting 
definitely  orientated  molecular  forces  is  necessary  to  give  rise  to  a 
definite  crystal  structure. 

Since  writing  the  above,  the  authors  have  found  that  a  somewhat 
similar  explanation  of  the  nature  of  metastable  and  labile  solutions 
has  already  been  given  by  Kiister  [Zeit.  anorg.  Chem.,  1903,  33, 
363). 

Summary. 

(1)  Kuriloff's  method  for  determining  solubilities  has  been  slightly 
modified,  and  has  been  found  very  useful  when  only  small  quantities  of 
substance  are  available  and  the  solvent  is  volatile.  It  also  admits 
very  easily  of  the  determination  of  the  limit  of  the  "  metastable 
region  "  of  a  solution,  that  is,  the  temperature  at  which  crystals  are 
spontaneously  produced  without  the  addition  of  crystalline  nuclei. 

(2)  The  solubility  of  tripbenylmefchane  in  benzene,  thiophen, 
pji-role,  aniline,  and  pyridine  has  been  determined  ;  the  results  for 
benzene  atiree  with  those  of  Kuriloff. 

(3)  Triphenylmethane  crystallises  in  certain  circumstances  from 
solutions  in  benzene,  thiophen,  pyrrole,  and  aniline  with  one  molecule 
of  the  solvent  combined  in  a  manner  similar  to  that  of  "  water  of 
crystallisation." 

(4)  Microscopic  examination  of  the  four  compounds  has  shown  that 
they  have  almost  identical  crystalline  forms  with  the  same  habit, 
twin  law,  and  optical  properties,  so  that  they  probably  form  an 
isomorphous  series. 

(5)  Khombohedral  crystals  of  each  of  these  compounds  have  the 
property  of  causing  the  growth  of  orthorhombic  crystals  of  triphenyl- 
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methane  when  placed  in  solutions  which  are  metastable  as  regards  the 
latter  body.  This  is  additional  evidence  in  favour  of  their  iso- 
morphism. 

(6)  The  "  supersolubility  curve,"  that  is,  the  limit  of  the  "  metastable 
region,"  has  been  determined  in  each  case.  For  all  five  solvents  the 
curve  runs  approximately  parallel  to  the  solubility  curve,  being  about 
20°  distant  from  it  for  the  crystallisation  of  pure  triphenyl methane, 
and  about  7°  distant  for  the  crystallisation  of  the  compounds  con- 
taining a  molecule  of  solvent. 

The  authors  wish  to  express  their  indebtedness  to  Mr.  B.  M.  Jones, 
late  Scholar  of  Balliol  College,  for  his  valuable  assistance  in  a  number 
of  the  determinations,  and  to  Mr.  D.  H.  Nagel,  Trinity  College, 
Oxford,  for  the  interest  he  has  taken  in  the  progress  of  their  work. 

Balliol  and  Trinity  College  Laboratory, 
Oxford. 


CVI. — Studies    of    Dynamic     Isomerism.      Part     IV. 
Stereoisomei  ic  Hcdogen  Derivatives  of  Cami^hor. 

By  Thomas  Martin  Lowry. 

It  has  been  shown  (Lowry,  Trans.,  1898,73,  569)  that  on  brominating 
a-chlorocamphor  and  on  chlorinating  a-bromocamphor  mixtures  are 
formed  of  the  isomorphous  stereoisomerides  represented  by  the  formula 

^s-'^u'^  I  '  ^^^    isomerism  depending  on  the  asymmetry  of  the 

CL) 

a-carbon  atom.     Similar   isomerides  are  also  obtained  by  the  action  of 

halogens  on  nitrocamphor  (Trans.,  1898,  73,  986 — 991),  but  as  these 

are  not  isomorphous,  it  is  possible  by  repeated  crystallisation  to  isolate 

each  compound  in  a  pure  state. 

Whilst  the  a-derivatives  thus  appear  invariably  to  yield  a  mixture  of 

isomerides  (compare  Forster,  Trans.,   1902,  81,  160),  it  is  possible  to 

obtain  fromctmphor   itself   an  almost  theoretical  amount  of  a  single 

bromo-derivative,  the  well-known  a-bromocamphor.     Even  in  this  case, 

however,   it  has  long  been  supposed   that  two  isomerides  are  formed 

initially,  one  of  which  undergoes  isomeric  change  during  the  subsequent 

pui-ification.     Thus,  Marsh,   in  1891   (Trans.,  59,  968),  was   able   to 

separate  from  the  initial  product  a  fraction  which  differed  widely  from 

a-bromocamphor,  its   optical  rotatory  power  being  [ajo    +29*4^  only, 

whilst  that  of  the  ordinary  bromocamphor  is  [a]o  -I-  135°.    Marsh  found 
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that  by  distilling  under  atmospheric  pressure  the  low-rotatory  com- 
pound was  largely  converted  into  ordinai-y  bromocamphor,  and  proposed 
to  use  this  method  in  order  to  purify  the  crude  product. 

A  far  more  effective  method  of  purification  had,  however,  been  intro- 
duced by  Armstrong  in  1878  {Chem.  News,  37,  4).  This  consisted  in 
the  use  of  alcoholic  potash,  and  there  could  be  no  doubt  that  this  agent 
served  not  only  to  remove  hydrogen  bromide  and  to  reduce  any  di- 
bromocaraphor  that  might  be  present,  but  also  to  convert  into  the 
stable  a-compound  any  isomeric  bromocamphor  which  might  be  formed 
by  the  action  of  the  halogen. 

On  account  of  the  large  proportion  of  a-bromocamphor  obtained  by 
Armsti'ong's  method,  it  has  been  generally  supposed  that  the  conversion 
of  the  labile  into  the  stable  isomeride  was  complete  and  non-reversible. 
Kipping  has,  however,  recently  shown  {Proc,  1905,21, 125)  that  there 
is  in  the  alcoholic  solution  a  marked  reversal  of  the  isomeric  change. 
By  working  alternately  in  alkaline  and  in  acid  solution  he  was  able  to 
prepare  from  pure  a-bromocamphor  a  product  of  low  rotatory  power, 
very  similar  to  that  described  by  Marsh.  When  alkali  was  added  to  a 
concentrated  alcoholic  solution  of  this  substance,  crystals  of  a-bromo- 
camphor separated  ;  in  less  concentrated  solutions,  the  product  remained 
dissolved  and  was  found  to  have  the  same  rotatory  power,  [a]u  -f  122°, 
as  that  prepared  directly  by  the  action  of  alkali  on  a-bromocamphor. 

The  principle  of  the  method  by  which  solubility  measurements  may 
be  applied  to  determine  the  equilibrium  between  dynamic  isomerides 
has  been  described  in  two  previous  papers  (Trans.,  1904,  85,  1541, 
1551).  In  the  case  of  the  stereoisomeric  bromocamphors,  the  applica- 
tion of  the  method  is  rendered  exceptionally  easy  by  the  fact  that 
isomeric  change  takes  place  only  in  presence  of  added  alkali,  and  is 
therefore  completely  under  control.  The  difficulty  previously  en- 
countered in  determining  the  initial  solubility  of  the  unchanged 
material  is  therefore  absent,  and  after  adding  the  alkali  the  final 
equilibrium  is  very  quickly  attained.  The  facility  of  the  method 
proved  to  be  such  that  the  observations  were  extended,  not  only  to 
chlorocamphor  (the  isomeric  change  of  which  had  already  been  noted 
by  Kipping),  but  also  to  several  of  the  dihalogen  derivatives  of  camphor  ; 
the  further  application  of  the  method  to  the  sulphonic  derivatives  of 
camphor  is  described  in  a  subsequent  paper. 

It  should  be  noted  that  whilst  it  is  possible  to  determine  by  means 
of  solubility  measurements  the  approximate  proportions  in  which  the 
isomerides  are  in  equilibrium  in  solution,  and  to  estimate  roughly  the 
rotatory  power  of  the  a' -compounds,  physical  methods  of  this  kind 
can  form  no  adequate  substitute  for  the  actual  separation  of  these 
substances  which  has  been  undertaken  by  Kipping.  The  chief  advan- 
tage of  the  physical  methods  is  that  they  enable  a  rapid  survey  to  be 
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made  of  the  behaviour  of  a  range  of  compounds  far  exceeding  the 
number  which  could  well  be  submitted  to  the  tedious  process  of 
fractionation. 

1.  The  substances  investigated  were  : 

a-  and  /S-bromocamphor  and  a-chlorocamphor. 

a/3-  and  aTr-dibromocamphor. 

a(3-  and  aTT-chlorobromocamphor. 
aa'-Dibromocamphor  could  not  be  used,  as  its  alcoholic  solutions  soon 
decomposed,  becoming  yellow  on  exposure  to  the  air.      Measurements 
were  made,  however,  of  a  trisubstituted  compound,  a  Traa'-chlorobromo- 

nitrocamphor,     CsHjqC1<  i^       -,  obtained  by  the  action  of  nitric 

acid  on  crude  Tra-chlorobromocamphor.  The  solvent  used  in  the 
majority  of  cases  was  absolute  alcohol  of  99'5  per  cent,  concentration, 
but  observations  were  also  made  of  the  solubility  of  a-bromocamphor 
and  a-chlorocamphor  in  ethyl  alcohol  of  lower  concentration  and  in 
commercial  methyl  alcohol.  The  alkali  was  made  by  dissolving  sodium 
in  the  alcohol,  and  was  added  in  such  proportions  as  to  give  solutions 
of  approximately  known  strength,  usually  iV/100,  iV/500,  or  iV/'lOOO. 

2.  The  saturated  solutions  were  prepared  by  stirring  the  solid  with 
the  solvent  in  a  large  test-tube  supported  in  a  water-bath.  The  bath 
was  stirred  mechanically  and  was  kept  at  a  constant  temperature  by 
means  of  an  automatic  gas-regulator.  The  majority  of  the  measure- 
ments were  made  within  one-  or  two-hundredths  of  20°  as  determined 
by  a  thermometer  graduated  to  0-01°,  which  had  recently  been 
standardised  at  the  Reichsanstalt.*  As  no  isomeric  change  took  place 
until  alkali  was  added,  it  was  not  necessary  to  secure  saturation  rapidly. 
The  solid  was  therefore  added  in  coarse  crystals  and,  after  stirring 
during  one  or  two  hours,  was  allowed  to  settle.  Samples  of  the 
saturated  solution  were  then  withdrawn  by  means  of  a  warm  pipette 
and  could  be  used  immediately  ;  as  filtration  was  unnecessary,  the  chief 
risk  of  change  in  concentration  taking  place  was  thus  avoided. 

3.  The  solubilities  were  determined  by  evaporating  weighed  quanti- 
ties of  the  saturated  solutions  in  weighins:  bottles.  In  the  case  of  the 
monohalogen  compounds,  considerable  care  was  needed  to  avoid  loss  by 
sublimation  ;  the  solutions  were  gently  heated  on  the  top  of  an  air-oven 
and  the  te  perature  Avas  adjusted,  so  that  from  twelve  to  thirty-six 
hours  were  required  for  the  evaporation  of  10  c.c.  of  the  alcoholic  solu- 
tion. In  the  case  of  the  dihalogen  compounds,  no  such  trouble  was 
experienced,  but  some  of  the  sulphonic  compounds  referred  to  in  the 

*  By  using  one  of  the  spiral  regulators  recently  described  (Trans.,  1905,  87, 
1030),  the  temperature  of  one  of  the  baths  was  maintained  without  readjustment 
between  20-00^  and  20-02°  whenever  the  bath  was  in  use  throughout  the  six  months 
from  September,  1905,  to  March,  1906. 
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following  paper  formed  compact  crystals,  and  it  was  necessary  to  heat 
these  more  strongly  in  order  to  expel  the  last  traces  of  the  solvent. 

4.  The  densities  were  determined  by  means  of  a  special  form  of 
gi-aduated  pipette  (Fig.  1),  the  ordinary  Meyerhoffer-Saunders  pipette 
not  btr-ing  suited  to  the  conditions  of  experiment.  The  pipette  was 
heated  to  20°  in  the  thermostat  and  quickly  lowered  into  the  tube 
containing  the  saturated  solution.  The  solution  was  drawn  up  into  the 
narrow  graduated  stem,  the  tap  closed,  and  the  position  of  the  meniscus 
noted.  The  capillary  point  was  then  wiped  and  covered  with  a  glass 
cap  to  prevent  evaporation  during  the  weighing.  The  earlier  experi- 
ments were  made  with  a  pipette  of  42  c.c.  capacity,  provided  with  a 
thermometer  :  this  had  been  designed  and  calibrated  by  Mr.  W.  R. 
Bousfield,  to   whom  I  am  indebted  for  the   loan  of    the  instrument. 


Graduated  pipette  for  determining  the  density  of  saturated  solutions. 

Fig.  L 


Duplicate  determinations  (compare  /3-bromocamphor)  usually  differed  by 
ouly  a  few  units  in  the  fourth  place  of  decimals  ;  the  densities  shown  in 
brackets  were  not  measured,  but  were  calculated  with  sufficient  exact- 
ness by  assuming  that  each  1  per  cent,  of  solute  increased  the  density 
of  the  alcohol  by  0  004.  The  experiments  described  in  the  subsequent 
paper  were  made  with  pipettes  of  the  pattern  figured  and  had  capacities 
of  10  and  20  c.c.  only. 

5.  The  rotatory  powers  of  the  solutions  were  determined  by 
means  of  a  polarimeter  graduated  to  read  to  0-001°  by  means  of 
a  vernier.  This  instrument,  which  was  made  to  the  design  of 
the  late  Mr.  J.  W.  Rodger,  is  provided  with  exceptionally  large 
optical  parts,  the  triple  field  being  divided  liorizontally.  For  the 
loan  of  this  I  am  indebted  to  the  Board  of  Education,  and  desire  to 
express  my  indebtedness  to  Prof.  Tilden,  through  whom  permission 
was  obtained  to  use  the  instrument.  The  polariser  and  analyser  are 
mounted  on  separate  bases,  an  important  point  when  jacketed  tubes 
are  used,  and  are  supported  on  a  teak  base  provided  with  Y-grooves. 
The  temperature  of  the  2-dcm.  tubes  is  maintained  at  20°  by 
enclosing  them  in  a  hollow  copper  jacket  through  which  water  is  circu- 
lated from  a  large  thermostat.  The  circulation  is  maintained  by  an 
eccentric  pump  driven  by  an  electromotor,  the  sppcd  of  which  can  be 
vaiied  by  lamp  resi.st;inces. 
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The  table  shows  the  numerical  values  obtained.  It  will  l)e  noticed 
that  in  the  case  of  all  compounds  containing  the  group  -CHBr'CO-  or 
-CHCl'CO-  the  addition  of  a  mere  trace  of  alkali  is  followed  by  a 
marked  increase  in  the  density  and  concentration  of  the  saturated  solu- 
tions, the  ratio  of  the  initial  to  the  final  solubility  remaining  almost 
constant  at  0*88  to  0"90  throughout  the  series.  No  change  of  solubility 

occurred  in  the   case  of    )8  bromocamphor,    CsHj3Br<^i  ^,  in  which 

both  a-positions  are  occupied  by  hydrogen,  nor  in  the   case  of  -rraa- 

CBr-NO. 

chlorobromonitrocamphor,  CgHj3Cl<^  I  ^,    in    which  both  these 

hydrogen  atoms  have  been  displaced.     It  is  thus  evident  that,  although 

isomeric  change  probably  takes   place  through  an  intermediate  enolic 

form, 

C^H  (^g     -,  Q/Bra' 

T  \u.. ^      n  XT      ^r,  — ^     ^  „     /  7^1 


CsH. .<  I  ^Br«5.-t  [c,H,.<n   ; 


— >    r  TT  /   I      H 


the  increase  of  solubility  must  be  attributed  mainly  to  the  interchange 
of  the  radicles  occupying  the  a  and  a  positions.  The  case  is  somewhat 
analogous  to  that  of  glucose,  mannose,  and  fructose  stvidied  by  Lobry  de 
Bruyn  {Eec.  trav.  chim.,  1895,  14,  201)  ;  in  each  case  the  isomerides 
have  a  common  enolic  form,  but  the  proportion  of  this  in  the  neutral 
solutions  is  so  small  that  no  isomeric  change  takes  place  until  alkali  is 
added. 

Proportions  in  which  the  Isomerides  are  in  Equilibrium  in  Solution. — 
In  order  to  deduce  from  the  solubility  measurements  the  proportions 
of  the  isomerides  in  the  alkaline  solutions,  it  was  necessary  to  ascertain 
whether  the  a'-form  would  be  likely  to  influence  the  solubility  of 
the  a-isomeride.  Direct  experiments  were  not  practicable,  but  the 
following  observations  were  made  to  test  this  point. 

1.  The  solubility  of  a/3-dibromocamphor  was  determined  (a)  in 
alcohol,  (6)  in  alcohol  containing  0*50  gram  of  aTr-dibromocamphor 
per  100  grams  of  alcohol.  The  total  amount  of  solid  per  100  grams 
of  alcohol  in  the  two  saturated  solutions  was  found  to  be : 

(a)  3-24  3-27  Mean,  3-26  per  cent. 

\h)  3-76  3-75  3-76  Mean,  3-76       „ 


Difference 050  per  cent. 

The  solubility  of  a/3-dibromocamphor  is  thus  not  affected  by  the 
addition  of  0"5  per  cent,  of  the  a7r-isomeride,  and  it  is  probable  that 
the  presence  of  0'4  per  cent,  of  the  a'/S-isomeride  would  have  equally 
little  effect.     In  the  case  of  the  sparingly  soluble  dihalogen  compounds 
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the  solubility  measurements  can  therefore  be  directly  applied  to  deter- 
mine the  proportions  of  tho  isomerides  in  the  solutions.  These  are 
practically  uniform  throughout  the  series,  the  amount  of  the  a-forni 
being  89  per  cent,  of  the  total  matter  in  solution,  and  the  ratio 
a  :  a'  =  8  :  1  approximately. 

2.  The  solubility  of  a-bromocamphor  was  determined  (a)  in  alcohol, 
(b)  in  alcohol  in  which  2  per  cent,  of  the  y8-isomeride  had  been  dis- 
solved. The  total  amounts  of  dissolved  solid  per  100  grams  of  alcohol 
were  found  to  be  : 

(a)  21-18  21-09  21-15  Mean,  21-14  per  cent. 

(6)  24-21  24-19  24-25  Mean,  24-22       „ 


Ratio  =  0-873.     Difference  =  3-08  per  cent. 

The  densities  at  2074°  were  0-8536  and  0-8616  and  the  volume  con- 
centrations 1489  and  16-78  grams  per  100  c.c. ;  ratio,  0-888.  The 
actual  proportion  of  the  a-compound  in  the  artificial  mixture,  0"917, 
is  higher  than  either  of  the  above  ratios,  the  solubility  being  increased 
by  the  presence  of  the  isomeride.  In  the  case  of  the  mixture  formed 
by  the  action  of  alkali  on  a-bromocamphor  the  percentage  by  weight 
increases  in  the  ratio  0-88  :  1,  the  percentage  by  volume  in  the  ratio 
0-90  : 1  ;  the  proportion  of  the  a-compound  is  thei-efore  probably  0'93, 
and  the  ratio  a  :  a'  =  1 3  :  1  approximately. 

No  direct  measurements  were  made  with  reference  to  the  influence 
of  an  isomeride  on  the  solubility  of  a-chlorocamphor,  but  the  solubility- 
ratios,  0-87  by  weight  and  0-89  by  volume,  probably  correspond  to 
about  91  per  cent,  of  the  a-compound  in  the  solution. 

Whilst  these  values  are  probably  correct  within  1 — 2  per  cent.,  the 
high  solubility  of  a-bromocamphor  and  a-chloroeamphor  places  them 
beyond  the  limits  within  which  it  was  originally  proposed  to  apply 
the  solubility  method  to  determine  the  proportions  of  dynamic 
isomerides  in  solution. 

Botatory  Power  of  the  Isomerides. — On  referring  to  the  table,  it  will 
be  seen  that  the  increased  concentration  which  follows  the  addition  of 
alkali  is  usually  accompanied  by  an  increase  in  the  rotatory  power, 
qd,  of  the  saturated  solution.  In  the  case  of  a/8-dibromocamphor  and 
a/?-chlorobromocamphor,  the  rotatory  power  decreases  and  the  products 
of  change  are  evidently  lajvorotatory.  In  other  cases  the  products, 
although  dextrorotatory,  must  as  a  rule  be  less  active  than  the  original 
material,  since  the  specific  rotatory  power,  [aj^,  of  the  a  :;i!:  a'  mixture 
is  less  than  that  of  the  a-compound.  Exceptions  are  found  in  the  case 
of  ttTT-dibromocamphor  and  a7r-chlorobromocamphor,  which  show  a  slight 
increase  of  specific  rotatory  power  on  the  addition  of  alkali. 

These  exceptions  afford  an  illustration  of  the  fallacy  underlying  the 
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"  Principle  of  Optical  Superposition,"  to  which  attention  has  been 
directed  by  Rosanoff  {J.  Amer.  Chem.  Soc,  1906,  28,  525).  If  this 
principle  were  valid,  the  change  of  rotatory  power  following  from  a 
reversal  of  the  asymmetry  of  the  a-carbon  atom  should  be  independent 
of  the  confiouration  of  the  rest  of  the  molecule,  and  could  not  possibly 
be  opposite  in  sign  in  compounds  so  closely  related  as  the  /3-  and 
TT-bromocamphors.  Such  irregularities  can,  however,  be  understood 
if  it  be  recognised  that  a  change  in  the  balancing  of  a  single  carbon 
atom  may,  and  indeed  must,  disturb  the  balance  of  the  whole  molecule 
and  affect  every  centre  of  asymmetry.  Until  much  more  information 
is  available,  it  will  evidently  not  be  possible  to  make  any  important 
generalisation    as    to    the   rotatory    power    of    compounds    containing 


Fig.  2.  —Soluhility  of  ahromocnrnphor  in 
alcohol  tcilh  N/IOOO  sodiuvi  rtho^-lrh'. 


0  hours 


several  centres  of  asymmetry,  especially  when  these  are  connected 
together  in  a  complex  ring  system  as  in  the  case  of  camphor  and  the 
cyclic  terpenes. 

Whilst  the  rotatory  powers  of  the  solutions  give  a  rough  idea  of  the 
optical  properties  of  the  a'-compounds,  accui^ate  values  cannot  be 
deduced  on  account  of  the  small  concentrations  of  these  compounds 
and  the  presence  of  a  large  excess  of  the  a-isomerides.  In  the 
case  of  the  monohalogen  derivatives,  it  must  further  be  recognised 
that  the  increased  concentration  which  follows  the  addition  of  alkali  is 
not  wholly  due  to  the  formation  of  the  a'-compound,  since  an  addi- 
tional quantity  of  the  a-compound  also  passes  into  solution.  If  a 
correction  be  made  for  this,  it  appears  probable  that  a'-bromo- 
camphor  is  Isevorotatory  and  a'-chlorocamphor  only  feebly  dextro- 
rotatory; the  uncorrected  figures  given  in  the  table  aie  maximum 
values  only. 
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Velocity  of  Isomeric  Change. 

Two  experiments  in  which  alkali  was  added  to  the  extent  of  iVyiOO 
showed  that  equilibrium  was  already  attained  in  an  alcoholic  solu- 
tion of  bromocaiiiplior  at  the  end  of  0-6  and  0-7  hour.  When  the 
quantity  of  alkali  was  reduced  to  /V/IOOO,  regular  curves  were  obtained 
which  showed  a  gradual  increase  of  solubility  during  the  first  hour, 
after  which  the  solubility  remained  constant.  The  curves  shown 
represent  two  series  of  experiments  with  alcohol  of  98  7  and  97  per 
cent,  concentration,  and  indicate  that  the  rate  of  change  is  not 
increased  by  doubling  the  proportion  of  water  in  the  alcohol.  When 
the  quantity  of  alkali  was  further  reduced  to  iV/1 0,000,  the  change 
became  exceedingly  slow,  and  it  is  probable  that  the  alkali  becomes 
used  up  either  in  reducing  the  bromocamphor  or  in  neutralising  traces 
of  acid  formed  in  the  solution. 

■naa-Chlorohromonitrocavijyhor. — This  compound,  prepared  by  the 
action  of  nitric  acid  on  the  crude  chlorobromocamphor  produced  by 
heating  a-bromocamphor-7r-sulphochloride,  is,  like  the  chlorobromo- 
camphor itself,  contaminated  with  a  certain  amount  of  the  isomorphous 
dibromocamphor  (0-2352  gave  02565  AgCl  +  AgBr;  CI -h  Br  =  38  0. 
CioH^gO^NClBr  requires  CI  +  Br  =  37  2  per  cent.).  The  mixture 
behaved  in  almost  every  respect  like  a  pure  substance,  melted  sharply 
at  138°,  showed  a  constant  solubility  in  alcohol,  and  crystallised  magni- 
ficently. 

Measurable  crystals  were  obtained  from  a  solution  in  acetone  which 
was  allowed  to  cool  slowly  to  the  atmospheric  temperature.  They 
belonged  to  the  orthorhombic  system  and  gave  the  following 
constants : 


Fig.  3. 


Forms  present  :  «[100],    5(010},  c{001},  ojlll}, 


«;i01},  ?n{102},  r{110},   ,s-{120}; 


n,  h,  and  c  were  only  occasionally  observed. 
Axial  ratios  :  a  :6  :c  =  0-889  :  1  :  1049. 
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Summar)/. — (1)  The  method  previously  employed  in  the  case  of 
nitrooamphor  and  the  sugars  to  determine  the  proportions  in  which 
the  dynamic  isomerides  are  in  equilibrium  in  solution  has  been  applied 
to  the  halogen  derivatives  of  camphor,  which  have  been  shown  by 
Kipping  to  undergo  reversible  isomeric  change  in  presence  of  alkalis. 

(2)  In  the  case  of  each  compound  containing  the  group  -CHBr'CO- 
or  -CHCl'CO-,  the  addition  of  alkali  is  followed  by  an  increase  in  the 
concentration  of  the  saturated  solution  in  the  ratio  0*89  : 1  approxi- 
mately. 

(3)  The  proportion  of  the  a'-form  is  probably  about  7  per  cent,  in 
the  case  of  bromocamphor,  9  per  cent,  in  the  case  of  chlorocamphor, 
and  11  per  cent,  in  the  case  of  the  a^-  and  aTr-dihalogen  compounds. 

(4)  Xo  incx'ease  of  solubility  is  observed  in  the  case  of  /i-bromo- 
camphor  or  of  the  aa'-derivatives. 

(5)  Approximate  values  are  given  for  the  rotatory  powers  of  the 
a'-compounds.  a'-Bromocamphor  is  probably  laevorotatory,  and 
a'-chlorocamphor  only  feebly  dextrorotatory. 

A  pait  of  the  [^expense  incurred  in  the  inquiry  described  in  this 
and  the  following  paper  was  defrayed  by  gi^ants  from  the  Rese;\rch 
Fund  of  the  Chemical  Society  and  from  the  British  Association.  The 
author  wishes  to  take  this  opportunity  of  expressing  his  indebtedness 
for  the  help  thus  afforded. 

Westminster  Training  College, 
London,  S.W. 


CVII. — Studies    of    Dynamic     Isomerism.      Part      V. 
Isomeric  Suljyhonic  Derivatives  oj  Camjjhor. 

By  Thomas  Martin  Lowry  and  Egbert  H.  Magson,  B.Sc. 

In  the  previous  paper  it  has  been  shown  that  the  reversible  isomeric 
change  which  a-bromocamphor,  a-chlorocamphor,  and  their  ^-  and 
TT-halogen  derivatives  undergo  when  a  trace  of  alkali  is  added  to  their 
alcoholic  solutions  (Kipping,  Proc,  1905,  21,  125)  is  accompanied  by 
a  marked  increase  in  the  concentration  of  the  saturated  solutions. 
Similar  experiments  are  now  described  in  the  case  of  some  twenty  com- 
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pounds  containing  a  sulphonic  group  ;  tlio  majority  of  these  belong  to 
the  Reychler  or  ^-series  (Armstrong  and  Lowry,  Trans.,  1902,  81, 
1441),  only  a  few  measurements  of  the  7r-sulphonic  compounds  being 
included  for  the  sake  of  comparison.  The  methods  adopted  were 
identical  with  those  previously  used  ;  the  results,  which  are  shown  in 
a  table,  represent  in  almost  every  case  the  mean  of  a  number  of 
determinations,  special  care  being  taken  to  ensure  that  the  solid 
a-compounds  were  initially  free  from  the  a'-isomerides.  The 
solubility  of  the  metallic  sulphonates  was  determined  in  aqueous 
solutions  to  which  ammonia  was  added  ;  in  the  other  cases,  the  solvent 
was  alcohol  of  99-5  per  cent,  strength  and  the  alkali  iV7500  or  i\^/1000 
sodium  ethoxide. 

I.  Derivatives  of  Camphor-ir-sulj^honic  Acid. 

The  behaviour  of  the  7r-sulphonic  compounds  is  relatively  simple. 
Kipping  has  shown  that  the  salts  both  of  a-bromo-  and  of  a-chloro- 
camphor-TT-sulphonic  acid  undergo  isomeric  change  in  pi-esenco  of  a 
trace  of  free  alkali.  No  evidence  has  been  obtained  of  the  formation 
of  lactonic  rings  between  the  k  and  7r-positions,  and  the  isomerism 
appears  to  be  of  the  same  simple  character  as  in  the  case  of  bromo- 
camphor  itself.  By  fractionally  crystallising  the  hydrindamine  salts, 
Kipping  has  isolated  the  acids  in  which  the  halogen  occupies  the 
a'-position  (Pi'oc,  1905,  21,  293),  and  has  thus  solved  the  problem 
presented  by  this  series  of  isomeric  changes.  The  measurements  now 
described  were  therefore  made,  not  so  much  in  order  to  secure  addi- 
tional information  with  reference  to  this  group  of  compounds  as  to 
test  the  method  of  experiment  and  to  determine  to  what  extent  the 
changes  noted  amongst  the  ^-compounds  were  due  to  simple  stereo- 
isomerism on  the  one  hand,  or  to  lactone  formation  on  the  other. 

The  most  suitable  salts  for  solubility  measurements  are  the 
ammonium  salts,  the  relatively  small  solubility  of  which  is  made  use 
of  in  isolating  the  sulphonic  acids  of  the  7r-series.  The  solubility  of 
ammonium  a-bromocamphor-7r-sulphonate  in  water  was  found  to  be 
18'57  per  cent,  at  20°,  but  repeated  determinations  of  the  density  of 
the  satui'ated  solution  showed  that  no  increase  of  solubility  followed 
the  addition  of  ammonia  or  of  traces  of  caustic  soda.  This  unexpected 
result  is  not  difficult  to  explain ;  it  is  clear  that  whatever  alkali  is 
added  the  free  base  in  the  solution  can  only  be  ammonia,  and  it  is 
probable  that  its  basic  properties  are  so  reduced  by  the  presence  of 
the  ammonium  salt  (compare  the  use  of  ammonium  chloride  in 
analysis)  that  it  is  no  longer  able  to  promote  isomeric  change.  In 
presence  of  a  trace  of  sodium  ethoxide,  the  solubility  of  the  sulphon- 
amide  in  alcohol  showed  a  marked  increase  from  11-6  to  13-6  per  cent. 

VOL.    LXXXIX.  8  Z 


10-44      LOWRY    AND   MA.GSON :   STUDIES    OF   DYNAMIC    ISOMERISM. 


in  the  ratio  0'S53  :  1.  Although  this  value  is  subject  to  a  correction 
for  the  influence  of  the  a-  on  the  solubility  of  the  a-compound, 
it  is  probable  that  the  introduction  of  negative  groups  in  the  series ; 

PHT?r  CTTRr 

CsH.Xio       (7  per  cent.),  CsHj3Br<^^       (1 1  per  cent.), 

C3Hi3(S02NH2)<^^^'  (15  per  cent.), 

is  accompanied  by  a  progressive  increase  in  the  proportion  of  the 
a'-form. 

Acetyl-a.-hromocamphor-TT'Suljihonamide. — This  compound  was  pre- 
pared by  boiling  a-bromocamphor-7r-sulphonamide  with  acetic  anhydride 
to  which  a  trace  of  sulphuric  acid  had  been  added.  When  the  mixture 
was  diluted  cautiously  with  alcohol  and  water  and  allowed  to  cool, 
small,  brilliant  crystals  were  slowly  deposited.  These  melted  at  199° 
and  were  found  on  analysis  to  consist  of  an  acetyl  derivative  of  the 
amide  (01126  gave  0-0602  AgBr;  Br  =  22-76  ;  C^gHisO^NBrS  requires 
Br  =  22-70  per  cent.)  and  not  the  anhydramide  that  was  expected.  It 
was  noteworthy  that  the  addition  of  a  large  bulk  of  water  to  solutions  of 
this  compound  produced  no  immediate  precipitation  as  in  the  case  of  the 
majority  of  camphor-compounds,  crystallisation  usually  taking  place 
only  after  the  solution  was  cold.  Solubility  determinations  showed  no 
increase  in  the  concentration  of  the  saturated  solution  on  the  addition 
of  alkali,*  and  it  is  therefore  probable  that  the  compound  is  the  enolic 

CBr 
acetyl  derivative,  CsHi3(S02-NH2)<^ii„.    ,  and  not  the  acetylamide, 

CioHjjBrO-SO^-NHAc. 

Measurable  crystals  were  obtained  from  solutions  in  ethyl  acetate, 
and  gave  the  following  figures  : 


Fig,  1. 

System:  Orthorhombic. 

Axial  ratios  :  a:b:c  =  1-778  :  1  :  1-254. 

Fiyrms  present :  a{100},  ;>{011},  f/!101},  r{110!. 

*  The  alkali  added  amounted  to  001—0-02  per  cent.,  and  appeared  to  increase 
the  density  by  about  O'OOl. 
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Angles  measured  : 

t-J) 

110 

:011 

(20) 

47°  9' 

(47°  4') 

pq   Oil 

101 

(20) 

59°20i' 



rr 

110 

:  110 

(2) 

58°40' 

(58°42') 

pp   Oil 

on 

(6) 

77^12' 

(77°  9') 

aq 

100 

101 

(12) 

54°46' 

(54°49') 

qq    101 

101 

(0) 

70^27' 

(70°21') 

rq 

110 

101 

(21) 

73°36' 

— 

pp   Oil 

Oil 

(6) 

102°48' 

(102°51') 

ar 

100 

110 

(-1) 

G0°40' 

(60°39') 

pa  Oil 

100 

(4) 

89°59' 

(90°  0') 

II.  Derivatives  of  Camphor- fi-sulphonic  Acid. 

The  isomerism  of  the  /?-sulphonic  derivatives  of  camphor  presents  a 
far  more  complex  problem  than  that  of  the  7r-derivatives,  on  account  of 
the  readiness  with  which  ring-formation  takes  place  between  the  /?-  and 
K-positions  (compare  Armstrong  and  Lowry,  Trans.,  1902,  81,  1441 ; 
Forster,  Trans.,  1902,  81,  264). 

Thus,  in  the  case  of  the  amides  there  may  be  formed  in  addition  to 
the  normal  amide  I  and  its  anhydramide  II,  a  lactam  III  and 
a  lactone  IV. 


C8Hi3< 


I  ^  -        CsHi3< 


CH, 


CO 


SO.-NH^ 


SO.r 


C 

1 1 

N 


1^    '"^     C-OH 


^sSi3\ 


SO.y 


-NH 


SOo 


II. 


III. 


IV. 


C-NHg 

I 
"O 


The  simple  sulphonamides  yield  either  amide  or  anhydramide 
forms  I  and  II,  but  there  is  evidence  to  show  that  the  anilides  may 
exist  as  hydroxy  lie  lactams  III  and  the  piper  idides  as  lactonic 
compounds  IV.  In  the  case  of  the  a-bromo-  and  a-chloro-sulphonic 
compounds,  each  of  these  types  may  exist  in  stereoisomeric  a-  and 
a'-forms ;  in  the  case  of  the  potassium  salts  which  do  not  appear  to 
form  lactones  this  is  probably  the  only  isomerism  which  exists.  The 
observations  made  with  each  type  of  compound  may  now  be  described. 


1.   The  Potassium  Salts. 

The  potassium  salts  of  a-bromo-  and  a-chloro-camphor-;8-sulphonic 
acids,  unlike  the  ammonium  salt  referred  to  above,  both  showed  a 
marked  increase  in  solubility  on  the  addition  of  a  trace  of  ammonia 
to  the  saturated  aqueous  solution.  In  the  case  of  the  a-bromo-salt, 
which  showed  an  increase  of  solubility  from  266  to  32"3  per  cent.,  ex- 
periments were  made  in  order  to  ascertain  the  probable  influence 
of  the  a'-salt  on  the  solubility  of  the  a-isomeride.  The  solubility 
of  the  a^-salt  was  therefore  also  determined  in  solutions  which 
already  contained  6  40  and  6'50  per  cent,  of  the  a7r-isomeride  ;  in  each 
case,  the  increase  in  concentration  was  greater  than  that  due  to  the 
added  7r-salt,  the  total  concentration  of  solute  being  33"45  and  33 "80 
per    cent,    and    the   increase    6*9    and    7*2    per    cent,    respectively. 

3  z  2 
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Thus,  of  the  observed  increase  in  concentration,  only  about  eleven- 
twelfths  is  to  be  attributed  to  the  added  isomeride,  the  remaining 
one-twelfth  being  due  to  the  increased  solubility  of  the  a-salt.  If  the 
same  correction  be  applied  in  order  to  allow  for  the  influence  of  the 
a'^-  on  the  solubility  of  the  aj8-salt,  it  is  probable  that  the  solubility 
ratio  0817  represents  a  proportion  0'832,  or  83  per  cent,  of  the  a-salt 
in  the  solution.  In  the  case  of  the  chloro-salt,  the  solubility  increases 
from  17"9  to  20  per  cent.,  ratio  0'890,  and  there  is  perhaps  90  per 
cent,  of  the  a-salt  in  the  solution. 

It  will  be  noticed  that  in  each  case  the  increased  concentration 
resulting  from  the  addition  of  alkali  is  accompanied  by  a  decrease  in 
the  rotatory  power  of  the  solution ;  the  products  of  isomeric  change 
ai'e  thus  evidently  Ipevorotatory. 

It  may  further  be  pointed  out  that  the  increased  solubility  now 
observed  in  these  salts  affords  the  clearest  proof  which  has  yet  been 
obtained  that  the  sulpho-group  in  the  Reychler  series  of  acids  does 
not  occupy  either  of  the  a-positions,  and  that  the  formation  of  /3-bromo- 
camphor  from  camphorsulphobromide  does  not  depend  on  a  transfer- 
ence of  bromine  from  an  a-  to  the  ;8-position  (Trans.,  1902,  81,  1445). 

2.  Amides  and  Anhydramides. 

In  the  paper  in  which  his  camphor  sulphonic  acid  was  first  described 
{Bull.  Soc.  chim.,  1898,  iii,  19,  120),  Reychler  stated  that  two  amides 
were  formed  by  the  action  of  ammonia  on  the  sulphochloride.  These 
were  subsequently  shown  to  be  convertible  under  the  action  of  hydro- 
bromic  acid,  and  were  at  first  thought  to  be  stereoisomerides  (Arm- 
strong and  Lowry,  Proc,  1901,  17,  182),  but  it  was  subsequently 
shown  by  analysis  that,  although  both  compounds  crystallise  un- 
changed from  acetic  anhydride,  the  substance  of  higher  melting  point 
is  actually  an  anhydramide  formed  by  the  removal  of  a  molecule  of 
water  from  the  amide  (Armstrong  and  Lowry,  Trans.,  1902,  81, 
1444).  The  solubility  determinations  recorded  in  the  table  disclosed  the 
remarkable  fact  that  camphor  sulphonamide,  although  thus  not  affected 
by  boiling  with  acetic  anhydride,  is  rapidly  and  completely  dehydrated 
by  A75OO  NaOEt  in  a  cold  alcoholic  solution,  a  quantitative  conversion 
into  the  anhydramide  being  effected  in  the  course  of  a  few  hours  at 
20°.  This  was  shown  not  only  by  the  changed  melting  point  of  the 
solid,  but  also  by  the  complete  identity  of  the  alkaline  solutions ;  the 
slight  increase  produced  by  the  [alkali  in  the  concentration  of  the 
saturated  solution  of  the  anhydramide  is  not  due  to  any  ^reverse 
action,  but  may  be  attributed  wholly  to  the  sodium  ethoxide  which 
was  added. 

This    method  of  producing    the    anhydramide    is    very    suggestive. 
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Lapworth  has  shown  (Trans.,  1904,  85,  30)  that  the  velocity  of 
bromination  of  ketones  is  directly  dependent  on  the  rate  at  which 
the  ketone  is  converted  during  the  experiment  into  the  enolic 
isomeride.  The  present  experiments  show  clearly  that  the  conversion 
of  camphorsul})honamido  into  the  anhydramide  is  not  a  mere  case  of 
dehydration,  but  proljably  proceeds  by  means  of  an  intermediate 
enolic  form,  the  formation  of  which  is  favoured  by  the  addition  of 
alkalis,  and  to  a  less  extent  by  the  addition  of  acids. 


■> 


I              V          or       I  I- 

SO2 NH  SO2 N 

In  the  case  of  the  Tr-amide,  acetic  anhydride  in  the  presence  of  acid 
actually  causes  the  action  to  proceed  as  far  as  the  formation  of  an 
enolic  acetate,  but  the  -SOo'NHg  group  is  too  far  i-emoved  to  take 
part  in  the  condensation. 

No  such  abnormal  behaviour  was  observed  in  the  case  of  the 
/3-sulphonamides  derived  from  a-chloro-  and  a-bromo-camphor.  These 
showed,  on  the  addition  of  alkali,  a  regular  increase  of  solubility, 
comparable  with,  though  somewhat  larger  than,  that  observed  in  the 
case  of  bromocamphor-TT-sulphonamide.  No  separation  of  anhydramide 
took  place  from  the  solutions,  and  there  is  no  evidence  to  show  that 
the  solutions  contain  anything  but  the  stereoisomeric  a-  and  a'- 
halogen-sulphonamides. 

In  the  case  of  the  a-bromo-^-sulphonamide,  experiments  were  made 
to  determine  the  probable  influence  on  its  solubility  of  the  a'-isomeride 
in  the  solution.  Two  series  of  measurements  were  made  of  the  solu- 
bility of  the  y8-sulphonamide  in  alcohol,  which  already  contained  1  per 
cent,  of  the  isomeric  7r-sulphonamide ;  in  each  case,  the  solubility  was 
raised  to  3 "10  per  cent.,  an  increase  of  1*10  per  cent.,  of  which  1  per 
cent.,  or  ten-elevenths  of  the  whole,  was  due  to  the  added  7r-sulphonamide 
and  O'lO  per  cent.,  or  one-eleventh,  to  the  increased  solubility  of  the 
)8-sulphonamide.  In  this  case,  therefore,  in  spite  of  the  small  solubility 
of  the  substance,  there  is  a  slight  increase  of  solubility  in  presence  of 
an  isomeride.  If  the  same  coi-rection  be  applied  to  the  solubility  of 
a-bromocamphor-^-sulphonamide  in  presence  of  the  a'-isomeride,  the 
solubility  ratio  0'641  would  represent  a  proportion  0"673,  or  approxi- 
mately two-thirds  of  the  a-form  in  the  solution.  In  the  case  of  the 
a-chlorosulphonamide,  the  solubility  ratio  0'721  probably  corresponds 
to  a  proportion  0-74  to  0*75,  or  roughly  three-quarters  of  the  a-form  in 
the  solution. 
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A  long  series  of  experiments  showed  that  a  small  but  definite 
increase  of  solubility  is  brought  about  by  the  action  of  alkali  on  the 
anhydramides  derived  from  a-chlorocamphor  and  from  a-bromocamphor  ; 
in  the  former  case,  the  solubility  increases  from  1-28  to  1*56  per  cent, 
in  the  ratio  0820  :  1,  and  in  the  latter  case  from  2"51  to  2"71  per  cent. 
in  the  ratio  0926  :  1.  The  displacement  of  the  ketonic  oxygen  by 
nitrogen  therefore  does  not  prevent  isomeric  change,  although  it 
greatly  reduces  the  proportion  of  the  isomeride  which  is  formed  in 
the  solution.     No  increase  of  solubility  was  observed  in  the  simple 

anhydramide,      |  j-|     ,     nor       in       the       dibromoanhydramide, 

SO, N 

CsH,3<f  ^^ 
I  Y^      ,  and  the  increase  now  recorded  must  therefore  be  as- 

SO, N 

cribed,   as  in    previous   cases,  to  a  reversible   stereoisomeric   change. 

It  may  be  noted  that,  in  the  case  of  the  monohalogen  compounds,  an 

intermediate  isomeride  of  the  enolic  type  is  still  possible,  thus  : 

S      1S^(,                          .^           8      13V^                   _^  8      13^^^ 

I  I  I  < I  I  < I  II 

SO2 N  SO2 NH  SO2 N 

3.  Anilides. 

The  anilides  of  this  series  were  examined  in  the  hope  that,  since 
direct  anhydramide  formation  is  no  longer  possible,  they  would  exhibit 
the  simple  stereoisomeric  change  characteristic,  for  instance,  of 
a-bromocamphor-TT-sulphonamide.  Pi-eliminary  experiments  showed 
that  the  anilides  were  too  soluble  readily  to  be  purified  or  used  for 
solubility  measurements.  ^-Bromoanilides  were  therefore  prepared 
from  a-bromo-  and  a-chloro-camphorsul phonic  acids.  It  was  accident- 
ally discovered  that  thesse  were  soluble  in  alkalis,  a  property  which  was 
shared  by  the  simple  anili  Jes  derived  from  a-bromo-  and  from  a-chloro- 
camphor, but  not  to  any  marked  extent  by  the  anilide  or  pbi-omo- 
anilide  derived  from  camphor  itself.  The  alkaline  solutions  are  quite 
stable,  but  the  anilides  are  precipitated  as  a  cui'dy  mass  on  the  ad<ii- 
tion  of  acids.  This  solubility  in  alkalis  appears  to  be  an  altogether 
exceptional  property,  and  is  best  explained  by  supposing  that  the 
a-substituted  anilides  are  capable  of  yielding  sodium  salts  derived  from 
the  hydroxylic  lactam  : 

aH,3<92^^  03H,3<9"^^ 

I'     ^^     CO  — ^  1^    ^^     C-ONa. 

bOa-NH-CgHg  SO2 N-CfiHs 
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It  is  not  easy  to  decide  whether  the  anilides  are  themselves  lactams 
or  not. 

(1)  No  evidence  has  been  obtained  of  mutarotation  in  freshly-prepared 
solutions  of  the  anilides,  nor  after  the  addition  of  acetic  acid  to  an 
alcoholic  solution  of  the  sodium  salt ;  it  is  therefore  prol)able  that  the 
solution  contains  only  a  single  form  of  the  substance  and  not  a 
mixture  of  isomerides  in  equilibrium, 

(2)  The  marked  difference  in  rotatory  power  between  the  anilide 
and  its  sodium  salt  suggests  that  they  are  perhaps  differently  consti- 
tuted, the  sodium  salt  only  having  the  lactam  structure.  A  solution 
of  chlorocamphor-p-bromoatjilide  gave  [ajn  +  73'6^  in  neutral  solution, 
+  39"5°  in  presence  of  0*8  equivalents  of  sodium  ethoxide,  and  +29*2° 
only  in  presence  of  an  excess,  1'3  equivalents  of  alkali. 

(3)  The  fact  that  the  camphorsulphonanilides  do  not  yield  sodium 
salts  supports  the  view  that  the  anilides  are  not  themselves  lactams  ; 
it  is  clear  that  ring-formation  does  not  take  place  readily,  and  it  is 
therefore  unlikely  that  the  a-substituted  anilides  should,  in  the  absence 
of  alkalis,  pass  spontaneously  into  the  lactam  form. 

(4)  Although  soluble  to  a  considerable  extent  in  alkalis,  the  anilides 
dissolve  only  slowly,  and  behave  as  if  the  dissolution  involved  some 
change  beyond  the  mere  neutralisation  of  an  acid  by  a  base ;  their 
behaviour  suggests,  in  fact,  that  they  are  pseudo-acids  (Hantzsch),  that 
is,  neutral  compounds  which  only  become  acid  after  undergoing 
isomeric  change. 

(5)  The  /)-bromoanilides  derived  from  a-bromo-  and  from  a-chloro- 
camphor  do  not  show  any  increase  of  solubility  on  the  addition  of  a 
trace  of  alkali.  This  might  be  attributed  to  the  neutralisation  of  the 
alkali  by  the  anilide,  in  which  case  the  anilides  might  be  compared 
with  the  sulphonic  acids,  which  undergo  change  only  in  presence  of 
a  quantity  of  alkali  in  excess  of  that  required  for  neutralisation.  The 
observations  recorded  above  show,  however,  that  no  marked  alteration  of 
rotatory  power  follows  the  addition  of  an  excess  of  alkali  to  the  sodium 
salt.  The  case  appears,  therefore,  to  be  similar  to  that  of  nitrocamphor, 
in  which  the  formation  of  a  salt  affords  an  alternative  to,  and  thus 
effectually  prevents,  enolisation. 

In  view  of  the  fact  that  the  anilides  derived  from  a-bromo-  and 
a-chloro-camphor  show  no  increase  of  solubility  in  presence  of  alkalis, 
it  is  somewhat  remarkable  that  those  derived  from  camphor  show  a 
distinct  change.  Although  the  increase  in  concentration  amounts  only 
to  0"1  per  cent.,  it  was  clearly  established  by  some  thirty-five  measure- 
ments of  the  solubility  of  the  anilide  and  of  the  ^>bromoanilide. 
Various  possibilities  of  isomeric  change  might  be  suggested,  but  there 
is  not  sufficient  evidence  to  permit  of  any  definite  conclusion  as  to  the 
nature  of  the  change  which  takes  place. 
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a-Chhi'Ocamjyhor'ft-sulphonanilide  melts  at  97°,  has  specific  rotation 
[a]o  +  79"  (in  alcohol),  and  is  reduced  by  zinc  dust  and  acetic  acid 
to  camphorsulphonanilide,  melting  at  119°.  The  partially  purified 
material  was  decolorised  by  dissolving  in  alkali,  filtering,  and  preci- 
pitating with  acids.  Like  the  a-bromo-compound,  it  crystallises  from 
alcohol  in  a  dense  mass  of  felted  needles. 

a-Chlo7-oca7nphor-^-sidpho-Y)-bromoanilide  (0'2145  gave  0"1686  AgCl  + 
AgBr,  CI  +  Br  =  27-39  ;  CieHi^OsNClBrS  requires  CI  +  Br  =  27-44  per 
cent.)  melts  at  115°.  It  was  purified  by  dissolving  in  alkali  and  pre- 
cipitating with  acid  ;  the  curdy  mass  was  obtained  in  a  crystalline 
form  by  coverijig  it  with  cold  methyl  alcohol,  in  which  it  quickly  dis- 
solved and  separated  again  in  crystals  in  the  course  of  a  few  minutes. 
It  was  further  purified  by  crystallising  from  alcohol,  from  which  it 
separates  in  rectangular  tablets  with  truncated  edges.  It  was  reduced 
by  zinc  dust  and  acetic  acid  to  the  camphor-yS-sulpho-^j-bromoanilide 
melting  at  167°. 

a-BromocamphoT-fi-suljyho-^-hromoanilide  (0-1625  gave  0-1321  AgBr, 
Br  =  34-6  ;  C^gH^gOgNBrgS  requires  Br  =  34-4  per  cent.),  prepared  from 
bromocamphorsulphochloride  and  p-bromoaniline  and  from  bromo- 
camphorsulphonanilide  and  bromine,  melts  at  95°  and  resembles  the 
preceding  compound. 

4.  Fiperidides. 

The  existence  of  isomeric  piperidides  derived  from  camphors ulphonic 
acid  has  already  been  clearly  established  (Armstrong  and  Lowry, 
Trans.,  1902,  81,  1449),  but  at  that  time  only  a  single  a-bromo- 
piperidide  could  be  prepared,  namely,  that  derived  from  the  camphor- 
piperidide  of  high  melting  point.  In  the  course  of  the  present  investi- 
gation it  was  found  that  when  the  a-bromopiperidide  was  prepared  by 
the  Schotten-Baumann  method,  using  aqueous  piperidine  instead  of  an 
ethereal  solution,  an  isomeric  compound  of  low  melting  point  was 
produced.  It  is  probable  that  in  the  Schotten-Baumann  method  of 
preparation  the  interaction  pi'oceeds  normally,  giving  rise  to  the  true 
piperidide  I  ;  in  ethereal  solution,  the  piperidine  probably  combines 
with  the  carbonyl  group,  hydrogen  chloride  is  subsequently  eliminated, 
and  the  piperido-lactone  II  is  produced. 

.,  „        CHBr  CHBr 

I.     \'^'<co        ^-    \'^'<bo        -> 

SOa'NCjH^o  SO^-Cl 

^  g   ^CHBr  ^  jj        CHBr 

l'    'M^NCH.o  ->       l'    ^'^C-NC,H,„,     II. 

SOg-Cl     ^OH  SO2 O 
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The  conclusion  thus  arrived  at,  that  the  compounds  of  low  melting 
point  are  the  true  piperidides,  whilst  the  high  melting  compounds 
are  piperido-lactones,  is  in  accord  with  the  rise  of  melting  point  which 
accompanies  ring  formation  when  the  amides  are  converted  into 
anhydramides. 

Both  bromopiperidides  show  a  marked  inci-ease  of  solubility  in 
presence  of  alkalis,  the  ratio  of  the  initial  to  the  final  solubility  being 
2  :  3  approximately  in  each  case.  This  increase,  which  does  not  occur 
in  the  case  of  camphor  piperido-lactone,  must  be  attributed  to  stereo- 
isomeric  change,  and  probably  involves  the  opening  of  the  lactone 
ring.  It  should  be  noted  that  whilst  both  In'omopiperidides  are  readily 
converted  into  isodynamic  stereoisomerides,  they  are  not  convertible 
into  one  another  either  by  the  action  of  acids  or  of  alkalis.  Owing 
to  the  small  quantity  of  pure  material  available,  the  densities  and 
rotatory  powers  of  the  saturated  solutions  were  not  determined. 

Camphor- fi-sulphopiperidide,  provisionally  described  [loc.  cit.)  as  iso- 
camphorsulphopiperidide  (?),  melts  at  56". 

Camphor- fi-sulphopiperidolactone,  provisionally  described  as  camphor- 
sulphopiperidide  (?),  melts  at  140°. 

a-Bromocamphor-P-sulphopijyeridide  (0"2958  gave  0*1479  AgBr, 
Br  =  21-28  ;  Ci5H2403NBrS  requires  Br  =  21 -14  per  cent.)  melts  at  75° 
.and  crystallises  from  alcohol,  or,  when  pure,  from  light  petroleum. 
From  the  latter  solvent  it  separates  in  small,  orthorhombic  prisms, 
a:6:c=M12:l  :l-095. 


Fig.  2. 


rr  101  :  101 
rr  101  :  101 
qr   Oil  :  101 


(12)       90°52'  — 

(12)       89°  9'       (89°  8') 
(2)       61°30'       (61°18') 


qq  Oil  :  Oil 
qq  Oil  :  Oil 
rq   101  :  Oil 


(6)       84''47'  — 

(6)       95°15'       (95''13') 
(2)     118°41'     (118°42') 


a-  Bromocampho7'-  ^-sulphopiperidolactone,      formerly 
a-bromocamphorsulphopiperidide,  melts  at  123°. 


described      as 


Suminary. — (1)  In  continuation  of  the  work  described  in  the 
previous  paper,  measurements  have  been  made  of  the  solubility  of 
twenty  sulphonic  derivatives  of  camphor  in  neutral  and  alkaline 
solutions. 

(2)  The  amide  of  bromocamphor-7r-sulphonic  acid,  an  acid  which  has 
been  shown  by  Kipping  to  undergo  stereoisomeric  change  in  presence 
of  a  trace  of  free  alkali,  increases  in  solubility  from  11  "6  to  136  per 
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cent,  in  the  ratio  0'853  : 1  when  alkali  is  added  to  the  alcoholic  solu- 
tion. An  acetyl  derivative  prepared  from  the  sulphonamide  shows 
no  increase,  and  is  therefore  formulated  as  the  enolic  acetate, 

CBr 
NH2-SO,.C3H,3<M^^^. 

(3)  The  potassium  salts  of  a-bromocamphor-  and  a-clilorocamphor-y8- 
sulphonic  acids  show  a  marked  increase  of  solubility  when  ammonia  is 
added  to  the  afjueous  solutions,  and  therefore  (like  the  isomeric 
TT-acids)  exist  in  stereoisomeric  forms  ;  the  a'-salts  are  kevoi-otatory. 

(4)  In  presence  of  a  trace  of  sodium  ethoxide  camphor-/?-sulphon- 
amide  is  converted  quantitatively  in  cold  alcoholic  solution  into  the 
anbydramide ;  this  is  remarkable,  as  the  amide  crystallises  unchanged 
from  boiling  acetic  anhydride, 

(5)  The  /?-sulphonamides  of  bromocamphor  and  chlorocamphor,  like 
the  TT-compound,  sliow  an  increased  solubility  in  alkaline  solution 
owing  to  stereoisomeric  change,  but  are  not  converted  into  anhydr- 
amides. 

(6)  The  ^-sulphonanilides  derived  from  bromocamphor  and  chloro- 
camphor are  soluble  in  alkalis,  owing  probably  to  the  formation  of 

■    .  .  C,H„<9HBr 

salts  derived  fi"om  the  isomeric  lactam,  for  example,   i        '      C'ONa. 

SO, N.C.H, 

Owing  to  the  formation  of  these  compounds,  the  anilides  are  not 
converted  into  stereoisomerides  by  the  action  of  alkalis.  Three  new 
anilides  are  described. 

(7)  Isomeric  piperidides  derived  from  bromocamphoi'-^-sulphonic 
acid  are  described,  corresponding  with  those  prepared  from  camphor- 
sulphonic  acid.     These  are  formulated  as  the  piperidide  and  piperido- 

^CHBr  aH,,^?^^"" 

lactone,     C5HioN-SO,-CsHi3<  i  and     |^    ''^C-NC^Hjo ;    both 

SO2 — O 
compounds  undergo  stereoisomeric  change  in  presence  of  alkalis. 

"Westminster  Training  College, 
London,  S.W. 


1054      MORGAN  AND  CLAYTON  :   INFLUENCE  OF  SUBSTITUTION  ON 


evil  I. — Injluence  of  Suhstitution  on  the  Formation  of 
Diazoamines  and  Aminoazo-compounds.     Part    V. 
s-Dimetliyl-l  :  (S-diamino-m-xylene. 

By  Gilbert  Thomas  Morgan  and  Arthur  Clayton,  B.Sc. 

The  experiments  described  in  tlie  earlier  communications  of  this  series 
have  shown  that  the  formation  of  aminoazo-compounds  can  occur  with 
primary  aromatic  meta-diamines  containing  substituents  in  both  the 
para-positions  with  respect  to  the  amino-groups,  although  the  reaction 
takes  place  less  readily  than  when  one  of  these  para-positions  is  still 
unoccupied  (Trans.,  1902,  81,  86  ;  1905,  87,  935,  944). 

One  of  the  authors  having  found  that  the  complete  alkylation  of  the 
two  amino-groups  in  a  dipara-substituted  meta-diamine  inhibits  the 
production  of  an  azo-derivative  (Trans.,  1902,  81,  656),  the  investiga- 
tion was  extended  to  the  partially  alkylated  derivatives  in  order  to 
ascertain  what  effect  the  progressive  alkylation  of  these  bases  has  on 
the  course  of  the  azo-condensation.  In  the  present  instance,  the  case  of 
a  symmetrically  dialkylated  meta-diamine  has  been  examined,  the 
base  chosen  for  this  purpose  being  &-diinethijl-i  :  %-diamino-va.- 
xylene : 

NH-CH, 


NH-CHg 


CH 

■  I 

CH 


3 


4 : 6-Diamino-»i-xylene,  the  starting  point  of  this  research,  was 
prepared  in  the  manner  formerly  indicated  (Trans.,  1902,  81,  92)  and 
transformed  by  means  of  the  Schotten-Baumann  reaction  into 
&-dibenzenesulphonyl-i  :  ^-diamino-va.-xylene, 

CeH,(CH3),(NH-S02-CeH,)2, 
which,  when  crystallised  repeatedly  from   dilute  alcohol  or  acetone, 
separated  in  prismatic  needles  melting  at  176°. 

0-4165  gave  253  c.c.  nitrogen  at^2P  and  764  mm.     N  =  6-95. 
CgoHgoO^NgSg  requires  N  =  6"73  per  cent. 

This  compound  is  readily  soluble  in  aqueous  alkalis,  and  is  pre- 
cipitated from  .solution  by  dilute  acetic  acid. 


THE   FORMATION   OF   DIAZOAMINES.      PART   V.  1055 

s-Dibenzenesulpho)ii/ldiinethi/l-4:  :  6 -diatn ino-m-xylene, 
N(CH3)-S0,-C,H, 

N(CH3)-S0,-C,H; 

CH3 

The  foregoing  compound  was  readily  methylated  when  boiled  for  six 
hours  in  alcoholic  solution  with  sodium  hydroxide  (2 '5  mols.)  and 
methyl  iodide  (3  mols.),  the  latter  reagent  being  added  gradually. 
The  clear  solution  thus  obtained  when  left  overnight  furnished  a 
deposit  of  hard,  nodular  crystals  ;  when  recrystallised  from  alcohol,  the 
compound  separated  in  colourless  crystals  and  melted  at  196 — 197°. 

0-2857  gave  0-3115  BaSO^.     S  =  14-97. 

0-3401     „     20-0  c.c.  nitrogen'at  23°  and  764  mm.     N  =  6-66. 
CgaHgANgS.  requires  S=  14-41  ;  N  =  6-31  per  cent. 

This  dimethylated  sulphonyl  derivative  was  quite  insoluble  in 
aqueous  alkalis,  and  the  amount  which  separated  from  the  alcoholic 
solution  used  in  the  methylation  was  90 — 95  per  cent,  of  the 
calculated  quantity. 

s-Dimethi/l-4:  :  6-diamino-m-xi/lene. 

After  many  unsuccessful  attempts  to  hydrolyse  the  preceding  com- 
pound with  alcoholic  hydrochloric  acid,  it  was  found  that  this  reaction 
was  most  readily  effected  by  heating  the  substance  with  concentrated 
hydrochloric  acid  (15  parts)  in  sealed  tubes  at  160°  for  five  hours. 
The  temperature  requires  careful  regulation,  as  at  180°  decomposition 
sets  in.  In  these  experiments  it  is  important  to  use  highly  purified 
dibenzenesulphonyldimethyl-4  :  6-diamino-??i-xylene,  otherwise  tarry 
by-products  are  formed  even  at  temperatures  lower  than  that  required 
to  effect  the  hydrolysis.  The  resulting  solution  was  concentrated  and 
rendered  ammoniacal,  when  s-dimethyl-4 : 6-diamino-?/t-xylene  was 
precipitated,  the  yield  being  about  60  per  cent,  of  the  calculated 
amount.  After  crystallisation  from  light  petroleum  (b.  p.  60 — 80°), 
the  new  diamine  was  obtained  in  the  form  of  colourless  plates  melting 
at  100 — 101°.  A  mixture  of  this  substance  with  the  original  4  :  6- 
diamino-??i-xylene  (m.  p.  104°)  melted  at  about  80°.  A  complete 
analysis  confirmed  the  composition  of  the  dimethylated  diamine. 

01758  gave  0-4712  COg  and  01572  H.O.     C- 73-07;  H  =  9-94. 
0-1731     „     25-5  c.c.  nitrogen  at  15°  and  750  mm.     N  =  17-03. 
CioHigN2  requires  C  =  78-17  ;  H-9-76  ;  N  =  17-07  per  cent. 
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The  new  diamine  dissolved  readily  in  ether,  and  the  solution  slowly- 
deposited  colourless,  flattened,  rectangular  prisms,  often  of  considerable 
size.  When  carefully  recrystallised,  the  dried  base  was  fairly  per- 
manent, and  did  not  become  appreciably  coloured  on  exposure  under 
atmospheric  conditions.  Impure  specimens,  however,  rapidly  assumed 
a  green  tint,  and  when  subsequently  extracted  with  light  petroleum 
the  colouring  matter  was  left  as  an  insoluble  green  powder. 

s-Dimet/ii/l-4:  :  ^-dinitrosoamino-m  xTjlene, 
N(CH3)-N0 


CH. 

^  i       l-N(CH,)-NO 


CH3 

In  order  to  obtain  further  evidence  for  the  structural  formula 
ascribed  to  the  foregoing  diamine,  its  hydrochloride  was  subjected  to 
the  action  of  nitrous  acid.  When  aqueous  sodium  nitrite  (2 "5  mols.) 
was  slowly  added  to  a  solution  of  the  base  in  excess  of  cold  dilute 
hydrochloric  acid,  a  white,  pulverulent  precipitate  separated,  which 
was  quite  insoluble  in  aqueous  solutions  of  the  mineral  acids.  This 
product  crystallised  readily  from  alcohol  or  light  petroleum  (b.  p. 
60 — 80°)  and  separated  in  aggregates  of  very  pale  yellow,  transparent, 
rectangular  plates  melting  at  76 — 77°. 

0-1298  gave  28-8  c.c.  nitrogen  at  20°  and  758  mm.     N  =  25-32. 
CjoHj^OjN^  requires  JS'  =  25'22  per  cent. 

s-Dimethyl-4c  :  Q-dinitrosoamino-m-xyle7ie  gave  intense  colorations 
in  all  the  phases  of  the  Liebermann  reaction,  thus  behaving 
as  a  typical  nitrosoamine.  It  is  noteworthy  that  this  dinitroso- 
amine,  which  contains  substituent  (CHg)  groups  in  both  para- 
positions  to  the  aminic  nitrogen,  is  very  nearly  colourless, 
whereas  its  lower  homologues  containing  free  para-positions  are 
generally  described  as  coloured  compounds,  the  prevailing  colour 
being  yellow. 

Action  0/  Diazo-compounds  on  a-Diinethyl-i  :  G-diamino-m-xylene. 

When  a  piece  of  cotton  cloth  impregnated  with  diazotised  primuline 
was  immersed  in  a  cold  dilute  aqueous  solution  of  s-dimethyl-4: :  6- 
diamino-7?i-xylene  and  kept  in  the  dark,  an  ingrain  azo-colour  was 
slowly  produced,  the  fabric  acquiring  a  reddish-brown  shade.  This 
indication  of  the  production  of  an  azo-derivative  was  confirmed  by  the 
following  experiment. 
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One  molecular  proportion  of  yj-nitraniline  was  dissolved  in  a  cooled 
mixture  of  concentrated  acetic  and  hydrochloric  acids  and  carefully 
diazotised  with  the  calculated  amount  of  aqueous  sodium  nitrite  (20 
per  cent.).  The  diazo-solution,  after  dilution  with  ice-cold  water,  was 
poured  into  a  cold  solution  of  s-dimethyl-4  :  6-diamino-wi-xylene  in 
dilute  hydrochloric  acid.  No  change  occurred  until  excess  of  aqueous 
sodium  acetate  was  added,  when  a  yellow  precipitate  appeared,  which 
rapidly  assumed  a  brownish-red  colour.  After  eight  hours,  this  pre- 
cipitate was  collected,  washed  with  water,  dried  on  porous  tile,  and 
then  repeatedly  extracted  with  benzene.  These  extracts,  when  con- 
centrated, yielded  a  crystalline  substance,  which,  when  dry,  had  a 
reddish-grey  colour.  This  product,  when  recrystallised  from  benzene, 
gave  dark  red  needles  mixed  with  a  pale  red,  powdery  substance.  The 
dark  red  crystals  were  separated  mechanically  and  found  to  melt  at218°. 
The  light  red  compound,  which  also  melted  at  218^  when  dissolved  in 
benzene,  slowly  separated  in  the  darker  form.  These  two  substances 
do  not  depress  each  other's  melting  points,  and  are  therefore  modifica- 
tions of  the  same  chemical  compound,  which  has  the  composition  and 
properties  of  Tp-nit7'obenzene-5-azodimethyl-4:  :  'o-diamino-m.-xylene, 

NH-CHj 


CHg-f     YN2-C,H4-NO, 
•NH-CH, 


CH3 

0-0895  gave  16-8  c.c.  nitrogen  at  20°  and  770  mm.     N  =  21-76. 
C^gHjgCNg  requires  N  =  22-36  per  cent. 

This  azo-derivative  developed  a  reddish-orange  coloration  with  cold 
concentrated  sulphuric  acid,  in  this  respect  resembling  the  other 
o-aminoazo-derivatives  of  the  meta-diamine  series. 

The  yield  of  the  product  in  this  instance  was  very  small,  being  only 
about  10  per  cent,  calculated  on  the  weight  of  the  diamine. 

The  residue  insoluble  in  benzene  when  heated  with  concentrated 
hydrochloric  acid  in  the  volumeter  evolved  nitrogen,  the  amount  of 
gas  corresponding  with  about  25  per  cent,  of  a  diazoamino-compound. 

The  light  yellow  colour  of  the  original  precipitate  produced  by  the 
addition  of  sodium  acetate  to  the  mixed  solutions  of  diamine  and 
diazonium  salt  also  points  to  the  initial  production  of  a  diazoamine. 
In  all  probability  the  reaction  involving  the  formation  of  the  azo- 
derivative  takes  the  following  course  : 

C6H2Me^(NHMe).3  — >  NHMe-CgHgMeg-NMe-Ng-CoH^-NOj  -^ 
N02-C6H4-N2-CQHMe2(NHMe)2 ; 
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tills  change,  however,  is  accompanied  by  the  formation  of   ill-defined 
by-products. 

Interaction  of  T^-Nilrobenzenediazonium    Chloride   and    b-Broino-a.&{^)- 

dimethyl-1  :  ^-diaminotoluene. 

The  product  of  this  interaction  was  previously  stated  (Trans.,  1905, 
87,  946)  to  contain  a  diazoamine  and  an  aminoazo-compound.  Farther 
evidence  has  now  been  obtained  by  extracting  the  dried  mass  with 
benzene  and  recrystallising  the  more  soluble  portion. 

After  three  fractional  crystallisations  from  this  solvent,  a  compound 
was  obtained  crystallising  in  small,  reddish-brown  leaflets  and  melting 
with  decomposition  at  162°,  which  gave  the  following  results  on 
analysis  : 

0-0970  gave  16-4  c.c.  nitrogen  at  20°  and  769  mm.     N-  19-5. 
0-0945     „     0-0464  AgBr.     Br  =  20-84. 

CijHjgOoN^Br  requires  N=  18-5  ;  Br  =  21-16  per  cent. 

These  data  corresponded  with  an  azo-compound  having  the  formula 
N02-C6H^-N2-CeHBr(CH3)[N(CH3)2]-NH2,  but  the  amount  at  our 
disposal  was  too  small  for  more  detailed  examination.  With  cold 
concentrated  sulphuric  acid  the  substance  developed  a  brownish- 
orange  coloration. 

The  residue  from  the  benzene  extracts  had  a  light  brown  colour  and 
gave  the  magenta  coloration  with  alcoholic  potash  characteristic  of  a 
7?-nitrodiazoamine,  but  it  was  not  found  possible  to  obtain  this 
compound  in  a  crystalline  form.  A-bromine  estimation  of  the  crude 
uncrystallised  product  showed  that  this  contained  an  amount  of  the 
halogen  approximating  to  that  required  for  a  diazoamine, 

NOo-CeH^-]Sr2-NH-C^H.3Br(CH3)-X(CH3)2, 
derived    from  /)-nitrobenzenediazonium    chloride    and    5-bromo-as(4)- 
dimethyl-2  :  4-diamino-??i-xylene. 

These  results  show  that  the  dimethylation — both  symmetrical  and 
unsymmetrical — of  a  dipara-substituted  meta-diamine  greatly  hinders, 
but  does  not  entirely  prevent,  the  introduction  of  a  diazo-i'esidue  into 
the  aromatic  nucleus  of  the  diamine,  and  in  both  cases  there  was 
evidence  of  the  formation  of  a  diazoamine. 

Royal  College  of  Science,  London, 
South  Kensington,  S.W. 
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CIX. — Ammonium     Seleiiate     and     the    Question    of 
IsodimorjjJnsm  in  the  Alkali  Series. 

By  Alfred  Edwix  Howard  Tutton,  M.A.,  D.Sc,  (Oxon.),  F.R.S. 

Ammonium  selenate  was  not  included  in  tho  scope  of  the  author's  last 
communication  (Trans.,  1905,  87,  1188)  on  the  topic  parameters  of 
the  alkali  sulphates  and  selenates,  inasmuch  as  it  had  not  been  found 
possible  to  prepare  rhombic  crystals  of  this  salt  isomorphous  with 
those  of  ammonium  sulphate  and  the  sulphates  and  selenates  of  potass- 
ium, rubidium,  and  caesium.  In  the  year  1862,  Victor  von  Lang 
published  {Sitzungsher.  K.  Akad.  Wiss.  Wien,  45,  ii,  109)  a  description 
of  rhombic  crystals  of  ammonium  selenate,  prepared  by  von  Hauer, 
isomorphous  with  those  of  ammonium  sulphate,  and  mentioned  also 
some  thin  needles  having  a  prism  angle  of  4:2°55',  which  were  optically 
different  from  the  rhombic  crystals. 

Fig.   1  is  a  copy  of  von  Lang's  drawing  of    the  rhombic  crystals 
with  modernised  symbols. 


130 


Ten  years  later,  Topsoe  {Arch,  des  Sciences  j)hys.  et  nat,  Geneve, 
1872,  45,  80)  prepared  the  salt  by  the  saturation  of  selenic  acid  with 
ammonia,  and,  by  allowing  the  solution  to  evaporate  spontaneously, 
obtained  prismatic  and  tabular  crystals  belonging  to  the  monocliuic 
system,  but  no  rhombic  crystals  as  described  by  von  Lang.  He  con- 
cluded, therefore,  that  ammonium  selenate  is  dimorphous,  but  that 
the  conditions  for  the  production  of  the  rhombic  form  are  unknown. 

The  possibility  of  isodimorphism  in  the  various  series  of  salts  of 
potassium,  rubidium,  ctesium,  and  ammonium  has  recently  been  dis- 
cussed by  Gossner  {Zeit.  Kryst.  Min.,  1905,  40,  69).  It  frequently 
happens  that  the  corresponding  salts  of  the  same  acid  crystallise 
differently  under  ordinary  conditions.      Thus,    Gossner  had    already 
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shown  (ibid.,  1904,  39,  381)  that  ammoniuiQ  hydrogen  sulphate  and 
potassium  hydrogen  sulphate  crystallise  in  quite  different  forms  of  the 
rhombic  system.  The  change  or  gap  occurs  between  the  potassium 
and  the  rubidium  salts  in  the  double  uranyl  nitrates  investigated  by 
Sachs  (ibid.,  1904,  38,  496),  the  potassium  salt  being  rhombic  and  the 
rubidium  and  civsium  salts  rhombohedral,  whilst  it  occurs  between 
the  rubidium  and  ciesium  salts  in  the  double  chlorides  with  ferric 
chloride  investigated  by  Gossner  in  the  memoir  now  under  discussion. 
In  every  case,  however,  in  which  the  members  of  the  series  on  both 
sides  of  the  gap  have  been  crystallised  from  mixed  solutions,  the 
missing  form  has  been  discovered  in  the  mixed  crystals.  Gossner 
concludes,  therefore,  that  "  die  entsprechenden  Salze  von  ]SrH^,K,Rb,  Cs 
bilden  immer  eine  isomorphe  Gruppe,  zeigen  jedoch  auiiallend  hiiufig 
die  Erscheinung  der  Isodimorphie.  In  reinem  Zustande  ist  meist  nur 
die  eine  Modification  f  iir  ein  Salz  bekannt ;  in  isomorphen  Mischungen 
ist  jedoch  die  fehlende  zweite  Modification  immer  nachzuweisen." 


Preparation  of  the    Pure    Salt   and    Crystallisation   under    Different 

Conditions. 

The  salt  was  prepared  by  saturating  pure  selenic  acid  obtained  from 
Merck,  diluted  with  an  equal  bulk  of  water  and  contained  in  the  three 
bulbs  of  a  U -absorption  tube,  with  ammonia  gas  obtained  by  gently 
warming  an  ammonia  solution  of  0"880  sp.  gr.  The  reaction  is 
accompanied  by  considerable  evolution  of  heat.  The  salt  is  nearly 
twice  as  soluble  in  water  as  ammonium  sulphate,  and  is,  indeed, 
remarkably  deliquescent ;  moreover,  the  saturated  solution  is  highly 
viscous. 

Four  different  preparations  were  made  of  about  25  grams  of  the 
pure  salt  in  each  case.  The  filtered  solutions  were  concentrated  to 
satui-ation  or  supersaturation  and  allowed  to  crystallise,  either  as  a 
whole  or  after  subdivision,  under  the  following  different  conditions  : 
(1)  spontaneously  in  the  open  air  of  the  laboratory ;  (2)  in  a  desiccator 
over  concentrated  sulphuric  acid  at  the  ordinary  atmospheric  pressure  ; 
(3)  over  concentrated  sulphuric  acid  in  a  vacuum  ;  (4)  at  a  warm 
summer  temperature  under  the  three  previous  conditions  ;  (5)  similarly, 
at  a  cold  winter  temperature ;  (6)  at  the  temperature  of  a  freezing 
mixture  of  ice  and  salt ;  (7)  at  a  temperature  of  TO'^  after  saturation 
at  100°;  (8)  at  the  ordinary  temperature  after  dropping  into  the 
solution  a  crystal  of  ammonium  sulphate. 

In  every  instance,  monoclinic  crystals  only  were  deposited  of  the 
characters  detailed  in  the  latter  portion  of  this  communication  and 


QUESTION   OF   ISODIMOllPHISM   IN   THE   ALKALI   SERIES.      lOCl 

corresponding  to  the  brief  description  of  Topsbe.  Determinations  of 
selenium,  by  reduction  with  hydrochloric  acid  and  sulphur  dioxide, 
proved  that  they  consisted  of  pure  anhydrous  neutral  ammonium 
selenate.     In  case  (8),  the  crystal  of  ammonium  sulphate  dissolved. 

The  effect  of  employing  a  different  solvent  was  also  tried.  Alcohol 
and  acetone  do  not  appreciably  dissolve  the  salt,  but  glacial  acetic 
acid  is  a  good  solvent.  From  this  solution  there  were  only  monoclinic 
crystals  deposited,  of  similar  habit  and  angles  to  those  deposited  from 
water. 

Hence  all  efforts  to  obtain  the  rhombic  variety  of  ammonium 
selenate  failed. 


Mixed  Crystals, 

(a)  Ammonium  Selenate  and  Sulphate. — Two  solutions  were  prepared, 
containing  equal  molecular  quantities  of  the  two  salts  in  one  case  and 
two  molecular  proportions  of  the  selenate  to  one  of  the  sulphate  in  the 
other.  lu  both  instances,  rhombic  crystals  resembling  those  of  the 
sulphate  were  deposited  on  evaporation  or  cooling,  and  in  the  case  of 
the  solution  containing  equal  molecular  equivalents  these  were  the 
sole  product  observed.  In  the  case  of  the  other  solution,  however, 
monoclinic  crystals  resembling  those  of  ammonium  selenate  were 
also  deposited.  The  composition  of  the  crystals  of  several  crops 
derived  from  each  of  the  two  solutions  was  investigated  by  the 
immersion  specific  gravity  method,  using  as  liquid  a  mixture  of 
methylene  iodide  and  benzene. 

The  specific  gravity  of  ammonium  sulphate  crystals  at  20°/4°  has 
been  shown  by  the  author  to  be  1-772  (Trans.,  1905,  87,  1187).  That 
of  pure  ammonium  selenate  (monoclinic)  at  the  same  temperature  will 
be  shown  later  in  this  communication  to  be  2'194. 

Khombic  ciystals  from  solution  of  equal  molecules. 

Sp.  gr.  at  2074°  :  Crop  1,  1-813.     Crop  2,  1822. 

These  values  correspond  to  crystals  containing  respectively  9-7  and 
11-8  per  cent,  of  ammonium  selenate. 

The  crystals  of  these  and  several  other  crops  were  goniometrically 
investigated  and  found  to  resemble  strongly  those  of  ammonium 
sulphate,  the  angles  being  within  3'  of  those  for  that  salt. 

Crystals  from  solution  of  (NHJ^SO^  +  2(NH4),Se04. 

The  fiji'st  crop  of  crystals  was  not  well  formed,  but  the  second  was 
quite  good,  and  the  two  kinds  of  crystal  deposited  gave  the  following 
densities : 

4  A  2 


1062  TUTTON  :  'AMMONIUM   SELENATE   AND   THE 

(1)  Rhombic  tabular  crystals,  similar  in  character  to  those  derived 
from  the  solution  of  equal  molecules,  pp.  gr.  at  20°/4'  =  1'84Q. 

(2)  Monoclinic  crystals,  elongated  prisms  like  those  illustrated 
later  in  Fig.  4,  sp.  gr.  at  2074°  =  2 •066. 

These  densities  correspond  to  crystals  containing  respectively  16"1 
and  69'7  per  cent,  of  ammonium  selenate. 

Four  successive  crops  were  investigated,  and  always  found  to 
consist  of  rhombic  plates  and  bundles  of  radiating  monoclinic  prisms 
showing  angles  very  close  to  those  of  pure  ammonium  selenate. 

Twins  were  also  observed  of  the  kind  described  later  for  the  pure 
salt. 

(b)  Ammonium  and  Potassium  Selenates. — A  solution  of  equal 
molecular  proportions  deposited  only  rhombic  mixed  crystals  of  the 
type  of  those  of  potassium  selenate  and  showing  similar  angles : 
sp.  gr.  at  20°/4°  =  2-793.  As  that  of  potassium  selenate  is  3-067,  the 
crystals  apparently  contained  31-4  per  cent,  of  ammonium  selenate. 

(c)  Ammonium  and  Rubidium  Selenates. — A  solution  of  equal 
molecular  proportions  of  these  salts  also  deposited  only  rhombic  mixed 
crystals  similar  in  type  and  angles  to  those  of  rubidium  selenate : 
sp.  gr.  at  20°/4°  =  3-160,  corresponding  to  43-4  per  cent,  content  of 
ammonium  selenate  (sp.  gr.  of  pure  Rb2SeO^  =  3-902).  A  second 
solution  containing  two  molecular  proportions  of  ammonium  selenate 
and  one  of  rubidium  selenate  also  yielded  only  rhombic  crystals.  Two 
crops  were  examined  :  the  first  had  a  sp.  gr.  of  2-891,  corresponding  to 
59-19  per  cent,  of  ammonium  selenate,  and  the  second  had  a  sp.  gr.  of 
2-858,  corresponding  to  61-12  per  cent.  The  latter  mixed  crystals  were 
of  perfect  form,  rectangular  tables  parallel  to  6{010},  bevelled  by  faces 
of  the  pi'isms  ^?{110}  andy{130},  and  the  domes  g'JOll}  and  §''{021} ; 
they  were  the  richest  in  ammonium  selenate  of  any  rhombic  crystals 
obtained.  The  ease  with  which  these  two  salts  crystallise  together 
is  doubtless  due  to  the  close  similarity  which  has  in  general  been 
shown  by  the  author  to  exist  between  the  structure  of  ammonium  and 
rubidium  salts,  as  indicated  by  their  closely  approximating  topic  axes. 


Reinvestigation  of  von  Lang's  Crystals. 

Having  had  the  good  fortune  to  make  the  personal  acquaintance 
of  Prof,  von  Lang,  the  author  communicated  to  him  the  main  result  of 
the  investigation.  Happily  the  identical  crystals  investigated  in  1862 
had  been  carefully  preserved,  and  Prof,  von   Lang  most  generously 
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forwarded  them  from  Vienna  to  the  author.  They  were  contained  in 
a  small  tube,  plugged  with  cotton  wool,  and  closed  by  a  tightly  fitting 
cork.  Their  condition  after  forty-four  years  was  ttill  sufficiently 
good  to  enable  most  valuable  ob.servations  to  be  made  with  them, 
although  there  was  not  a  large  enough  quantity  to  enable  any  to  be 
used  for  analysis.  The  crystals  had  lost  many  of  their  edges  by 
deliquescence,  but  this  had  not  gone  too  far  to  prevent  reflections 
from  being  obtained  from  many  of  the  faces. 

The  majority  of  the  crystals  corresponded  precisely  to  the  rhombic 
type  described  by  Prof,  von  Lang,  but  besides  these  there  were  two  or 
three  of  the  thin  needles  to  which  he  also  refers.  The  best  preserved 
of  the  latter  and  several  of  the  rhombic  type  were  selected  for 
investigation.  Their  density  was  first  determined  by  the  immersion 
method  (using  methylene  iodide  and  benzene),  and  afterwards  they 
were  goniometrically  and  optically  examined.  The  results  of  the 
density  determinations  are  as  under  : 

Sp.  gr. 

at  2074' 

Rhombic  variety 2-0774 

Elongated  prism  (needle)  ...     2-1719 


(Sp.  gr.  of  pure  ammonium  sulphate,  1-772,  and  of  ammonium 
selenate,  2-194.)  Allowing  for  possible  deterioration  by  time  (internal 
deliquescence),  the  needle  corresponded  remarkably  closely  in  density  to 
monoclinic  ammonium  selenate.  Subsequent  goniometrical  examina- 
tion of  it  at  once  revealed  the  interesting  fact  that  it  was  identical 
crystallographically  with  the  monoclinic  variety  of  Topsoe  and  the 
author.  The  elongated  prism  zone  was  the  zone  [acm],  which  has 
usually  been  the  predominating  zone  in  the  author's  preparations, 
giving  rise  to  long  prisms.  A  fairly  trustworthy  measurement  of 
f«;=  (100)  :  (001)  gave  the  angle  64°36',  another  of  cm  =  (001)  :  (201) 
gave  68°0',  and  a  third  of  a»i  =  (100) :  (201)  yielded  47°20'.  These 
are  sufiiciently  close  to  the  author's  mean  values  (see  table  on  p.  1067) 
for  these  angles,  64*^3 1',  68°27',  and  47°2',  to  enable  the  conclusion  to 
be  drawn  that  they  are  identical  with  the  monoclinic  variety.  The 
terminal  planes  forming  the  pointed  end  were  also  adequately  good  to 
enable  them  to  be  identified  as  those  of  the  monoclinic  primary  prism 
^;[110}  and  hemipyramid  o'{Tll}.  The  prism  angle  of  42°55',  which 
von  Lang  states  was  given  by  the  thin  needle  measured  by  him,  was 
doubtless  that  of  a  twin  prism,  which  the  author  finds  to  be  a  very 
common  form  and  which  has  a  theoretical  angle  of  43°16'. 

The  best  crystal  of  the  rhpmbic  variety  was  a  rectangular  rhombic 
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plate,  and,  although  deliquescence  had  set  in  to  a  considerable  extent, 
measurements  were  obtained  which  proved  conclusively  that  the 
tabiilar  plane  of  the  crystal  was  the  brachypinacoid  6{010j,  that  the 
longer  edges  were  bevelled  by  faces  of  the  prism  [130]  inclined  at 
approximately  31°,  and  that  the  shorter  edges  (zone  at  right  angles  to 
the  one  just  referred  to)  were  bevelled  by  the  dome  [011}  inclined 
at  53^°  to  the  tabular  plane.  These  values  are  sufficient  to  identify 
the  crystal  with  one  of  those  measured  by  Prof,  von  Lang,  and 
confirm  the  rhombic  symmetry  and  similarity  to  ammonium  sulphate 
and  the  other  alkali  sulphates  and  selenates.  The  position  and  angles 
of  separation  of  the  optic  axes  were  determined  by  immersion  of  the 
crystal  in  oil  of  anise,  which  has  nearly  the  .^ame  refractive  index. 
The  first  median  line  is  the  normal  to  c'OOl},  and  the  plane  of  the 
optic  axes  is  the  tabular  plane  5 [010}.  The  true  angle  2Va  for  red  is 
55°36',  and  for  blue  58°54'.  Thus,  rhombic  ammonium  sulphate  and 
ammonium  selenate  have  an  identical  optic  axial  plane,  but,  as 
Prof,  von  Lang  says,  the  first  and  second  median  lines  are  inter- 
changed. 

As  regards  the  composition  of  Prof,  von  Lang's  crystals,  the 
densities  found  for  the  two  varieties,  even  allowing  for  considerable 
deterioration  due  to  age  and  deliquescence,  appear  to  indicate  that  the 
solution  from  which  they  were  grown  contained  some  admixed 
ammonium  sulphate.  If  there  were  no  deterioration,  the  density 
results  would  correspond  to  rhombic  crystals  containing  73  per  cent, 
of  ammonium  selenate  and  the  rest  of  sulphate,  and  to  monoclinic 
crystals  containing  95  per  cent,  of  ammonium  selenate.  But  this  is 
probably  an  exaggeration  of  the  degrees  of  impurity,  as  deterioration 
would  account  for  part  of  it.  The  results  afford,  however,  reason- 
able proof  that  there  was  some  isomorphous  impurity,  probably 
ammonium  sulphate,  as  this  is  the  only  salt  of  lower  density  in  the 
series,  and  that  the  greater  part  of  it  was  concentrated  in  the 
rhombic  crystals,  the  strict  isomorphs  of  the  impurity.  It  has  been 
shown  in  a  preceding  section  of  this  memoir  that  rhombic  mixed 
crystals  can  readily  be  obtained  when  33  per  cent,  of  a  rhombic 
salt  of  the  series  is  present  along  with  ammonium  selenate  in  the 
parent  solution,  and  as  rich  as  60  per  cent,  in  ammonium  selenate 
when  rubidium  selenate  is  the  second  salt. 
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Monoclinic   Varietij  of  Ammonium  SelencUe. 

An  estimation  of  seloniuin  in  1"04:06  grams  of  the  crystals  by 
reduction  with  hydrochloric  acid  and  sulpliur  dioxide  gave  So  =  43'72 
per  cent.  The  calculated  percentage  for  (NH^).2Se04  is  8e  =  4416.  It 
was  found  somewhat  difficult  to  precipitate  the  last  trace  of  selenium. 
TopsiJe  also  obtained  43"7. 

Symmetry :  Monoclinic,  holohedral. 

Habit :  Prismatic  (even  acicular)  along  the  direction  of  the  sym- 
metry axis  or  tabular  parallel  to  the  basal  plane,  ortho-pinacoid,  or 
hemi-pyramid  o'{  1 11 1. 

Type  of  Structure :  Pseudo-hexagonal,  primary  prism  zone  faces 
inclined  at  approximately  60°  (within  1°). 

Jiatio  of  Axes  :  a:b  :  c=  1-8900  : 1  :  M987. 

Axial  Angle:  ^=64°31'. 

Forms  observed :  aJlOO},  cjOOl},  w{201},  p\nO},  /{310},  o{lll}, 
o'{Tll},  nlHllj. 

Twinnimj :  Common,  on  a  plane  perpendicular  to  the  symmetry 
plane  and  to  the  normal  to  c{001},  the  latter  being  the  twin  axis. 


Cleavage  :  Three  directions,  parallel  to  a{100}  most  perfect,  c'OOl 
next  in  order  of  perfection,  and  6{010}. 

The  spherical  projection  is  given  in  Fig.  2. 


a/ioo) 


C(ovi) 


Fig.  2. 


Twenty-two  crystals  were  employed  in  the  goniometrical  work, 
selected  from  eleven  diflerent  crops,  some  obtained  from  saturated 
solutions  placed  over  concentrated  sulphuric  acid  in  a  vacuum,  and 
some  over  sulphuric  acid  at  the  ordinary  pressure,  whilst  two  were 
from  strongly  supersaturated  solutions  exposed  to  the  open  atmosphere. 
The  latter  method  only  yields  good  crystals  on  very  dry  days  owing 
to  the  rapid  deliquescence  of  the  crystals  in  moist  air. 


lOGC) 
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The  prismatic  class  varied  from  thin  needles  to  solid  blocks,  such  as 
that  shown  in  Fig.  3,  but  were  very  commonly  of  the  intermediate 
character  shown  in  Fig.  4,  with  the  two  faces  belonging  to  each  form 
of  the  elongated  zone  developed  to  very  different  extents.  Certain  of 
the  crops  obtained  in  a  vacuum  yielded  thick,  tabular  crystals  of  the 
kind  illustrated  in  Fig.  5.      The  relative  development  of  faces  was 


rf\\ 


a 


Fig.  3. 


r 


^i= 


Fig.  4. 


Fig.  5. 


so  varied  that  every  one  of  the  five  principal  forms  a{100},  c{001}, 
7n{201},  ^;{110},  o'{lll}  was  observed  most  prominently  developed 
in  turn,  and  often  the  two  halves  of  the  same  crystal  were  differently 
developed. 

The  crystals  have  a  brilliant,  clear,  waxy  appearance,  and  are  very 
soft.     Their  saturated  aqueous  solution  is  very  viscous. 

The  results  of  the  measurements  are  presented  in  the  accompanying 
table. 

The  only  angular  value  given  by  Topsoo  is  that  for  ac,  which  is 
also  the  angle  between  the  oblique  axes,  and  which  he  found  to  be 
64°27'.  The  agreement  affords  adequate  proof  of  the  identity  of  the 
crystals. 

The  numerous  twins  are  characterised  by  the  elongated  ortho-prism 
zone  [acm]  showing  two  different  angles,  aa  50°58'  and  mm 
43^16',  on  different  sides  of  the  centre,  instead  of  the  two  equal 
angles  am  of  47^7'  of  the  single  crystal.  Also  the  ends  of  the 
elongated  prisms  show  re-entrant  angles,  the  value  between  the  two 
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approximated  ^j-faces  of  the  two  individuals  being  25°8'  and  that 
between  the  two  o'-faces  of  different  individuals  61°24'.  lie-entrant 
angles  are  also  frequently  shown  along  the  flatter  ridges  of  the  elongated 
prisms,  owing  to  thin  strips  of  the  next  normal  faces  of  each  single 
crystal  being  also  present.  Five  such  twins  were  measured  and  the 
values  observed  for  these  four  twin  angles  were,  on  the  average, 
witliin  4'  of  the  calculated  values  just  enumerated.  Fig.  6  will  render 
the  construction  of  the  twins  clearer,  the  plane  of  projection  being  the 
symmetry  plane,  as  in  the  case  of  the  spherical  projection  of  the 
normal  single  crystals  given  in  Fig.  2.  It  is  as  if  a  single  crystal 
were  cut  thi'ough  along  a  plane  parallel  to  cfOOlJ  and  perpendicular  to 
the  symmetry  plane  of  projection,  and  one-half  were  then  rotated  for 
180°  about  the  normal  to  c{001}  as  twin  axis. 


Morphological  Angles  of  Monoclinic  Ammonium  Selenate. 


Angle  measured. 

No.  of 
measure- 
ments. 

Limits. 

Mean 
observed. 

64°31' 

Calcu- 
lated. 

Difference. 

"  ac    =(100)  :  (001) 

40 

64=22'— 64°44' 

» 

■    cm  =(001)  :  (201) 

39 

68  11—68  42 

68  27 

68°22' 

5' 

_  ma  =(201)  :(100) 

31 

46  40  —47  29 

47    2 

47    7 

5 

(  ap'  =(100)  :  (310) 

4 

29  27  —29  49 

29  36 

29  38 

2 

p'p  =(310)  :  (110) 

3 

29  52  —30    8 

30    0 

30    0 

0 

"    aj)   =(100)  :  (110) 

36 

59  23  —59  56 

59  38 

* 

— 

{p2}  =(110)  :(110) 

13 

60  33  —60  50 

60  42 

60  44 

2 

(  ao   =(100)  :  (111) 

17 

52  45—53    5 

52  58 

52  56 

2 

oo'  =(111)  :  (111) 

14 

45    6—45  29 

45  16 

45  18 

2 

ao'  =(100)  :  (111) 

29 

98    4—98  25 

98  14 

98  14 

0 

■    o'n  =(111)  :  (311) 

— 

— 

— 

38    2 

— 

?i«  =(311)  :  (100) 

— 

— 

— 

43  44 

— 

o'a  =(111)  :(100) 

26 

81  35  —81  58 

81  46 

81  46 

0 

,co    =(001)  :(111) 

14 

43  43  —43  58 

43  51 

43  53 

2 

op   =(111) : (110) 

14 

33  20  —33  43 

33  30 

33  33 

3 

-    cp   =(001)  :  (110) 

34 

77  11—77  37 

77  22 

77  26 

4 

pa'  =(110)  :  (111) 

24 

43    7—43  34 

43  19 

43  16 

3 

^  o'c  =(111)  :(001) 

31 

59  10—59  27 

59  18 

* 

— 

.  ?wo'=(201)  :(111) 

29 

55  42—55  56 

55  50 

55  47 

3 

o'p  =(111)  :  (110) 

25 

54    5—54  32 

54  18 

54  20 

2 

■    pn  =(110)  :  (311) 

1 

— 

34  34 

34  35 

1 

?m=(311)  :  (201) 

1 

— 

35  18 

35  18 

0 

^  pm={UO)  :  (201) 

23 

69  30  —70    3 

69  52 

69  53 

1 

Total  number  of  mea-\ 
surements    / 

448 
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In  the  above  description,  the  vertical  and  inclined  axes  c  and  a  of 
Topsue's  description  are  interchanged.  This  was  done  to  bring  out  a 
striking  similarity  between  the  primary  prism  zone  of  these  mono- 
clinic  crystals  of  ammonium  selenate  and  the  primary  prism  zone  of  the 
rhombic  crystals  of  ammonium  sulphate,  and  the  sulphates  and  selenates 
of  potassium,  rubidium,  and  caesium.  In  both  cases  there  is  close 
simulation  to  hexagonal  symmetry.  The  angle  ap  =  (100) :  (110)  of  am- 
monium selenate  is  59"38',  «/ =  (100)  :  (310)  is  29"38',  and  p'p  = 
(310)  :  (110)  is  30°0' ;  the  corresponding  angles  in  ammonium  sulphate 
are  a;^-(100)  :  (110)  =  29°24',  and  /»/-(!  10) :  (130)  =  30°0',  together 
making  a;/ =  (100)  :  (130)  =  59°24'.  The  angles  in  this  zone  are  thus 
in  both  instances  very  nearly  30°  and  60°.  although  the  primary  prism 


Fig.  6. 


of  the  one  appears  to  correspond  most  nearly  to  the  tertiary  prism  of 
the  other.  Hence,  while  the  basal  plane  is  tilted  in  this  (monoclinic) 
variety  of  ammonium  selenate,  the  angles  between  the  faces  of  the 
prism  zone  remain  practically  the  same  as  in  the  rhombic  variety. 
This  order  of  setting  up  the  crystals  is  thus  adopted  as  being  most 
probably  the  correct  one  as  regards  structure,  and  the  topic  axes  have 
been  calculated  on  the  assumption  of  pseudo-hexagonal  symmetry, 
exactly  similar  as  regards  the  prism  zone  to  that  of  the  other  sulphates 
and  selenates  of  the  alkali  series. 


Volume  and  Structure. 

ReUitive  Dev,sity. — The  following  six  determinations  were  made  by 
the  suspension  method,  using   a    mixture    of  methylene  iodide    and 
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benzene  as  the  immersion  li(]iud.     Small  and  very  well-formed  crystals 
grown  in  a  vacuum  were  employed. 


Temp,  of 

Corresponding,' 

sp. 

gr- 

Calculated  sp.  j^r 

observation. 

compared  with  watc 

•  at  4°. 

for  2074'^ 

18-4° 

2-1937 

2-1934 

19-4 

21945 

2-1944 

17-7 

2-1938 

2-1933 

14-6 

2-1 952 

2-1940 

14-5 

21951 

2-1939 

150 

2-1942 

Mean  .. 

2-1931 

2-1937 

The  density  of  ammonium  selenate,  as  crystallisGd  in  the  ordinai-y 
nionoclinic  form,  is  therefore  taken  as  2-194  for  20^/4'^. 

The  position  of  ammonium  selenate  in  the  selenate  series  as  regards 
density  will  be  seen  from  the  following  table  to  be  similar  to  that  of 
ammonium  sulphate  in  the  sulphate  series,  each  being  the  lightest 
member  of  its  series. 

(NHJ0SO4 1-772  (NH4)2Se04  ...  2-194 

KgSO/   2-666  K2Se04 3-067 

RbgSO^ 3-615  RbaSeO^    3-902 

CS2SO4    4-246  Cs.3Se04     4-456 

Molecular    Volume. — —    =  — '-   =    81 '12.     It  will  be  seen  from 

d  2-194 

the  following  table  of  the  molecular  volumes  of  the  eight  salts  of  the 

series  that  the  position  of  ammonium  selenate  is  analogous   to  that 

of  ammonium  sulphate,  namely,  immediately  following  the  rubidium 

salt. 

K.SO^  64-91  K2Se04  71-67 

Rb,SO^ 73-34  Rb.SeO^ 79-94 

(NH4)2S04    ...  74-04  (NH,,)2SeO,    ...  81-12 

CS2SO4 84-58  CsgSed^ 91-09 

Topic  Axes. — These  have  been  calculated  both  on  the  assumption  of 
the  ordinary  monoclinic  structure,  and  on  that  of  pseudo-hexagonal 
structure,  the  latter  for  the  reasons  stated  at  the  end  of  the  last 
section.  On  the  former  assumption,  ;(,  \p,  and  w  represent  the  relative 
distances  apart  of  the  centres  of  gravity  of  the  molecular  structural 
units  (Sohncke  points)  along  the  directions  of  the  three  monoclinic 
axes.  They  are  given  by  the  following  formulje,  in  which  a,  b,  c  are 
the  axial  ratios,  and  /8  is  the  angle  between  the  inclined  axes,  a  and  c, 
while  V  is  the  molecular  volume  : 
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=7, 


cSin/3' 


3/ 


V 

ac  Sin  /3' 


b) 


^/    c'-T 
VaSinfl" 


Their  values  are  :  x  :  "A  =  "   =    6-4456  :  3-4104  :  4-0880. 

On  the  latter  (pseudo-hexagonal)  assumption,  the  structural  arrange- 
ment is  as  shown  in  Fig.  7,  which  represents  a  section  through  the 
crystal  perpendicular  to  the  primary  prism  zone  [apb].  \p  represents 
the  separation  of  the  structural  points  along  the  symmetry  axis  h,  and 

but  X    ^0    longer   represents   the 


o)  that  along  the  vertical  axis  c 


a  (foo) 


Fig.  7. 


separation  along  the  axis  a,  but  along  two  pseudo-hexagonal  axes, 
inclined  to  the  plane  of  the  paper,  and  whose  plans  lie  at  nearly  60° 
to  each  other  and  to  the  symmetry  axis  b  (topic  axis  i]/).  They  are 
given  by  the  following  formulae  : 


i-vrr 


a2.  .7  ~- 


2r_ 

Sin  /?' 


X  =  2"vi  +  a\  ^/  — ^;— ^,    xp  = 

and  their  numerical  values  are  as  under 


to 


-I 


2c^V 
a  Sin  j8 


X  :  ^  :  CO  =  4-5939  :  4-2968  : 5-1506. 

It  is  interesting  to  compare  these  topic  parameters  of  monoclinic 
ammonium  selenate  with  those  of  the  rhombic  sulphates  and  selenates 
of  the  alkalis,  as  analogously  pseudo-hexagonally  expressed  in  the 
author's  last  communication  (Trans.,  1905,  87,  1188).  On  examining 
the  table  there  given  it  will  be  observed  that  the  topic  parameters  of 
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ammouium  selenate  are  very  similar  to  those  in  the  table.  The  values 
of  ij/  and  0)  lie  between  those  for  potassium  and  caisium  selenates,  i}/ 
being  close  to  the  caesium  salt  value  and  w  to  the  potassium  salt  value. 
The  less  strictly  comparable  pair  of  parameters  ;(  are  of  the  same 
order  as  the  values  of  ^  ^^^  ^^^  metallic  selenates,  being  slightly 
greater  than  the  value  for  ca;sium  selenate.  Although  the  in- 
dividual  parameters  are  naturally  not  so  truly  comparable  as  are 


200 


TemperatuKio' 


tocf 


those  of  the  rhombic  salts  among  themselves,  it  is  noteworthy  that  the 
average  (mean  of  x>  ^,  and  w)  of  the  parameters  of  ammonium  selenate 
is  intermediate  between  the  averages  for  the  rubidium  and  ccesium  salts. 


Solxijhility. 

Three  determinations  of  the  solubility  of  the  mouoclinic  crystals  of 
ammonium  selenate  were  made,  for  saturation  at  7°,  59°,  and  100° 
respectively. 
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Determination  of  Solubility  of  Ammonium  Selenate. 

Weight  of  Weight  of  Parts  by  weight  of  salt 

satui-aknl  Teuip.  of  anliydrous  dissolved  by  100  parts 

solution  taken.         saturation.  salt  obtained.  of  water. 

Hit?  grams  7°  8-06  grams  117 

2(301     ,,  59  16-17     „  164 

16-46     ,,  100  10-91     ,,  197 

It  will  be  seen  from  the  last  column  that  water  at  the  ordinary 
temperature  dissolves  slightly  more  than  its  own  weight  of  ammonium 
selenate,  and  boiling  water  almost  exactly  twice  its  weight. 

The  results  are  graphically  expressed  in  the  longer  curve  (which  is 
nearly  a  straight  line),  AB,  in  Fig.  8.  The  shorter  curve,  CD,  is  the 
super-solubility  curve,  which  has  been  most  kindly  determined  by 
Prof.  Miers  and  Miss  Isaac  by  the  refraction  method  which  they  have 
recently  described  to  the  Society  (Trans,,  1906,  89,  413).  It  has  been 
constructed  from  the  following  data  which  they  have  furnished : 


Parts  of  salt  to  each 

Maximum  value  of  refractive 

Temperature  at 

100  jiarts  of  water. 

index  of  solution  reached. 

highest  point. 

142-5 

1-42528 

25° 

130-22 

1-42192 

19-5 

126-8 

1-42127 

16-2 

124-35 

1-42107 

1 

It  will  be  observed  that  the  supersolubility  curve  runs  nearly  parallel 
with,  and  very  close  to,  the  solubility  curve  at  the  lower  temperatures 
in  the  neighbourhood  of  the  ordinary,  and  that  the  two  curves  diverge 
from  near  20°  onwards  at  an  accelerating  rate.  Hence  at  the 
ordinary  temperature  there  is  but  a  very  nain-ow  range  of  meta- 
stability  between  the  unsaturated  and  the  labile  condition,  while  the 
range  is  considerably  greater  at  a  warm  summer  temperature. 

On  comparing  this  result  with  the  results  previously  given  for  the 
metallic  selenates  (Trans.,  1897,  71,  851),  and  for  the  same  tempera- 
ture of  12°,  it  will  be  seen  that  100  parts  by  weight  of  water  at  12" 
dissolve  re.spectively  115  parts  of  potassium  selenate,  122  parts  of 
ammonium  selenate,  159  parts  of  rubidium  selenate,  and  245  parts  of 
caesium  selenate.  The  solubility  of  ammonium  selenate  is  thus  only 
slightly  greater  than  that  of  potassium  selenate ;  it  is  nearly  twice  as 
great  as  that  of  ammonium  sulphate  (74  parts  in  100  of  water). 
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Optics. 

Orientation  of  Axes  of  Optical  Ellipsoid. — Three  determinations  of 
the  extinction  directions  in  the  symmetry  plane  were  made  with  three 
section-plates  ground  parallel  to  the  latter.  One  of  the  two  extinction 
directions  is  very  close  to  the  normal  to  cjOOl},  as  shown  in  Fig.  9,  and 
the  exact  positions  found  for  it  are  as  under  : 

Section  1    1°49'  behind  the  normal  to  c{001}. 

}}      •'   2  56  „  „ 

Mean  ...  2°18' 


(rocD 


afi^'^' 


(fOO) 


Fig.  9. 


This  direction  in  the  symmetry  plane  is  the  intermediate  axis  (3  of  the 
indicatrix  or  of  the  optical  velocity  ellipsoid,  perpendicular  to  the  plane 
containing  the  optic  axes,  which  latter  is  thus  perpendicular  to  the 
symmetry  plane.  The  other  direction  of  extinction  (at  90°  to  the  one 
measured)  in  the  symmetry  plane  is  the  first  median  line  and  axis  y 
of  the  indicatrix  or  c  of  the  optical  velocity  ellipsoid.  It  is  within 
half  a  degree  of  being  midway  between  the  normals  to  «(100}  and 
m{20T},  being  situated  23°irfrom  the  former  normal  and  23"56'  from 
the  latter.  The  symmetry  axis  b  is  the  second  median  line  and  axis  a 
of  the  indicatrix  or  h  of  the  velocity  ellipsoid. 

The  sign  of  the  double  refraction  is  positive. 

Refractive  Indices. — These  were    determined    with    six    60°-prisms, 
each  so  ground  as  to  give  two  indices  directly 
in  the  accompanying  table. 


The  results  are  given 
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Refractive  Indices  of  Ammoniimi  Selenate. 


Index.         Nature  of  liglit. 
Li 


Vibratious  jiarallel  to 

the     synnnetry     axis 

12M.L.). 


;9. 

Vibrations  parallel  di- 
rection   in  svninielry 
plane  2°18'l)eliind  the 
uornial  to  cjOOl}. 


Vibrations  parallel  to 
the  lirst  median  line. 


Limits. 
1-5554—68 
1-5565—79 
1-5598—613 
1-5634—48 
1-5681—90 
1  -5744—56 


Mean. 


Li  . 
C  .. 
Na 
Tl.. 
F  .. 
G.. 


1-5576—88 
-99 
-35 
-70 
-19 
-S3 


1-5587- 
1  -5623- 
1  -5659- 
1-5706- 
1-5775- 


Li., 
C  .. 

Na 
Tl.. 
F  .. 
G  .. 


1-5787- 
1-5797- 
1  -5839- 
1-5877- 
1-5929- 
1-6000- 


-805 

-815 

-55 

-92 

-42 

-12 


5561 
5571 
5607 
5641 
5687 
5752 

5584 
5594 
5630 
5665 
5713 
5781 

5796 
5806 
5846 
5885 
5935 
6005 


Mean  of  a,  /3,  and  7  for  Na-light,  1-5694. 


The  y8  index,  corrected  to  a  v&cuum  (correction  =  -\-  0-0004)  for 
light  of  any  wave-length  X  as  far  as  that  of  the  green  thallium  line, 
is  represented  absolutely  by  the  following  formula,  which  is  also 
approximately  valid  for  the  blue  end  of  the  spectrum  : 


/3  =  1-5404  + 


988  153   6  585  000  000  000 


A2 


X* 


The  a  indices  are  also  very  closely  reproduced  if  the  constant  1-5404 
is  diminished  by  0-0024,  and  the  y  indices  if  it  is  increased  by  0021 6. 
The  double  refraction,  f/.y-a,  is  as  follows  : 


For  Li-light  0-0235 


C- 

Na- 


0-0235 
0-0239 


ForTl-light  0-0244 

„    F-     „      0-0248 

„    G-    , 0-0253 


Refractive  Indices  at  Higher  Temperatures. — These  were  determined 
with  two  of  the  prisms,  yielding  respectively  a  and  fi,  and  ^  and  y. 
Determinations  were  made  not  only  for  80°,  as  in  the  case  of 
ammonium  sulphate,  but  also  for  the  temperature  of  100°.  For  on 
heating  the  prism  yielding  a  and  /?,  the  two  images  corresponding  to 
these  two  indices,  already  unusually  close  together  (separation  13'  for 
Na-light),  were  observed  to  approach  each  other  so  that  at  80°  they 
were  only  6'  apart,  overlapping  at  the  broad  ends  of  the  images  of  the 
Websky  slit  and  almost  touching  at  the  central  narrow  part.  After 
the  determination  at  80°,  the  phenomena  were  followed  further.  At 
87°,  the  images  had  approached  to  within  3',  the  central  parts  just 
touching.     At  91°,  their  separation  was  further  reduced  to  2',  at  96° 
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they  were  less  than  1' apart,  and  at  100°  they  were  identical  for  all 
wave-lengths.  At  this  temperature,  for  which  a  series  of  dotormina 
tions  was  carried  out,  the  curious  spectacle  was  observed  of  an 
apparently  single  image,  which  remained  unextinguished  for  all 
positions  of  the  nicol  in  front  of  the  eyepiece.  In  reality,  one  image 
■was  being  extinguished  as  fast  as  the  other  was  coming  into  view,  and 
thus  their  united  intensity  remained  almost  constant.  It  would  have 
been  quite  so  were  it  not  for  the  fact  that  the  image  visible  when  the 
nicol  is  at  90^  is  always  slightly  fainter  than  that  seen  when  the  nicol 
isatO°,  owing  to  greater  loss  by  reflecton  from  the  incident  prism  face. 
Beyond  100°,  the  images  began  to  separate  again  on  opposite  sides  of 
each  other,  so  that  a  now  became  (3  and  vice  versd. 

This  condition  of  identity  of  two  of  the  refractive  indices,  and  thus 
of  the  temporai-y  conversion  of  the  optical  ellipsoid  into  an  ellipsoid  of 
revolution,  has  been  found  by  the  author  in  previous  cases,  in  which 
this  series  of  salts  has  proved  rich,  to  be  accompanied  by,  and  to  be 
the  explanation  of,  the  phenomenon  of  crossed-axial-plane  dispei'sion 
of  the  optic  axes.  It  will  subsequently  be  shown  (p.  1093)  that 
ammonium  selenate  is  no  exception  to  this  rule. 

Corresponding  determinations  at  80°  and  100°  were  also  made  with 
the  second  prism  affording  (3  and  y,  and  the  following  table  exhibits 
the  combined  results  of  both  sets  of  deternuDations  : 

Rel'iactive  indices  lor  80'.  lleiVactivc  indices  for  100°. 

Nature  of  light.        o.  )S.  y.  a  and  /6  y. 

Li    1-55.56  1-5560  1-5764  1-5553  1-5757 

C 1-5563  1-5568  1-5773  1-5561  1-5765 

Na  l-.5;)99  1-5605  1-5812  1-5593  1-5804 

Tl     1-5637  1-5643  1-5852  1-5636  1-5843 

F  1-5682  1-5689  1-5900  1-5682  1-5890 

The  images  for  G-light  were  not  seen  so  well  at  these  temperatures 
as  at  the  ordinary  temperature,  owing  to  loss  of  light  by  reflection 
from  the  glass  plates  closing  the  heating  apparatus. 

Oj)tic  Axial  Angle. — Three  pairs  of  section-plates  perpendicular  to 
the  first  and  second  median  lines  were  prepared  with  the  aid  of 
the  cutting  and  grinding  goniometer  and  afforded  the  following 
measurements,  a-bromonaphthalene  being  the  immersion  liquid  used 
for  the  determinations  of  2IIa  and  2//o. 

Apparent  Angle  in  Air,  2F, 


Light. 

Section  1. 

Section  2. 

Section  3. 

Mean  2E. 

Li 

58°-20' 

59°35' 

59"  9' 

59°  1' 

C. 

58  53 

59  43 

59  30 

59  22 

Xa 

60  15 

61  15 

60  43 

60  44 

Tl. 

61    2 

61  54 

61  43 

61  33 

F  . 

62    1 

62  36 

62  49 

62  29 
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True  Optic  Axial  Angle  of  Ammonium  Selenate,  2 Fa. 

No.  of  Xo.  of 

section      Observed  section  Observed  Calculated        Mean 

lioi]!.  values  jierp.  values  values             value 

Light.        1st  M.L.  of2//rt.  2nd  M.L.        oi2Ho  oi2Va.          oi'lVa. 

(       1  35°  8'  la  126°30'  37°21  ) 

Li     ...     -        2  34  52  2a  126    5  37  10  \     37°10' 

[3  34  46  3a  126  27  37  0  J 

r   1  35  13  la  126  20  37  28  ") 

C    .  J   2  35  1  2a  125  52  37  20  \     37  19 

[       3  34  55  3a  126  17  37  10  J 

f   1  35  44  la  125  17  38  6  "1 

Na....  J   2  35  25  2a  124  45  37  54  V  37  54 

[3  35  25  3a  125  27  37  47  J 

r   1  36  0  la  124  10  38  33  1 

Tl  .  .  J   2  35  42  2a  123  30  38  22  \     38  22 

[3  35  39  3a  124  31  38  10  J 

1  36  7  la  122  57  38  52  ] 

,2  35  56  2a  122  13  38  49  V     38  44 

[3  35  48  3a  123  16  38  30  J 


( 


Horizontal  DispersioJi  of  the  First  Median  Line. — As  the  first 
median  line  lies  in  the  symmetry  plane,  whilst  the  second  median  line 
is  identical  with  the  symmetry  axis,  the  former  only  is  dispersed.  The 
amount  was  determined  by  arranging  the  section-plate  vertically 
instead  of  horizontally  (the  optic  axes  being  separated  in  the  longer 
direction  of  the  plate,  that  of  the  elongated  ortho-prism  zone),  and  the 
nicols  at  90°  and  0°  instead  of  at  45°  and  135°.  Each  optic  axis  in 
turn  was  brought  to  the  centre  of  the  cross-wires  by  rotation  of 
the  back-to-front  cylindrical  adjusting  movement  of  the  polarising 
coniometer,  and  measurements  were  then  made  of  the  lateral  differ- 
ence  of  position  of  the  axis  for  the  usual  six  wave-lengths  of  light 
while  the  plate  was  immersed  in  (1)  oil  of  cassia,  and  (2)  oil  of  anise, 
whose  refractive  indices  are  just  slightly  higher  and  lower  i-espectively 
than  the  mean  index  of  ammonium  selenate.  Both  series  of  determina- 
tions agreed  in  indicating  that  the  first  median  line  is  dispersed, 
.so  that  for  blue  light  it  is  nearer  to  the  normal  to  rtjlOOJ  than  for  red 
light.  The  amount  is  such  that  the  two  optic  axes  are  12'  dispersed 
between  C-  and  F-light,  which  corresponds  to  a  dispersion  of  the 
first  median  line  of  15'. 

Effect  of  Rise  of  Temperature  on  the  Optic  Axial  Angle. — The  re- 
fraction results  had  indicated  the  possibility  of  crossed-axial-plane 
dispersion  at  a  temperature  in  the  neighbourhood  of  100°.  Sections 
1  and  2  were  investigated  with  the  aid  of  the  heating  apparatus 
of  the  larger  Fuess'  polarising  goniometer  and  gave  practically 
identical  results,  showing  that  the  supposition  was  founded  on  fact. 
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The  optic  axes,  separated  by  59 — 62*^  (2ii')  at  the  ordinary  tem- 
perature, approached  each  other  as  the  temperature  rose.  At  60°, 
the  angle  had  become  reduced  to  45°  for  the  middle  of  the  spectrum, 
and  at  75°  to  iO\  At  00^  the  angle  was  only  30°,  and  at  100"  it  had 
become  reduced  to  23°.  Still  further  heating  caused  the  hyperbolic 
brushes  to  coalesce  into  the  uniaxial  rectangular  cross,  and  the 
leraniscates  and  elliptic  rings  to  become  circles,  for  each  wave-length 
in  turn,  beginning  with  the  red,  at  successively  higher  temperatures, 
which  are  given  in  the  following  table,  corrected  for  the  conduction  of 
the  platinum  crystal  holder. 

Corrected  Temj^eratures  for  Formation  of  Uniaxial  Cross. 

For  Li-light     110° 

„    C     „         IIU 

Na  „         114 


)> 


„   Tl    „        ., 116 

»   F     „        119 

After  forming  the  cross  for  each  wave-length,  the  axes  separated 
along  the  vertical  diameter  of  the  field,  the  second  median  line 
changing  from  the  symmetry  axis  h  to  the  third  extinction  direction 
nearly  normal  to  c{001},  the  plane  of  the  optic  axes  thus  changing 
into  the  symmetry  plane. 

It  is  remarkable  that  this  is  the  fifth  case  of  crossed-axial-plane 
dispersion  in  the  simple  and  double  series  of  alkali  sulphates  and 
selenates,  the  others  being  ilboSO^,  Cs^SeO^,  Cs2Mg(SO^)2,6H20,  and 
CsoMg(Se04)2,6H20.  The  cause,  which  would  appear  to  be  a  general 
one  as  regards  this  phenomenon,  has  already  been  explained  in  the 
discussion  of  the  refraction  results. 

Axes  of  the  Optical  Ellipsoids. 

Axes  of  indicatrix a  :  ^  :  y  =  0-9985   :  1   :  1-0138 

Axes  of  optical  velocity  ellipsoids  .. .         a  :  b  :   c    =   I'OOlo  :  1   :  0-9864 

Molecular  OjAical  Constants. 

Axis  of  optical  iudicatrix.  a.  $.  y. 

„       .„       f      ..           «--l  r  C    0-1468        0-1473        0-1519 

Specific  refraction,   ^-^^-^^  =  n y  ^   q.^-q-         q.^^j^        0 

,,-  1      ,         f     ..        «^-l      M  f  C  ■26-13  26-22  27 

MoleciUar  refraction,  ^^^-^  ■  a  ^^  {  G26-S3  26-94  27 

Specific  dispersion,  na  -  tic  0-0039        0  00-41  0 

Molecular  dispersion,  nttf  -  lite     0-70            0-72  0 

n  —  1 

Molecular  refraction,   —^-^il/ C  45-22  45-41  47 


1561 

03 
78 

0042 
75 


d 


13 
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Kefraction  in  the  State  of  Solution  in  Water. — Two  determinations 
•were  made  of  the  refraction  equivalent  in  solution  -with  solutions 
of  two  diiferent  degrees  of  concentration,  the  stronger  of  which  -was 
not  far  removed  from  saturation.  The  results  are  given  in  the 
next  lable;  the  molecular  refractions  are  calculated  for  the  ray  C  : 


Molecular  Refraction  of  Ammonium  Selenate  in  Solution. 

Molecular 


Wciglit 
of  water. 

"Weight 
of  salt. 

Percentage 
of  .salt  in 
solution. 

S}).  gr.  of 
solution 
at  2074°. 

Refractive 
inde.x  of 
solution. 

le fraction  of 
salt  in  dis- 
solved state. 

9-3513 

S-7021 

48-20 

1  -3627     - 

'  Li 
C 

Ka 
Tl 
F 

Ig 

f  Li 
C 

1-4067  ^ 

1-4073 

....     1-4098 

1-4122 

1-4154 

1-4198. 

1-3990-) 

1-3996 

-      46-84 

9-5981 

7-5040 

43-88 

1-3248     - 

Tl 
F 

Ig 

....     1-4020 
..  ..      1-4043 

1-4073 

1-4114, 

-      46-74 

Mean  refraction  equivalent  (Gladstone)  for  the  state  of  solution  in  water 
,,  ,,  ,,  ,,         of  the  crystals  (mean  of  all  three 


46-79 


values)    45-92 


Diflference +087 

Ojitical  Comparison  with  other  Salts  of  the  Series. 

Although  the  difference  of  system  renders  any  comparison  of  the 
position  of  the  respective  optical  ellipsoids  invalid,  it  -will  be  interest- 
ing to  see  how  the  refractive  indices  and  the  molecular  optical 
constants  of  ammonium  selenate  compare  -with  those  of  the  other 
seven  salts  of  the  series. 

It  -will  at  once  be  seen  on  comparing  the  table  of  refractive  indices 
on  p.  1090  -with  that  previously  given  for  the  selenates  of  potas.sinm, 
rubidium,  and  caesium  (Trans.,  1897,  71,  899)  that  the  whole  of  tho 
indices  of  ammonium  selenate  lie  between  those  of  rubidium  and 
ciesium  selenates,  and  consideraVjly  closer  on  the  whole  to  tho.se 
of  the  rubidium  salt.  The  best  kind  of  comparison  is  given  by  placing 
side  by  side  the  mean  values  (mean  of  all  three  indices  a,  )8,  and  y)  of 
the  refractive  index  for  the  various  salts,  and  this  is  done  in  the 
next  table  for  the  wave-length  of  sodium  light. 


K.2SO4 1-4952 

Rh.>.S04....  1-5136 

(NHJa-SO^  1-5256 

C82SO    ....  15635 


Mean  Refractive  Indices. 

,0.     0-0444               K>Se04  1-5.396 

ill^     0-0409               Rb.,Se04 1-5545 

Ir-I,     0-0438               (XH4).^>Se04  1-5694 

"^'^     0-0362              Cs-^ScOj 1-5997 


149 
149 
303 
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Tlio  position  of  tho  ammonium  salt,  just  after  tho  rubidium  salt,  is 
seen  to  be  almost  exactly  the  same  in  both  sulphate  and  selenate 
series.  Thus,  the  average  refraction  of  monoclinic  annnonium  selenate 
is  what  would  have  been  expected  had  the  crystals  been  strictly 
isomorphous  with  those  of  the  other  members  of  the  series.  Also  the 
difference  between  the  mean  refraction  of  ammonium  sulphate  and 
that  of  ammonium  selenate,  given  in  the  central  column,  is  of  the 
same  order  as  the  difference  between  corresponding  potassium  or 
rubidium  salts  of  the  two  series. 

A  similar  fact  will  also  be  observed  with  respect  to  tho  relative 
dimensions  of  tho  optical  ellipsoids  if  their  axial  ratios  are  relatively 
expressed,  as  in  the  next  table,  by  taking  the  value  for  tho  potassium 
salt  of  each  series  along  the  axis  b  as  unity.  Although  the  directions 
of  the  ellipsoidal  axes  in  the  case  of  ammonium  selenate  are  not 
strictly  comparable  with  those  of  the  others,  the  position  of  ammonium 
selenate  is  seen  to  be  undoubtedly  just  after  rubidium  selenate, 
precisely  as  ammonium  sulphate  closely  follows  its  analogue,  rubidium 
sulphate. 

Axial  Ratios  of  Optical   Velocity  Ellij^soids. 

K..SO^    0-9992:1  :  0-9975  KoSe04 0-9975:1  :  0-9939 

KboSOj 0-9862  :  0-9871  :  0-9869  invSc04    ...  0-9881  :  0-9895  :  0-9853 

(XH4)oS04..  0-9712  :  0-9806  :  0-9820  (NH4).,8e04  0-9837:0-9822:09688 

Cs.,S04"  0-9536  :  0-95-47  :  0-9575  as.ySe64 0-9593:0-9602:0-9596 

Before  any   comparison  of  the  optical  constants  could  be  made  on 

absolutely  analogous  lines,  it  was  considered  desirable  to  recalculate 

the  values  of  those  constants   for  the  four  sulphates  and  the  three 

selenates    previously    described,    employing   the  new   values  of    the 

densities,  as  determined  by  the  suspension  method,  given  in  the  paper 

presented  last  year  on  the  topic  parameters  (Trans.,  1905,  87,  1183). 

The  values  thus  obtained  will  then  be  strictly  comparable  with  those 

now  published   for  ammonium   selenate,  and  will  also  be  nearer  the 

truth  than  the  values  formerly  given.     They  are  set  forth  in  the  next 

tables. 

n''-  -  1 
Specific  Refraction,  Lorenz,    — - 


{n^  +  'l)d 


For  ray  C  {II a).  For  ray  near  G  (TTy). 


(NH4)„S04  ...  0 

K0SO4"  0 

Rb.,S04 0 

C-s;S04  0 

(NH4).,Se04....  m 

KoSe04 0 

E.b.,Se04  0 

C&jSeOj  0 


(I.  h.  c.  a.                     b.                     c. 

1715  01718  0-1712  0-1784  0-1755  0-1749 

1091  0-1088  0-1095  0-1108  0-1106  0-1114 

0831  0-0829  0-0830  0-0846  0-0845  0-0845 

0766  0-0764  0-0759  0-0782  0-0779  0-0774 

1473  aO-1468  70-1519  )30-1514  oO-1507  70-1561 

1018  0-1012  0-1026  0-1042  0-1036  0-1051 

0818  0-0815  0-0824  0-0837  0-0835  0-0843 

0765  0-0763  0-0765  0-0784  0-0782  0-0783 
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Molecular  Refraction,  Loienz, 

For  ray  C  {Ha). 


n" 


w2  +  2  d 


\M 

—r  =  m. 


For  ray  near  G  [Hy). 


K0SO4  18-87            18-83  18-95 

Rb2S04  22-04             21-99  22-00 

(NHjI.SOj  ....     22-89             22-5d  22-46 

Cs.,SO;  27-51            27-44  27-26 

K.,Se04    22-37             22*24  22-56 

RIVSCO4    25-52             25-43  25-71 

(NH4),3Se04...  )326-22  a26-13  ^27-03 

CsoSeOj  31-05             30-99  31-03 

Sjicpific  dis]icrsio]i,  \\a-  We- 


a. 
19-18 
22-44 
23-41 
28-07 

22-91 

26-12 

J826-94 

31-82 


h. 
19-14 
22-39 
23-03 
27-99 

22-77 

26-04 

a26-83 

31-76 


c. 

19-27 
22-40 
22-95 
27-79 

23-11 

26-30 

727-78 

31-80 


irolccular  dispersion,  niff-lllr 


(NHjV.SOj 0-0039 

K.,804"  0-0017 

RboS04 0-0015 

Cs.^S04  0-0016 

(NH4VSCO4  ...  )30-0041 

K,Se04 0-0024 

Ilb.,Se04    0-0019 

Cs/Se04  0-0019 


0-00-37 
0-0018 
0-0016 
0-0015 

aO-0039 
0-0024 
0-0020 
0-0019 


0-0037 
0-0019 
0-0015 
0-0015 

7O-OOI2 
0-0025 
0-0019 
0-0018 


a. 

0-52 
0-31 
0-40 
0-56 

J30-72 
0-54 
0-60 
0-77 


b. 
0-49 
0-31 
0-40 
0-55 

0O-7O 
0-53 
0-61 
0-77 


c. 
0-49 
0-32 
0-40 
0-53 

70-75 
0-55 
0-59 
0-77 


n-l 


Molecular  Refraction,  Gladstone,  — - — M,for  ray  C  {Ha) 


d 


K0SO4 

Eb.,S04   .... 
(NH4).,S04 


CS2SO4 


K,Se04  

Kb.,Se04 

(NH4),Se04 
Cs2Sed4  


a. 
32-01 
37-61 
39-29 
47-71 

38-46 

44-00 

/345-41 

54-41 


h. 
31-94 
37-52 
38-56 
47-56 

38-19 

43-82 

045-22 

54  -28 


32-18 
37-53 
38-40 
47-17 

38-86 

44-36 

747-13 

54-37 


Moan. 
32-04 
37-55 
38-75 
47-48 

38-50 
44-06 
45-92 
54-35 


Comparison  of  Refraction  Equivalents  for  Crystalline  and  Dissolved  States. 

Mean  Molecular  refraction  in  solution. 

molecular 
refraction  of 
cry.stals. 


Separate 
dctcrininatioTKS. 


K2SO4... 
Rb2S04 


(NH4)2S04. 
CS2SO4    .... 


K2Se04 


32-04 
37-55 

38-75 

47-48 

38-50 


Rb2Se04 

44-06 

(NH4)2Se04  ... 

45-92 

CS2SCO4 

54-35 

33-21 
33-21 

39-30 
39-51 
39-47 


39-71 
39-69 
39-65 
44-72 
44-53 
46-84 
46-74 
54-14 
54-06 


1 
/ 


/ 
) 
/ 

} 


Mean. 
33-21 
38-21 

39-43 

47-27 

39-65 

44-63 
46-79 


Difference. 

+  1-17 
+  0-66 

+  0-68 

-0-21 

+  1-15 

+  0-57 
+  0-87 
-0-25 
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The  values  for  the  densities,  molecular  weights,  and  molecular 
volumes  of  the  seven  salts  other  than  ammonium  selonato,  which  have 
been  employed  in  the  calculations,  are  those  given  in  the  topic  axes 
memoir  {loc.  cit.,  p.  1188). 

The  three  specific  and  molecular  refraction  constants  of  ammonium 
selenate  do  not  con^espond  as  regax-ds  direction  to  the  morphological 
axial  directions  a,  h,  c  of  the  rhombic  salts  on  account  of  the  different 
(monoclinic)  system  of  the  crystals,  the  optical  ellipsoid  being  rotated 
about  the  axis  of  symmetry  h  ;  they  are  marked  to  show  the  axial 
direction  of  the  indicatrix  (ellipsoid),  therefore,  and  whilst  a  is  truly 
identical  with  the  direction  h,  (3  and  y  do  not  correspond  to  the 
morphological  axial  directions  a  and  c,  but  to  other  rectangular 
directions  in  the  same  plane  (the  plane  of  symmetry). 

The  conclusions  which  have  already  been  drawn  in  the  author's 
previous  memoirs  as  to  the  relations  of  the  various  salts  with  respect 
to  their  specific  and  molecular  refraction  and  dispersion  are  all  equally 
valid  for  these  recalculated  values. 

The  position  of  ammonium  selenate  in  the  selenate  series  will  be 
observed  throughout  to  be  the  same  as  that  of  ammonium  sulphate  in 
the  sulphate  series.  As  regards  the  most  important  property  of 
molecular  refraction,  whetlier  calculated  by  the  formula  of  Lorenz  or 
of  Gladstone  and  Dale,  this  position  is  immediately  after  the  rubidium 
salt.  Thus,  the  fact  that  ammonium  selenate  crystallises  with  mono- 
clinic  symmetry,  instead  of  rhombic  like  the  rest  of  the  series,  does 
not  appear  to  affect  the  specific  and  molecular  optical  constants,  these 
being  the  same  as  would  have  been  expected  from  a  strictly  iso- 
morphous  rhombic  form.  Such  a  rhombic  form  would  doubtless  have 
exhibited  somewhat  different  directional  values,  but  the  average  value 
would  evidently  have  been  near  what  is  observed  in  the  case  of  the 
monoclinic  form.  The  mean  values  for  the  Gladstone  molecular 
refraction  are  given  in  the  table  for  those  constants  and  will  render 
this  point  clear. 

A  similar  interesting  resemblance  of  behaviour  of  ammonium 
selenate  and  ammonium  sulphate  is  shown  with  respect  to  the  differ- 
ence between  the  values  of  the  mean  molecular  refraction  for  the 
crystalline  and  dissolved  states.  In  both  cases,  the  difference  is 
a  positive  one,  less  than  that  between  the  two  states  of  the  potassium 
salt  and  not  far  removed  from  that  between  the  dissolved  and  crystal- 
line rubidium  salt,  whereas  the  two  states  of  the  cresium  salt  in  both 
series  show  a  slight  negative  difference.  The  completion  of  the  two 
series  by  the  investigation  of  ammonium  selenate  now  enables 
emphasis  to  be  given  to  the  statement  already  advanced  in  the 
metallic  selenate  memoir  (Trans.,  1897,  71,  914),  that  Gladstone's 
generalisation  that  "  the  refraction  equivalent  of  a  solution  is  the  sufli 
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of  the  refraction  equivalents  of  the  solvent  and  of  tlio  substance 
dissolved "  is  substantially  correct,  slight  differences  due  to  change 
of  state  being  on  both  sides  of  zero,  and  that  the  order  of  the 
dilTereuces  follows  the  order  of  the  atomic  weiglits  in  the  case  of  the 
alkali  metals,  whilst  the  ammonium  salt  takes  up  the  position  near  the 
rubidium  salt  which  has  been  shown  to  bo  its  proper  position  in 
the  series. 

Summary/  of  Results. 

Normal  ammonium  selenate,  (NH4).,Se04,  crystallises  differently 
from  ammonium  sulphate  and  the  normal  sulphates  and  selenates 
of  potassium,  rubidium,  and  caesium,  the  crystals  possessing  moooclinic 
symmetry,  whereas  the  seven  latter  salts  form  a  strictly  related 
rhombic  series,  the  characters  and  relationships  of  which  have  been 
described  by  the  author  in  previous  communications. 

A  rhombic  form  of  ammonium  selenate  was  once  (in  1862)  obtained 
by  von  Hauer  and  described  by  von  Lang,  and  the  historic  specimen 
has  been  most  kindly  sent  by  Prof,  von  Lang  from  Vienna  to  the 
author.  In  spite  of  some  deliquescence  during  the  intervening  forty- 
four  years,  ample  confirmation  of  von  Lang's  results  as  to  the  system, 
principal  angles,  and  optical  character  has  been  obtained.  It  has  been 
found  by  specific  gravity  determinations  by  the  suspension  method  that 
they  are  probably  not  quite  pure,  but  contain  admixed  ammonium 
sulphate.  "Von  Lang  also  mentioned  a  small  quantity  of  acicular 
crystals  of  different  optical  character,  and  these  turn  out  to  be 
identical  with  the  author's  monoclinic  form.  These  monoclinfc  needles 
are  found  to  be  purer  than  the  rhombic  crystals,  in  which,  indeed, 
almost  all  the  impurity  (isomorphous)  appears  to  have  been  concen- 
trated. 

Rhombic  mixed  crystals  of  ammonium  selenate  with  ammonium 
sulphate,  potassium  selenate,  and  rubidium  selenate  respectively  have 
been  obtained,  containing  in  the  last  case  more  than  60  per  cent,  of 
ammonium  selenate.  Monoclinic  mixed  crystals  of  ammonium  selenate 
and  sulphate  have  also  been  obtained  containing  30  per  cent,  of  the 
latter.  It  is  therefoi"e  concluded  that  ammonium  selenate  is  di- 
morphous and  the  whole  series  isodimorphous,  and  that  the  rhombic 
form  which  is  not  deposited  from  the  pure  solution  under  ordinary 
circumstances  exists  in  mixed  crystals.  The  presence  of  some  admixed 
ammonium  sulphate  in  von  Hauer's  solution  of  ammonium  selenate  is 
doubtless  the  explanation  of  the  production  of  the  rhombic  crystals 
measured  by  von  Lang. 

The  monoclinic  crystals  of  ammonium  selenate  show  a  very  similar 
pseudo-hexagonal  primary  prism  zone  (of  almost  exactly  60°)  to  that 
of  the  rhombic  crystals  of  the  other  salts.     Indeed,  the  monoclinic 
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crystals  ruay  be  considered  as  being  derived  from  tlio  rhombic  merely 
by  the  tilting  of  the  basal  plane  from  its  rectangular  to  an  inclined 
position  with  respect  to  the  brachypinacoid.  Tlie  crystals  have  been 
considered  as  arranged,  for  the  purpose  of  description,  analogously,  so 
as  to  bring  out  this  relationship,  and  the  topic  parameters  have  been 
calculated  on  the  corresponding  basis  of  a  pseudo-hexagonal  space 
lattice. 

The  topic  parameters  thus  derived  exhibit  a  close  resemblance  to 
those  previously  given  for  the  seven  rhombic  members  of  the  series, 
and  their  mean  value  is  intermediate  between  the  mean  values 
for  rubidium  and  caisium  selenates. 

The  molecular  volume,  refractive  indices,  dimensions  of  the  optical 
ellipsoid,  and  the  molecular  o[)tical  constants  are  singularly  near  what 
would  have  been  expected  had  the  crystals  been  truly  isomorphically 
rhombic.  With  respect  to  all  these  constants,  ammonium  selenato 
takes  its  place  in  the  series  of  selenates  immediately  after  rubidium 
selenate,  just  as  ammonium  sulphate  falls  into  place  immediately  after 
rubidium  sulphate ;  indeed,  this  has  now  been  shown  by  the  author 
to  be  the  general  position  of  ammonium  crystallographically  in  the 
alkali  series. 

As  a  side  issue,  a  general  explanation  has  been  arrived  at  for  the 
beautiful  optical  property  of  crossed-axial-plane  dispersion  of  the 
optic  axes,  ammonium  selenate  forming  the  fifth  case  of  this  somewhat 
rare  phenomenon  which  has  been  met  with  in  the  alkali  series. 


ex.— The  Constituents  of  the  Essential  Oil  from  the  Fruit 
of  PittosiDorimi  undulatum. 

By  Frederick  Belding  Power  and  Frank  Tutin. 

Fiiiosporrim  undulatum,  Ventenat,  is  a  tree  indigenous  to  south- 
eastern Australia,  where  it  is  known  to  the  English  colonists  by  the 
popular  names  of  "  Native  Laurel "  and  "  Mock  Orange "  (compare 
/Select  Extra-tropical  riants,  by  Baron  Ferd.  von  Mueller,  1884,  p. 
284,  and  Pharmacographia  Indica,  Vol.  1,  p.  154). 

In  a  communication  to  the  Royal  Society  of  N.  S.  Wales,  on 
December  4th,  1895,  Professor  R.  Threlfall,  of  the  University  of 
Sydney,  described  the  general  characters  of  the  fruit  of  Pittosporum 
undulatum,  and  particularly  noted  that,  when  bruised,  it  develops  a 
fragrant  odour,  resembling  that  of  the  tangerine  orange,  although 
easily  distinguished  from  the  latter.     The  flowers  of  this  tree  are  also 
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known    to    possess  an    exquisite  fragrance,  which,  however,  is  quite 
distinct  from  that  of  the  fruit,  and  resembles  that  of  orange  blossoms. 

In  order  to  ascertain  the  nature  of  the  odox'ous  principle  of  Pitto- 
sporum  fruit,  Professor  Thx'elfall  subjected  50  kilograms  of  the  entire 
fruit  to  steam  distillation,  and  obtained  therefrom  about  180  c.c.  of  an 
essential  oil.  As  the  specific  gravity  of  the  latter  was  determined  by 
him  to  be  0-848  at  24°,  the  yield  of  oil  would  correspond  to  about  03 
per  cent,  of  the  weight  of  the  fruit.  He  then  submitted  about  60  c.c. 
of  the  oil  to  a  single  fractional  distillation,  but  none  of  these  fractions 
were  further  examined,  and  they  were  subsequently  sent  to  Professor 
"W.  A.  Tilderi,  of  the  Royal  College  of  Science,  London,  together  with  a 
small  quantity  of  the  original  oil.  Through  the  kindness  of  Professor 
Tilden,  these  specimens  were  placed  at  the  disposal  of  one  of  us  for 
further  examination. 

The  oil  distilled  by  Professor  Threlfall  was  stated  by  him  to  have 
been  dried  by  means  of  fused  calcium  chloride,  and  the  portion  received 
by  us  amounted  to  about  160  grams.  After  further  drying  with 
anhydrous  sodium  sulphate,  and  filtering,  it  was  rectified  by  distillation. 
The  rectified  oil  was  pale  yellow  and  had  a  pleasant  odour,  suggestive 
of  the  presence  of  a  considerable  proportion  of  limoncne.  Its  density 
was  0'8638  at  15°,  and  its  optical  rotation  +82°32'  in  a  1-dcm.  tube. 
The  oil  was  then  subjected  to  a  preliminary  examination,  but,  as  it  had 
evidently  undergone  some  change  on  keeping,  we  availed  ourselves  of  the 
opportunity  of  having  a  larger  quantity  of  the  oil  freshly  distilled  for 
us  in  Australia  for  the  purpose  of  its  more  complete  investigation. 

Although  Professor  Threlfall  in  his  paper  (loo.  cit.)  has  indicated 
that  the  Pittosjwrum  undulatum  is  common  in  the  bush  around  Sydney, 
this  appears  at  present  not  to  be  the  case,  and  a  supply  of  fruit 
sufiicient  for  the  distillation  of  the  oil  could  only  be  obtained  from 
private  gardens,  where  the  tree  is  cultivated  on  account  of  the  fragrance 
of  the  flowers.  The  distillation  was  conducted  during  the  months  of 
December  and  January,  just  before  the  period  of  ripening  of  the  fruit, 
and  while  it  was  still  green.  From  220  kilograms  of  the  fruit,  960 
grams  of  essential  oil  were  obtained,  corresponding  to  a  yield  of  0'44 
per  cent. 

Experimental. 

The  investigation  here  described  was  conducted  entirely  with  the  oil 
which  had  been  fi-eshly  distilled  for  us  in  Australia,  and  the  amount 
employed  for  this  purpose  was  900  grams.  It  is  pale  yellow,  and  has 
a  pleasant  odour  resembling  that  of  orange  oil.  After  being  dried 
with  anhydrous  sodium  sulphate  and  filtered,  it  had  a  density  of  0*8615 
at  15°/15^,  and  an  optical  rotation  of  +  74°4'  in  a  1-dcm.  tube.  It  was 
insoluble  in  ten  times  its  volume  of  70  per  cent,  alcohol. 
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A  determination  of  the  amount  of  free  acids  and  esters  gave  the 
following  data  :  20  grams  of  the  oil  required  0-2  c.c.  of  a  semi-normal 
alcoholic  solution  of  potassium  hydroxide  for  the  neutralisation  of  the 
free  acids,  and  on  subsequently  adding  an  excess  of  alkali  and  boiling 
for  thirty  minutes,  it  was  found  that  4  c.c.  of  semi-normal  alkali  were 
required  for  the  hydrolysis  of  the  esters  present. 

The  entire  oil  was  then  shaken  several  times  successively  with  small 
portions  of  20  percent,  sulphuric  acid,  and  afterwards  washed  well  with 
water.  The  acid  aqueous  li(]uid  was  freed  from  adhering  oil  by  shak- 
ing with  ether,  then  made  alkaline  with  potassium  hydroxide,  and  again 
shaken  with  ether.  After  washing  the  ethereal  liquid  and  drying  it 
by  means  of  potassium  carbonate,  the  ether  was  removed,  but  only  a 
trace  of  brown,  resinous  matter  was  obtained,  thus  indicating  the 
absence  of  any  basic  substance  such  as  methyl  anthranilate. 

About  20  c.c.  of  the  oil  were  shaken  for  four  hours  with  a  saturated 
solution  of  sodium  bisulphite,  but  it  yielded  no  solid  compound,  nor  did 
the  aqueous  bisulphite  liquid  contain  any  aldehyde  or  ketone. 

As  the  amount  of  free  acids  contained  in  the  oil  was  so  very  small, 
it  was,  after  treatment  with  the  dilute  sulphuric  acid,  directly  extracted 
several  times  successively  with  a  5  per  cent,  solution  of  potassium 
hydroxide,  and  subsequently  washed  with  water.  The  alkaline  aqueous 
liquid,  after  being  freed  from  adhering  oil,  was  acidified  with  sulphuric 
acid  and  extracted  with  ether,  the  ethereal  solution  being  subsequently 
shaken  with  a  solution  of  sodium  carbonate  to  remove  any  acids,  and 
finally  washed  with  water.  On  removing  the  ether,  a  very  small 
brown  residue  was  obtained,  which  had  an  odour  resembling  that  of 
eugenol  and  gave  a  brown  colour  with  ferric  chloride,  but  no  definite 
benzoyl  derivative  could  be  prepared  from  it. 

The  sodium  carbonate  liquid,  which  contained  the  acids  from  the  pre- 
ceding extraction  with  potassium  hydroxide,  was  ncidified  with 
sulphuric  acid  and  extracted  with  ether.  On  removing  the  ether,  a 
very  small  quantity  of  a  brown  oil  was  obtained,  which  had  a  strong 
odour  of  valeric  acid  and  gave  an  intense  violet  coloration  with  ferric 
chloride.  This  violet  coloi^ation  was  apparently  due  to  the  presence  of 
a  trace  of  salicylic  acid.  The  oily  liquid,  after  standing  some  time, 
deposited  crystals  which,  after  sevei-al  crystallisations  from  alcohol, 
melted  at  62°,  and  evidently  consisted  of  palmitic  acid,  since  the  melt- 
ing point  was  not  changed  on  mixing  the  substance  with  an  equal 
amount  of  pure  palmitic  acid. 

Freliminary  Examination  of  the  Terpenes. 

As  a  preliminary  test  for  the  presence  of  an  olefinic  or  other  unstable 
terpene,  the  oil,  which  had  previously  been  treated  with  dilute  sulphuric 
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acid  and  with  alkali,  as  above  described,  was  dried  with  anhydrous 
sodium  sulphate,  and  then  distilled  under  60  mm.  pressure.  The  por- 
tion which  boiled  below  110°  was  collected,  and,  after  submitting  this 
to  several  fractionations  under  a  pressure  of  20  mm.,  the  density  of  a 
fraction  boiling  below  70°  was  determined,  and  found  to  be  08466  at 
15°/15°,  which  proved  the  absence  of  any  olefinic  terpene.  These  liquids 
were  then  distilled  under  the  ordinary  pressure,  and  the  following 
fractions  collected  :  below  165°;  165—170°;  170—172°.  The  density 
of  the  fraction  165— 170°  was  found  to  be  0-8-171  at  15°/15°,  thus  con- 
firming the  absence  of  myrcene.  The  fraction  170  — 172°  was  specially 
tested  for  phellandrene^  but  with  a  negative  result. 

Ilydrolysls  of  the  Oil. 

All  the  oil  boiling  above  190°  under  the  ordinary  pressure  was 
hydrolysed  by  boiling  with  an  alcoholic  solution  of  7  grams  of  potassium 
hydroxide  for  about  half  an  hour  in  a  flask  provided  with  a  reflux  con- 
denser. After  being  allowed  to  cool,  water  was  added,  and  the  separ- 
ated oil  collected,  washed,  and  dried  with  anhydrous  sodium  sulphate. 
It  was  then  distilled  under  60  mm.  pressure,  which  removed  a  small 
amount  of  non- volatile,  resinous  matter. 

Fractional  Distillation  of  the  Oil. 

The  hydrolysed  oil,  together  with  the  portion  which  had  previously 
been  separated  under  diminished  pressure,  was  then  submitted  to 
repeated  distillation  under  the  ordinary  pressure,  when  the  following 
fractions  were  ultimately  obtained  :  below  165°;  165—169°  ;  169—173°; 
173—180°;  180—185°;  185—195°;  195—205°;  205—215°; 
215— 225°;  225— 235°;  235— 245°;  245—255°;  255—270°;  270° -1-. 
The  last-mentioned  fraction  was  a  viscid,  green  oil,  and  amounted  to 
only  3 '8  grams. 

Identification  of  Pinene. 

Fraction  below  165°. — This  was  a  colourless,  limpid  liquid,  which 
commenced  to  boil  at  about  157°  and  had  an  odour  of  pinene.  It  was 
nearly  insoluble  in  70  per  cent,  alcohol,  and  amounted  to  23  grams. 

0-1077  gave  0-3444  CO2  and  0-1141  H^O.     C  =  87-2;  H=ll-8. 
C^^Hjg  requires  C  =  88-2;  H=ll-8  per  cent. 
dl5°/15°  =  0-8515  ;  a„  -l-6r50'  in  a  1-dcm.  tube. 

This  fraction  evidently  consisted  of  a  hydrocarbon,  and  was  found 
to  contain  pinene,  as  it  yielded  a  small  amount  of  a  crystalline  nitroso- 
chloride,  from  which  the  corresponding  nitrolbenzylamine,  melting  at 
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123°,  vvas  prepared.     Tlio  fraction   was  also  examined   for  camphenc, 
but  wiLli  a  negative  result. 

Fraction  165 — 169°. — The  weight  of  this  fraction  was  18  grams. 

01324  gave  0-4274  CO.  and  0-1401  1[^0.     C-88-0;  H-118. 
(n5715°  =  0-84'94;  m,  +73^^50'  in  a  1-dcm.  tube. 

Fraction  169 — 173°. — The  weight  of  this  fraction  was  27  grams. 

0-1352  gave  04345  CO.,  and  01428  11,0.     C  =  87-6;  H  =  ll-7. 
cn57l5°  =  0-8482;  a^,  +79"36'  in  a  1-dcm.  tube. 

Both  this  fraction  and  that  immediately  preceding  it  were  colour- 
less, limpid  liquids,  and  evidently  consisted  of  a  mixture  of  pinene 
with  the  constituent  of  the  following  fraction. 

Identification  of  Limonene. 

Fraction  173 — ^180°. — This  fraction  represented  by  far  the 
largest  portion  of  the  oil,  and  amounted  to  485  grams.  It  was  a 
colourless,  highly  refractive  liquid,  having  the  characteristic  odour  of 
limonene,  and  on  analysis  was  found  to  consist  entirely  of  a  hydro- 
carbon. 

0-1140  gave  0-3679  CO^  and  0-1214  H.,0.     C  =  88-0;  H  =  ll-8. 
CjgHjg  requires  C  =  88-2  ;  II  =  11  "8  per  cent. 
(Z15°/15°  =  0-8488;  a^  -f89°10'  in  a  1-dcm.  tube. 

It  was  readily  identified  as  cMimonene  by  the  formation  of  the 
tetrabromide,  which,  after  recrystallisation  from  ethyl  acetate,  melted 
at  104°. 

Fraction  180 — 185°. — The  weight  of  this  fraction  was  46  grams. 

0-1161  gave  0  3657  CO.^  and  0-1211  H.,0.     C  =  85-9;  H-11-6. 
c^l5°/15°  =  0-8588;  a^,  +82°42"'  in  a  1-dcm.  tube. 

This  fraction  evidently  also  consisted  to  a  largo  extent  of 
c?-limonene. 

Fraction  185  —  195°. — The  weight  of  this  fraction  was  only  4-8 
grams. 

0-1083  gave  0-3347  CO,  and  0-1128  H^O.     C  =  84-3;  H=ll-6. 
fn5°y  15°  =  0-8727;  a^  -|-66"48'  in  a  1-dcm.  tube. 

It  was  evidently  a  mixture  of  the  hydrocarbon  contained  in  the  pre- 
ceding fractions  with  the  oxygenated  substance  contained  in  the 
succeeding  ones. 

Fraction  195 — 205°. — This  fraction,  which  was  very  pale  yellow, 
amounted  to  only  4-1  grams. 

0-1251  gave  0^-3736  CO.3  and  0-1293  H,0.     0  =  81-4;  H  =  ll-5. 
tZ15°/15°  =  0-8938  ;  a,,  4-46^^32"'  in  a  1-dcm.  tube. 
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It  was  specially  tested  for  linalool,  but  with  a  negative  result. 

Fraction  205 — 215''. — The  weight  of  this  fraction  was  5-9  grams. 
It  was  light  yellow,  and  possessed  a  pleasant,  somewhat  c;unphoraceous 
and  rose-like  odour. 

01287  gave  0-3720  CO.,  and  01328  H.,0.     0  =  788;  H-11-5. 
1^15715° -0-9179;  a^  +27°8'  in  a  1-dcm.  tube. 

As  this  fraction  was  very  small,  it  was  further  examined  in  connec- 
tion with  the  following  one. 

Fraction  215 — 225°. — This  fraction  resembled  the  immediately  pre- 
ceding one  in  odour,  and  amounted  to  8-2  grams. 

0-1018  gave  0-2964  OO2  and  0-1057  H^O.     0  =  79-4;  H=ll-5. 
c;i57l5°  =  0-9242  ;  a:,+  17^0'"in  a  1-dcm.  tube. 

This  fraction  and  the  preceding  one  evidently  contained  the  greater 
proportion  of  the  oxygenated  constituent  of  the  oil,  and  as  their  total 
weights  amounted  to  only  14  grams,  they  were  mixed  together  for  the 
purpose  of  further  examination. 

A  portion  of  the  mixed  liquid  was  treated  with  semicarbazide,  but 
no  semicarbazone  could  be  obtained  from  it.  The  remainder  of  the 
liquid  was  therefore  carefully  oxidised  by  adding  it  slowly  to  a  mixture 
of  eight  times  its  weight  of  potassium  bichromate  and  twelve  times 
its  weight  of  suljjhuric  acid,  the  latter  having  been  previously  diluted 
with  three  times  its  volume  of  water.  After  the  first  action  had 
ceased,  the  mixture  was  gently  heated  on  a  water-bath,  with  frequent 
shaking,  for  half  an  hour,  then  cooled,  and  repeatedly  extracted  with 
ether,  which  removed  a  yellow,  oily  substance.  The  latter  was 
subjected  to  steam  distillation,  when  nearly  all  passed  over.  The  non- 
volatile portion  was  examined  for  the  oxidation  products  of  terpineol, 
but  with  a  negative  result.  The  oil  contained  in  the  distillate,  which 
had  a  somewhat  coumarin-like  odour,  was  extracted  with  ether,  the 
ethereal  liquid  freed  from  a  trace  of  acid  by  shaking  with  a  solution 
of  sodium  carbonate,  washed,  dried,  and  the  ether  removed.  The  oil 
thus  obtained  was  treated  in  methyl  alcohol  solution  with  semi- 
carbazide hydrochloride  and  sodium  acetate,  and  allowed  to  stand 
overnight.  On  the  addition  of  water,  a  rather  viscid  oil  was  preci- 
pitated, which  did  not  become  crystalline,  and  steam  was  therefore 
passed  through  the  mixture  in  order  to  remove  any  uncombined  oil, 
after  which  the  semicarbazone  solidified  on  cooling.  It  was  accom- 
panied by  a  considerable  amount  of  gummy  matter,  but,  after  being 
dried  and  then  recrystallised  several  times  from  alcohol,  it  was 
obtained  in  tufts  of  small  needles,  which  melted  at  174°.  It  was 
analysed  with  the  following  result : 
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0  0775  gave  0-1739  CO.^  and  00591  H.O.     0  =  61-2  ;  H  =  8-5. 
CigHj-ONg  requires  0  =  615;  il  =  8-7  per  cent. 

On  warming  a  small  quantity  of  tins  semicarbazone  with  dilute 
sulphuric  acid,  the  regenerated  substance  was  observed  to  possess  a 
strong  coumarin-like  odour. 

From  the  analytical  figures  it  would  appear  that  the  semicarbazone 
is  derived  from  a  ketone  (or  aldehyde)  having  the  formula  O.jH^^O, 
and  as  no  substance  reacting  with  semicarbazide  was  originally 
present  in  the  fx-actions  oxidised,  it  is  probable  that  these  contained 
an  alcohol  of  the  formula  0,,HjgO.  This  view  is  also  in  accordance 
with  the  low  j)ercentage  of  hydrogen  found  in  the  respective  fractions, 
for  0,jHj,.p  requires  H=ll-4  per  cent.,  whereas  an  alcohol  of  the 
formula  C^^^is^  requires  H  =  ll-7  per  cent. 

The  semicarbazone  described  above  does  not  appear  to  be  identical 
■with  any  heretofore  obtained,  but  as  the  amount  of  substance  was  so 
very  small,  it  was  not  possible  to  pursue  its  investigation  further. 

Fraction  225 — 235*^. — The  weight  of  this  fraction  was  5-2  grams. 
It  was  pale  yellow  and  had  a  distinctly  rose-like  odour. 

0-1323  gave  0-3907  00,  and  0-1361  H,0.     0  =  80-5  ;  H  =  ll-4. 
(^15715^  =  0-9236  ;  a^  +11°56'  in  a  1-dcm.  tube. 

The  properties  of  this  fraction  indicated  that  it  might  contain  some 
geraniol  or  a  similar  alcohol  of  rose-like  odour.  An  attempt  was 
therefore  made  to  prepare  the  corresponding  diphenylurethane,  and 
also  to  isolate  the  alcohol  by  means  of  its  conversion  into  the  acid 
phthalic  ester,  but  the  amoiint  of  material  was  so  exceedingly  small 
that  we  were  unable  definitely  to  identify  any  constituent  of  it. 

Fraction  235 — 245°. — The  amount  of  this  fraction  was  only  2-7 
grams. 

0-1087  gave  0-3287  OOo  and  0-1130  H.O.     0  =  82-5;  H=ll-6. 
(^15715°  =  0-9238;  a„  +6°32''ina  1-dcm.  tube. 

Fraction  245 — 255°. — The  weight  of  this  fraction  was  5-3  grams. 

0-1183  gave  0-3757  OO2  and  0-1239  H,0.     0  =  86-6;  H  =  ll-6. 
rfl5715°  =  0-9138;  a^  +0°56'"in  a  1-dcm.  tube. 

This  fraction  and  that  immediately  preceding  it  also  possessed  a 
rose-like  odour,  and  they  evidently  consisted  of  a  mixture  of  some  of 
the  oxygenated  constituent  of  a  preceding  fraction  with  the  constituent 
of  the  following  one. 
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Isolation  of  a  Xeio  Sesquiterjjene. 

Fraction  255 — 270^. — This  was  a  relatively  large  fraction,  amount- 
ing to  83 -2  grams.  It  was  a  yellow,  slightly  viscous  liquid,  having  a 
decidedly  fragrant  odour.  It  was  almost  insoluble  in  70  per  cent. 
alcohol. 

0-1205  gave  0-3855  COo  and  0-1264  H,0.     C  =  87-2  ;  H  =  ll-7. 
c/15715°  =  0-9169;  a„  +  0^8'ina  l-dcm.  tube. 

The  analysis  and  physical  constants  of  this  fraction  indicated  that 
it  consisted  of  a  nearly  pure,  optically  inactive  sesquiterpene.  It 
distilled  almost  entirely  between  260°  and  265°,  and  for  the  most  part 
between  263°  and  264°.  For  its  further  purification  it  was  twice 
distilled  over  metallic  sodium  under  60  mm.  pressure,  when  it  almost 
entirely  passed  over  between  167°  and  171°. 

The  substance  thus  obtained  was  a  slightly  viscid  liquid,  having  a 
pale  straw  colour  and  a  delicate  rose-like  fragrance.  It  was  again 
analysed  and  its  constants  determined  with  the  following  result. 

0-1210  gave  0-3896  CO2  and  0-1276  HgO.     C  =  87-8;  H  =  ll-7. 
Cj-H^i  requires  C  =  88-2  ;  H=  11-8  per  cent. 
cZ15°/15°=  0-9100  ;  optically  inactive  ;  «!)''=  1-5030. 
Molecular  refraction  66-22. 

When  to  a  solution  of  a  drop  of  the  sesquiterpene  in  5  c.c.  of 
glacial  acetic  acid  a  drop  of  concentrated  sulphuric  acid  is  added,  a 
purplish-red  coloration  is  produced,  which  gradually  increases  in 
intensity. 

No  solid  nitrosate  or  nitrosite  could  be  obtained  from  this  sesqui- 
terpene. The  attempts  to  prepare  a  nitrosochloride,  both  by  Tilden's 
method,  as  employed  by  Chapman  in  the  case  of  humulene  (Ti-ans., 
1895,  67,  61),  and  the  method  adopted  by  Schreiner  and  Kremers 
{Pharm.  Arch.,  1899,  2,  293)  were  equally  unsuccessful.  On  treat- 
ment with  bromine  in  chloroform  it  yielded  an  intensely  violet- 
coloured  liquid;  but  this  evolved  much  hydrogen  bromide,  and  no 
solid  compound  could  be  obtained  from  it.  The  hydrochloride  was 
prepared  Vjy  saturating  an  ethereal  solution  of  the  sesquiterpene  with 
dry  hydrogen  chloride  at  -  5°,  and  allowing  it  to  stand  for  twenty 
four  hours,  but  on  lemoving  the  solvent  a  brown,  heavy  oil  was- 
obtained,  which  could  not  be  crystallised  even  when  cooled  to  -  15°. 

Although  it  was  impossible  to  obtain  any  solid  derivative  of  this 
sesquiterpene,  and  thereby  definitely  characterise  it,  it  is  evident 
that  it  is  not  identical  with    either    of    the    two    previously    known 
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optically  inactive  sesquiterpenes,  as  will  be  seen  from  the  following 

comparison  of  their  properties  : 

Sesquiterpeiie 
from 
ITumulene.  Limcne.  rittosporum  oil. 

Boiling  point  (ordinary 

pressure)  263— 2C6°(corr.)     262— 263°  (uncorr.)     2G3— 204"  (corr. ) 

Density,  15715° 0-9001  0-873  0-9]00 

Refractive  index,  7i2u\.,  1-5021  1-4910  15030 

Hydrochloride Liquid  Crystals,  m.  p.  Liquid. 

79—80° 
Nitrosochloride   JI.  p.  164—165°       "Unsatisfactory"      Could  not  be  ob- 
tained. 

Nitrosite  ,,      120—121  ,,  ,, 

Nitrosate ,,      162—163  —  ,, 

The  sesquiterpene  obtained  from  the  essential  oil  of  the  fruit  of 
Pittosporum  undulatum  may  thus  be  regarded  as  a  compound  which 
has  not  hitherto  been  described.  Its  molecular  refraction  indicates 
that  it  belongs  to  the  group  of  dicyclic  sesquiterpenes  with  two 
ethylenic  linkings,  which  also  includes  humulene  (Trans.,  1895,  67, 
60,  780),  wliereas  the  other  known  optically  inactive  sesquiterpene, 
limene,  evidently  belongs  to  the  group  of  monocyclic  compounds 
with  three  ethylenic  linkings  (Trans.,  1904,  85,  416 ;  Ber.,  1906, 
39,  657). 

Acids  obtained  by  the  Hydrolysis  of  the  Oil. 

The  strongly  allialine  aqueous  liquid  which  was  separated  from 
the  hydrolysed  oil,  as  previously  described,  was  freed  from  adhering 
oil  by  shaking  with  ether.  It  was  then  acidified  with  sulphuric  acid 
and  again  extracted  with  ether,  the  ethereal  liquid  well  washed  with 
water,  dried,  and  the  ether  removed.  A  brown,  oily  liquid  was 
thus  obtained,  which  possessed  a  strong  odour  of  valeric  acid,  and 
amounted  to  about  2  grams.  The  acids  contained  in  this  liquid  were 
converted  into  the  potassium  salts,  from  which,  by  the  addition  of 
silver  nitrate,  the  corresponding  silver  salts  were  precipitated  in  eight 
fractions.  These  were  washed,  dried  in  a  vacuum  over  sulphuric  acid, 
and  analysed  : 


Fraction     I, 
II. 
III. 
IV. 
V. 
VI. 
VII. 
VIII. 


0-1570  of  silver  salt  gave  0  0700  Ag. 

0  2372 

0-2210 

0-2073 

0-1746 

0-1112 

0-1435 

0-1173 


0-1170  Ag. 
01 132  Ag. 
0T064  Ag. 
0-0900  Ag. 
0  0577  Ag. 
00748  Ag. 
0  0615  Ajr. 


Ag 
Ag 
Ag 
Ag 

Ag 
Air 


VOL. 


CgHgOgAg  requires  Ag  =  51*67  per  cent. 
LXXXIX. 


=  44-58. 
=  49-32. 
=  51-22. 
=  51-33. 
=  51-54. 
=  51-89. 
=  52-13. 
=  5243. 
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It  is  evident,  therefore,  that  these  acids  consisted  for  the  most  part 
of  valeric  acid,  together  with  very  small  amounts  of  acids  of  a  lower 
and  higher  molecular  weight. 

The  aqueous  liquid,  from  which  these  acids  had  been  removed  by 
means  of  etlier,  contained  a  very  small  amount  of  formic  acid. 

Summary. 

The  results  of  this  investigation  have  shown  that  the  essential  oil 
of  Pittosporum  undulatum  contains  the  following  substances  : 

(Z-Pinene,  about  4  per  cent. 

cZ-Limonene,  about  75  per  cent. 

Esters  of  valeric,  formic,  and  other  acids,  a  small  amount. 

An  optically  inactive  sesquiterpene,  about  15  per  cent. 

Palmitic  acid  and  an  undetermined  phenol,  in  very  small  amount, 
and  apparently  a  trace  of  salicylic  acid. 

In  conclusion,  the  authors  desire  to  express  their  thanks  to 
Professor  W.  A.  Tilden  for  having  brought  this  oil  under  their 
notice,  and  for  kindly  placing  at  their  disposal  the  specimen  of  it  in 
his  possession. 

The  "Wellcome  Chemical  Research  Laboratories, 
London,  E.G. 


CXI. — A    Study    of   the   Reaction    between    Hydrogen 
Peroxide  and  Potassium  Persidphate. 

By  John  Albert  Newton  Friend,  M.Sc. 

Whex  aqueous  solutions  of  hydrogen  peroxide  and  potassium  persul- 
phate are  mixed,  bubbles  of  gas  are  set  free,  and  the  mixture  becomes 
acid  to  litmus.     This  at  once  suggests  the  reaction 

H2O2  +  KaSPs  =  2KHS0^  +  O^. 
But  accurate  estimations  of  hydrogen  peroxide  cannot  be  obtained  by 
direct  titration  with  potassium  permanganate  in  the  presence  of 
potassium  persulphate  (Friend,  Trans.,  lOO-i,  85,  597  ;  compare  Inglis, 
Trans.,  1903,  83,  1014).  Hence,  it  was  not  until  a  suitable  method 
for  its  estimation  under  these  conditions  had  been  devised  (Friend, 
Trans.,  1905,  87,  1367)  that  a  detailed  investigation  of  this  reaction 
became  possible. 

In  what  follows,  iV/50  permanganate  was  used,  being  made  fresh  each 
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day  by  dissolving  0-632  gram  of  the  crystals  in  cold  water  and  dilut- 
ing to  one  litre.  The  thiosulphate  was  i\7100  which  had  been  made 
several  days  previously  (Dupre,  Zeit.  angew.  Chem.,  1904,  17,  815). 
The  potassium  persulphate  was  recrystallised  and  free  from  sulphate, 
and  the  hydrogen  peroxide  was  from  Merck,  and  guaranteed  to  be 
pure.  The  reactions  were  conducted  in  a  thermqstat,  at  25°,  in  "  Re- 
sistance "  flasks  which  were  well  steamed  out  before  use. 

It  was  first  necessary  to  determine  whether  equivalent  quantities 
of  peroxide  and  persulphate  disappeared  during  the  reaction.  Neutral 
solutions  of  these  were  therefore  mixed,  and  at  regular  intervals  two 
portions  of  2  c.c.  each  were  removed  as  quickly  as  possible.  One 
portion  was  poured  into  from  8  to  12  c.c.  of  about  7^  sulphuric 
acid,  a  slight  excess  of  permanganate  rapidly  added,  and  the  excess 
estimated  iodometrically  according  to  the  instructions  given  in  a 
previous  paper  (Trans.,  1905,  87,  1367).  This  gave  the  amount 
of  peroxide.  The  remaining  2  c.c.  were  poured  into  a  known 
volume  of  acidified  ferrous  sulphate  solution  which  was  then  heated  to 
the  boiling  point  and  the  excess  of  ferrous  sulphate  estimated  with  per- 
manganate. This  gave  the  total  oxidising  power  of  the  solution  due 
to  the  peroxide  and  persulphate  (Le  Blanc  and  Eckardt,  Zeit.  Elektro- 
chem.,  1899,  5,  355).  Subtraction  gave  the  amount  of  the  latter. 
Owing  to  the  slowness  of  the  reaction,  the  error  caused  by  the  short 
interval  of  time  which  elapsed  between  successive  withdrawals  of  the 
2  c.c.  was  negligible. 

The  results  are  given  in  series  T  and  II,  where  A  and  B  represent 
the  initial  concentrations  of  the  peroxide  and  persulphate  respectively, 
calculated  in  c.c.  of  NjbO  permanganate,  whilst  x-^  and  tCg  represent 
the  amount  of  decomposition  of  the  same  after  any  time  t. 

Series  I. 


Time  in  minutes. 

A^x,. 

x^. 

B  -  x^. 

.-r-a. 

0    

90    

150    

300    

Two  days 

15-88  c.c. 
14-88     „ 
13-69     ,, 

n-oo    ,, 

1-01     „ 

1-00 
2-19 

4-88 
14-87 

Series  II. 

15-31  c.c. 
14-22     ,, 
13-12     „ 
10-34     ,, 
0-34     „ 

1-09 

2  19 

4-97 

14-97 

Time  in  minutes. 

0    

45     

A-x,. 
27-20  c.c. 
26-64     ,, 
26-12     „ 
24-79     „ 
24-16     „ 

Xi. 

0-56 

1-08 
2-41 
3-04 

B  -  x.^. 
7-20  c.c. 
6-69     ,, 
6-15     „ 
4-80     ,, 
4-24     „ 

X.2. 

0-51 

85    

1-05 

240    

320    

2-40 
2-96 

It  was  found  in  every  case  that  x^  =  x.,.     Hence,  for  every  molecule 
of  peroxide   which   disappeared,  a    molecule  of   persulphate  also  dis- 
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appeared,  even  -when,  as  in  series  II,  the  concentration  of  the  former 
■was  much  greater  than  that  of  the  latter. 

This  shows  that  the  equation  given  above  represents,  at  any  rate, 
the  initial  and  final  stages  of  the  reaction. 

.  The  Velocity  of  the  Reaction. 

In  order  to  discover  if  the  reaction  took  place  in  stages,  it  was  now 
necessary  to  determine  its  rate.  Solutions  containing  equivalent 
quantities  of  peroxide  and  persulphate  were  mixed,  the  velocity  of 
decomposition  of  the  former  alone  being  measured.  Tiie  results  of 
one  such  experiment  are  given  in  series  III,  wheie  k^  and  k.^  are  cal- 
culated according  to  the  formulae  for  uni-  and  bi-molecular  reactions 
respectively.  In  order  to  avoid  the  disturbing  effects  of  the  period  of 
induction  {vide  infra)  on  the  values  of  the  constants,  the  first  titration 
was  neglected,  that  made  one  hour  after  mixing  being  taken  as  the 
initial  titration,  and  its  time  as  0. 


Time  in 
0    .. 

hours. 

A-x. 
14-78  c.c. 
14-06     „ 
13-19     „ 
12-05     ,, 
11-35     ,, 
10-36     ,, 

9-16     ,. 

Series  III. 

X. 

0-72  c.c. 
1-59     „ 
2-73     „ 
3-43     ,, 
4-42     „ 
5-62     ,, 

0-0217 
0-0247 
0-0253 
0-0255 
0-0257 
0-0259 

A  X  /fj. 

1     ... 

0-0512 

2     ... 

0-0603 

3-5... 

4-5... 
6    ... 
8    ... 

:;::;;;:;::: 

0-0647 
0-0672 
0-0711 
0-0767 

It  will  be  seen  that  the  values  for  ko  show  no  approach  to  constancy. 
The  reaction,  therefore,  is  unimolecular.  But  this  conclusion  could 
not  be  so  readily  drawn  from  all  the  reactions.  It  occasionally 
happened  that  there  was  but  little  to  choose  between  the  values  for 
ki  and  k.^.  But  it  is  important  to  notice  that  whilst  the  majority  of 
the  reactions  were  found  (as  in  series  III)  to  yield  constant  values  for 
k^,  and  variable  for  k2,  no  cases  were  encountered  in  which  the  con- 
verse was  true. 

The  dilution  formulae  of  van't  Hoff  and  Noyes  could  not  be  used  to 
verify  this,  for  they  gave  contradictory  results.  This  was  because  no 
two  reactions  at  different  dilutions  were  strictly  comparable  (compare 
Donnan  and  Le  E,ossignol,  Trans.,  1903,  83,  709).  For  example,  on 
one  occasion  a  reaction  was  begun  with  4  =  .5  =  13-25  c.c.  At  the 
expiration  of  twenty-two  hours,  the  amount  decomposed  was  904  c.c, 
whilst  a  few  days  previously,  when  A  =  B  =  16-80  c.c,  the  concentration 
had  only  fallen  by  7-35  c.c.  in  the  same  number  of  hours.  At  other 
times  the  exact  opposite  would  occur.  Price  and  Denning  (loo.  cit.) 
have  called  attention  to  similar  behaviour  in  the  presence  of  colloidal 
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platinum.  This  cannot  be  due  to  the  catalytic  action  of  the  decom- 
position products  of  glass,  since  it  is  shown  later  that  the  sulphates  of 
sodium,  potassium,  and  manganese  exert  only  a  slight  action  on  the 
mixtures  even  in  concentrated  solutions.  It  is  more  probably  caused 
by  a  variation  in  the  length  of  the  period  of  induction  {vide  infra) 
consequent  upon  the  changes  in  dilution. 

The  fact  that  the  reaction  is  unimolecular  and  not  Inmolecular,  as 
we  should  expect  from  the  equation,  may  be  explained  on  the  assump- 
tion that  an  intermediate  compound  is  first  formed  between  the 
peroxide  and  persulphate,  and  this,  being  more  unstable  than  either, 
rapidly  decomposes.  It  is  the  rate  of  decomposition  of  this  compound 
which  is  measured.  This  is  in  agreement  with  the  theory  advanced 
by  Kastle  and  Loevenhart  [Amer.  Chem.  J.,  1903,  29,  563)  and  is 
supported  by  the  two  following  facts  : 

(1)  Since  a  molecule  of  peroxide  disappears  for  every  molecule  of 
persulphate,  the  rate  of  decomposition  of  the  one  indicates  that  of  the 
other.  The  results  given  in  series  IV  and  Y  indicate  that  the 
velocity  of  decomposition  of  the  persulphate  is  independent  of  the 
concentration  of  the  peroxide,  always  provided  that  the  latter  is 
present  in  excess. 

Series  IV.  Series  V. 

^  =  26-14  c.c;  5  =  8-06  c.c.  ^=l8-75c.c.  ;  5  =  8-06  c.c. 

TiiiiL- in  hoiu-s.  A-x.  x.  A-x.  x. 

0  2614  c.c.  —  18-95  c.c.  — 

4  23-80     ,,  2-34  c.c.  16-86     „  2-09  c.c. 

8  22-12     ,,  4-02  ,,  1.5-28     ,,  3-67  ,, 

15  20-34     ,,  5-80  ,,  13-37     ,,  5-58  ,, 

21  19-54     ,,  6-60  ,,  12-53     ,,  6-42  ,, 

This  result  is  precisely  what  we  should  expect.  If  with  a  certain 
concentration  of  peroxide  the  main  part  of  the  pei'sulphate  is  com- 
bined to  form  an  intermediate  product,  a  further  addition  of  the 
former  would  not  appreciably  alter  the  amount  of  this  compound,  and 
hence  its  rate  of  decomposition  would  remain  unaltered. 

Too  much  reliance,  however,  must  not  be  placed  on  this  kind  of 
evidence,  since  it  has  been  pointed  out  that  experiments  performed  at 
different  dilutions  are  not  always  strictly  comparable. 

(2)  When  curves  for  the  reactions  were  drawn,  a  "  period  of 
induction  "  was  found  to  exist.  This  affords  very  strong  evidence  in 
favour  of  the  theory  of  the  formation  of  an  intermediate  compound, 
for  the  delay  occasioned  by  its  formation  is  a  necessary  consequence  of 
the  law  of  mass  action  (compare  Mellor,  Trans.,  1902,  81,  1280).  In 
some  cases,  the  period  of  induction  appears  to  consist  of  two  parts  :  (i)  a 
period  of  inactivity  during  which  no  chemical  action  takes  place,  and 
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(ii)  a  period  of  gradually  increasing  chemical  activity.  In  order  to 
discover  whether  these  two  periods  could  be  distinguished  in  the 
present  case,  a  series  of  experiments  was  carried  out  in  which  the 
concentration  of  the  peroxide  was  determined  every  few  minutes. 
Series  YI  is  a  typical  experiment,  and  the  results  are  given  in  the 


curve. 


Time  in 

minutes.  A  -  .v. 

0  17-34  c.c. 

6  17-26     ,, 

13  17-21     „ 

21   17-11     „ 


Series  VI.—A  =  B. 

Time  in 

minutes.  A  -  a: 

31     16-90  c.c. 

41    16-75     ,, 

51     16-57     ,, 

61     16-37     „ 


Time  in 

minutes.  A  -x. 

81     16-08  c.c. 

101     15-62     ,, 

111     15-47     „ 


c.c. 
17-34 


17-00 


O 


o 


16-00 


15-20 


N 


0 


50 
Time  in  minutes. 


100 


It  will  be  seen  that  no  period  of  inactivity  is  apparent. 


Isolation  of  Intermediate  Compound. 

Compounds  of  hydrogen  peroxide  and  various  salts  have  been 
isolated  (see  Mellor,  Chemical  Statics  and  Dynamics,  1904,  p.  331, 
where  a  full  list  of  references  is  given).  It  was  thought,  therefore, 
that  it  might  be  possible  to  effect  a  separation  of  the  compound  between 
hydrogen  peroxide  and  potassium  persulphate,  of  whose  existence  we 
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have  already  had  several  indications.     Most  of  the  compounds  which 
have  hitherto  been  prepared  have  consisted  of  the  peroxide  attached  to 
a    stable    salt  ;    for  example,    cadmium    chloride,   as    in  CdClo,2H20o 
(Staedel,  1902),  or  ammonium  sulphate,  as  in  (NHJ^SO^.H.^O.^  (Will- 
stjitter,  1903),  but   in  the   present   case   we   are   dealing  with  a  per- 
sulphate which  is  unstable  in  solution,  and    which  is  readily  attacked 
by  tlie  peroxide.      It  was  therefore  to  be  expected  that  the  compound 
would   be   excessively  unstable,  and  difficult   to  isolate.     Solutions  of 
hydrogen  peroxide   and  potassium  persulphate   were  mixed  at    -  10° 
in    a    vessel   surrounded    by    ice    and    salt.       The    half-frozen    mass 
remained    neutral    to  litmu.s   for  upwards   of    fifteen    minutes,  show- 
ing that  at   this  low    temperature  the   velocity  of    the   reaction    was 
very  small.      No  indication,  however,  could  be  obtained  of  the  foi'ma- 
tion  of  an  additive  compound.     Some  powdered  persulphate  was  then 
put  in  a  glass  basin,  covered  with  concentrated  peroxide,  and  placed  in 
a  desiccator  over  sulphuric  acid.     Bubbles  of  oxygen  gas  were  rapidly 
evolved,  together  with  a  trace  of  ozone,  whose  presence  could  be  detected 
(i)  by  a  faint  odour,  (ii)  by  its  action   on  a  filter  paper  soaked  in  an 
alcoholic  solution  of  4  :  4'-tetramethyldiaminodiphenylmethane  (Arnold 
and  Menzel,  Ber.,  1902,  35,  1324  ;  Fischer  and  Braehmei^  Ber.,  TjOG, 
39,  943;  Arnold,  ihid.,  1528).     In    the  course  of  a  few  weeks,  the 
peroxide  had  evapoi'ated  and  a  white,  crystalline  mass   remained.     A 
portion  of  this  was  dissolved  in  very  dilute  sulphuric  acid,  evolving 
bubbles  of  gas  and  emitting  a  faint  crackling  sound.     The  presence 
of  hydrogen  peroxide  was  indicated  by  the  titanium  sulphate  test.     As 
this    might   have    been    due    to    negative    crystals    of    peroxide,    the 
remainder  was  finely  powdered  and  left  in  the  desiccator.     Some  days 
later,    the    powder    was    removed    and     found    to    dissolve    in    dilute 
sulphuric  acid,  evolving  bubbles  of  gas  and  leaving   peroxide  in  solu- 
tion, as  before.     The  powder  was  kept  for  several  weeks  and  tested 
from  time  to  time.     Gradually,  however,  the  hydrogen  peroxide   dis- 
appeared.    It  is  highly  probable,  therefore,  that  in  this  way  the  inter- 
mediate  compound  had  been  isolated  in  an  impure  form,  and  that  on 
contact  with  water  it  decomposed  into  oxygen,  potassium  sulphate  and 
persulphate,  and  hydrogen  peroxide,  the  reaction 

being  reversible. 

A  few  experiments  were  made  in  order  to  determine  the  relative 
amounts  of  the  two  constituents,  but  inconclusive  results  were 
obtained  owing  to  the  impossibility  of  preparing  the  pure  substance. 

If  in  the  above  formula  a3  =  y  =  l,  the  compoun'l,  K.^S.OgjHg^^, 
has  the  same  empirical  formula  as  the  potassium  salt  of  Caro's  per- 
monosulphuric   acid.     But  no  indications  were  ever  obtained  of  the 
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formation  of  the  latter  salt,  which  has  been  recently  prepared  and 
described  by  Price  (Trans.,  1906,  89,  53). 

The  Influence  of  Sulphuric  Acid. 

As  shown  in  series  VII,  YIII,  and  IX,  sulphuric  acid  greatly 
retards  the  reaction  provided  it  is  present  in  sufficient  amount  to 
decompose  all  the  persulphate.  If  less  than  this  quantity  is  present, 
its  effect  is  scarcely  perceptible.  This  is  in  accordance  with  previous 
results  (Trans.,  1904,85,  601;  1905,  87,  1369;  compare  Baubigny, 
Compt.  rend.,  1903,  136,  449,  1325),  and  is  probably  due  to  the  libera- 
tion of  persulphuric  acid,  which  is  but  slightly  dissociated,  thus  hinder- 
ing the  formation  of  the  intermediate  compound. 


Series  VII. 

Series  VIII 

Series  IX. 

A  =  B.     m/oo  H2SO4. 

A-- 

=  B.  m/3-5H2SO,. 

A 

=  B.  w/l-SHgSO,. 

Time  in 

hours.        A  -  X.               X. 

A—x.               X. 

A  -  X.              X. 

0         14-07  c.c.           — 

14-07  c.c.          — 

14-07  c.c.           — 

2         12-12    ,,           1-95 

13-07     „           1-00 

13-18     „          0-89 

5-5          8-99   „           5-08 

10-99     ,,           3-08 

11-62     „          2-45 

It  was  interesting  to  determine  if  equivalent  quantities  of  peroxide 
and  persulphate  disappeared  in  acid  as  well  as  in  neutral  solution.  With 
this  object,  series  X  and  XI  were  performed  in  an  exactly  similar  manner 
to  series  1  and  II. 

Series  X. — m/6  HgSO^. 

Time  in  hours.  A  -.^^^. 

0    15-41  c.c. 

2    13-87     ,, 

4-5 12-15     „ 

24    4-93     ,, 


Series  XL — m/6  HgSOj. 

Time  in  houns.  A-x^. 

0    21-15  c.c. 

3    19-94     ,, 

7    18-12     ,, 

23-5 13-34     „ 

The  peroxide  shows  a  slight  tendency  to  disappear  more  rapidly  than 
the  persulphate.     In  addition  to  the  main  reaction,  the  side  reaction 


Xj. 

B  -  X.,. 

x^. 

— 

16-41  c.c. 

— 

1-54 

15-01     „ 

1-40 

3-26 

13-35     „ 

3-06 

10-48 

6-52     „ 

9-89 

x^. 

B-x^. 

x^. 

— 

15-48  c.c. 

— 

1-21 

14-25     „ 

1-23 

3-03 

12-74     „ 

2-74 

7-81 

8-11     „ 

7-37 

also  takes  place. 


H2O2-H2O  +  O 
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The  Effect  of  Colloidal  Platinum. 

This  has  already  been  studied  by  Price  and  Denning  {loc.  cit.),  but  as 
these  authors  estimated  the  peroxide  in  the  presence  of  persulphate  by 
direct  titration  with  permanganate,  their  results  required  verification . 

The  colloidal  platinum  was  prepared,  according  to  the  method  given 
by  Bredig  {Zeit.  phi/sikal.  Chem.,  1899,  31,  258),  by  Messrs.  Philip 
Harris  &  Co.  (Birmingham),  to  whom  I  am  glad  to  have  this  opportunity 
of  expressing  my  indebtedness.  The  concentration  of  the  solution  was 
not  determined,  this  being  deemed  unnecessary. 

Series  XII  and  XIII  show  how  closely  two  series  of  experiments 
agree  when  performed  at  the  same  time  and  with  solutions  of  similar 
concentration  ;  but  comparable  results  could  not  be  obtained  when  the 
concentrations  were  varied.  In  order  to  avoid  the  disturbing  effects  of 
the  period  of  induction,  the  platinum  was  added  after  the  peroxide  and 
persulphate  had  been  mixed  for  fifteen  minutes. 


Series  XII  and 


Time  in  minutes.  A  -  x. 

1  14-11  c.e. 

6  11-24     „ 

11  10-21     ,, 

16  9-01     „ 

•20  8-04     „ 

26  6-80     ,, 


XIII. 

—A=B. 

».'. 

A-x. 

X. 

— 

13-95  c.e. 

— 

2-87 

11-68     .. 

2-27 

3-90 

10-05     .. 

3-90 

.5 -10 

8-73     .. 

5-22 

6-07 

7-76     ., 

6-19 

7-31 

6-49     „ 

7-46 

In  series  XIV  and  XV  are  given  the  results  of  estimating  both  com- 
ponents in  neutx\il  and  acid  solution  respectively.  They  were  performed 
in  an  exactly  similar  manner  to  series  I  and  II,  but,  owing  to  the 
increased  velocity  of  the  reaction,  it  was  necessary  to  allow  for  the 
interval  of  time  elapsing  between  the  successive  withdrawals  of  2  c.c. 
from  the  reaction  mixture. 


Series  JIV.—mIco  HoSO^. 


2- 
C.C. 


Time  ill  minutes.  A — x^.                  x^.  B  -  x. 

1-5 16-40  c.c.                 —  15-42 

30-5  13-32     „  3-08  1484     ,, 

80-5 11-07     ,,  5-33  13-82     ,, 

150-5  8-89     „  7-51  12-29     ,, 

220-5 7-22     ,,  9-18  11-33     ,, 

Series  XV.—vijG  HgSO^. 

Time  in  minutes.  A  -  Xy  x^.  B  -  Xo. 

1-5 12-35  c.c.                —  12-52  c.c. 

16-5 11-08     „  1-27  12-30     ,, 

31-5 10-41     ,,  1-94  12-36     ,, 

46-5 9-91     ,,  2-44  12-08     ,, 

66-5 9-34     ,,  3-01  12-05     ,, 


0-58 
1-60 
3-13 
4-09 


0-22 
0-16 
0-44 
0-47 
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In  neutral  solution,  the  peroxide  decomposed  rather  more  than  twice 
as  x-apidly  as  the  persulphate,  whilst  in  acid  solution  the  latter  scarcely 
imderwent  any  decomposition  at  all.  This  result  agrees  with  that 
obtained  by  Price  and  Denning  (loc.  cit.,  p.  94). 

The  Effect  of  Dissolved  Sulphates. 

It  was  thought  that  the  study  of  the  effect  of  soluble  sulphates  on 
the  reaction  might  throw  further  light  on  the  retarding  action  of 
sulphuric  acid. 

1.  Sodium  Sulphate. — The  pure  anhydrous  salt  (Kahlbaum)  was 
used.  In  concentrated  solutions  it  exerted  a  slight,  but  decided, 
retarding  action,  probably  caused  by  a  suppression  of  the  dissociation 
of  the  persulphate,  owing  to  the  presence  of  so  many  neuti'al  ions. 


Time  in  hours. 
0     

m/oo  ]Sra2S04. 

A  -X. 

15-50  c.c. 

10-36     ,, 

5-46     „ 

1-96     „ 

m/10  Na2S04. 

A  -X. 

15-50  c.c. 

10-96     ,, 

6-59     ,, 

2-65     ,, 

m/5  NagSO^ 

A-x. 
15-50  c.c. 

7     

11-04     ,, 

20     

6-80     ,, 

47     

2-85     „ 

2.  Manganese  Sulphate. — The  salt  on  analysis  was  found  to  be  free  from 
iron,  and  to  be  correctly  represented  by  the  formula  MnSO^jiHgO. 
We  might  expect  this  salt  to  accelerate  the  reaction,  for  manganese 
dioxide  is  gradually  precipitated  from  solutions  containing  manganese 
sulphate  and  potassium  persulphate,  and  is  immediately  dissolved  again 
on  addition  of  hydrogen  peroxide.  It  was  found,  however,  that  even 
?7i/10  solutions  exerted  a  very  slight  retarding  action  on  the  initial 
stages  of  the  reaction.  This  shows  that  it  is  not  the  Mn"  ion  which 
renders  inaccurate  the  direct  titration  of  hydrogen  peroxide  with 
potassium  permanganate  in  the  presence  of  persulphates  (compare 
Inglis,  loc.  cit.).  As  the  reaction  proceeded  towards  completion,  how- 
ever, a  slight  accelerating  action  was  observed. 

3.  Potassium  Sulphate. — The  pure  anhydrous  salt  (Kahlbaum)  was 
used,  and  was  found  to  exert  a  retarding  action  very  similar  to  that  of 
sodium  sulphate. 

Summary. 

The  results  given  in  this  paper  may  be  briefly  summarised  as 
follows  : 

1.  Solutions  of  hydrogen  peroxide  and  potassium  persulphate  inter- 
act according  to  the  equation  : 

H2O2  +  KaSgOg  =  2KHSO4  +  O2. 

2.  The  reaction  is  unimolecular,  due  to  the  formation  of  a  highly 
unstable  intermediate  compound. 
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3.  This  compound  may  be  prepared  in  an  impure  form  by  evaporating 
a  mixture  of  hydrogen  peroxide  and  potassium  persulphate  over 
sulphuric  acid. 

4.  Sulphuric  acid  has  a  retarding  effect  on  the  reaction,  as  have  the 
sulphates  of  sodium,  potassium  and  manganese — the  last  named 
accelerating  slightly  as  the  reaction  nears  completion. 

5.  Colloidal  platinum  accelerates  the  reaction,  the  hydrogen  peroxide 
undergoing  rapid  additional  decomposition. 

In  conclusion,  I  have  pleasure  in  thanking  the  Research  Fund 
Committee  for  a  grant  which  has  defrayed  the  greater  part  of  the 
expense  entailed  by  this  work. 

The  Grammar  School, 
Watford. 
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Part    II.       The    Resolution     oj    the    Tetrahydro- 

naphthoic   Acids. 

By  Robert  Howson  Pickard  and  Joseph  Yates. 

The  tetrahydronaphthoic  acids  were  prepared  by  von  Baeyer  and  his 
co-workers  {Annalen,  1891,  266,  198)  by  the  reduction  of  the 
naphthoic  acids  by  means  of  sodium  in  boiling  amyl  alcohol.  Each 
contains  an  asymmetric  carbon  atom.  We  have  therefore  resolved 
them  into  their  optical  antipodes  by  the  fractional  crystallisation  of 
the  ^menthyl amine  salts  in  order  to  compare  the  molecular  rotatory 
power  of  each  with  that  of  the  A-'°'^^'-dihydro-l-naphthoic  acid  (Part  I, 
Trans.,  1905,  87,  1766).  The  readiness  with  which  these  resolutions  can 
be  carried  out  affords  another  example  of  the  usefulness  of  ^-menthyl- 
amine  for  the  resolution  of  inactive  acids  (compare  Pickard  and 
Neville,  Part  I,  loc.  cit.,  and  Neville,  this  vol.,  384). 

The  active  ion  of  1:2:3: 4-tetrahydro-l -naphthoic  acid  has  a 
molecular  rotatory  power  which  is  very  much  less  than  that  of  the 
corresponding  AMihydro-acid.  This  is  doubtless  due  to  the  proximity 
of  the  double  linking  to  the  asymmetric  carbon  atom. 

The  results  obtained  are  compared  in  the  following  table  : 

M:2:3:4-  Z-l:2:3:4-  A^'o'Si.Di- 

Molecular  rotatory  Tetrahydro-1-       Tetrahydro-2-  hydro-l- 

power.  naphthoic  acid,     naphthoic  acid,      naphthoic  acid. 

Acid  in  CHCI3    -28-1°  -91-2'^  ±370-4° 

AcidinCgHg  -92-1  -879  ±309-5 

Sodium  salt  in  H2O    ...  -2M  -90-5  ±374-5. 
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Resolution  o/*  1  :  2  :  3  :  i-Teti'ahi/drol-naphthoic  Acid. 

\-Menthylamine  1-1:2:3:  A:-Tetrahydro-\-naphthoate. — The  racemic 
acid  (1  mol.)  was  dissolved  in  the  calculated  quantity  of  sodium 
bicarbonate  solution  and  mixed  with  a  solution  of  ^-menthylamine 
hydrochloride  (1  mol.).  The  pasty  mass  of  the  1-B-l-A  and  1-B-d-A 
salts,  which  is  immediately  precipitated,  soon  becomes  hard  and 
brittle.     It  then  melts  indefinitely  at  below  100°,  and  has  [a]o  about 

— 18*5°  in  absolute  alcohol.  The  products  from  four  successive 
crystallisations    of    this  from   acetone  had   [a]„    in   absolute    alcohol 

-  20-6°,  -  26-0°,  -  28-9°,  -  29-3°.  The  pure  1-B-l-A  salt  was  obtained 
from  the  fifth  recrystallisation  in  large,  glassy,  stout  prisms  melting  at 
123°. 

0-3710  made  up  to  19'8  c.c.  with  absolute  alcohol  gave  a-  1-10°  ;* 
whence  [a]^  -  29-35°  and  [M]d  -  97-1°. 

The  salt  was  boiled  with  a  known  excess  of  sodium  hydroxide  until 
all  the  menthylamine  was  driven  off,  when  the  hydroxide  remaining 
was  titrated. 

0-5654  treated  in  this  way  used  0-0656  NaOH.  The  calculated 
quantity  required  is  0  0683  NaOH. 

1-1:2:3:  4:- Tetrahi/dro-l -naphthoic  Acid. — The  pure  1-B-l-A  salt  was 
treated  with  an  excess  of  sodium  carbonate  and  the  menthylamine 
removed  by  ether.  The  Ijevo-acid,  obtained  from  the  aqueous  solution 
of  the  sodium  salt  by  precipitation  with  hydrochloric  acid,  crystallises 
from  light  petroleum  in  colourless,  glistening  plates  melting  at  52-5°. 
The  purity  of  the  acid  was  proved  by  combustion  and  titration 
experiments. 

The  following  polarimetric  observations  were  made  : 

0-3259  made  up  to  20  c.c.  with  chloroform  gave  a -0-52°;  whence 
[ajo- 15-95°  and  [M]i, -28-07°. 

0*3480  made  up  to  19'8  c.c.  with  benzene  gave  a- 1*84°;  whence 
[a]i,- 52-34°  and  [MJ^- 92-12° 

0-2812  exactly  neutralised  by  19-8  c.c.  of  a  solution  of  NaOH 
gave  a -0-34°;  whence  the  sodium  salt  has  [ajj,- 10-64°  and 
[MJd- 21-07°. 

The  mercurous,  lead,  silver,  smd/efric  salts  are  insoluble,  whilst  the 
mercuric,  zinc,  manganese,  magnesium,  calcium,  and  harium  salts  are 
soluble  in  water. 

\- Menthylamine  d-1  :  2  :  3  :  i-fetrahydro-l-naphthoale  was  obtained 
from  the  most  soluble  fractions  in   the  acetone  mother  liquors.     It 

*  All  polarimetric  observations  recorded  in  this  pa^jer  were  made  in  a  2-dcm.  tube. 
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crystallised  in  hard,  rhombic  crusts,  melted  not  very  sharply  at  78°, 
and  had  [a]i,  -  12"79°  in  absolute  alcohol. 

The  dextro-eicid  obtained  from  this  salt  was  not  quite  pure.  When 
crystallised  from  light  petroleum,  it  melted  at  49 — 50"  and  had 
[a]u  + 1401°  in  chloroform.  A  mixture  of  equal  parts  of  this  acid 
and  the  pure  la^vo-isomeride  was  crystallised  once  from  light  petrol- 
eum, when  it  melted  at  82°  and  was  obtained  in  the  characteristic 
crystalline  form  of  the  racemic  acid,  which  melts  at  85°  (Baeyer, 
loc.  cit.). 

Resolution  of  I  :  2  :  3  :  \-Tetra]iydro-'2-naphthoiG  Acid. 

The  resolution  of  the  corresponding  tetrahydro-2-iJaphthoic  acid  was 
carried  out  in  a  similar  manner  with  Z-menthylamine.     The  mixture, 
of    1-B-l-A   and    1-B-d-A  salts  had   [a]n- 22-86°  in  absolute  alcohol. 
The    pure  1-B-l-A  salt  was  obtained  after  ten    crystallisations    from 
acetone  in  the  form  of  stout,  rhombic  prisms  which  melted  at  150°. 

03027  made  up  to  20  c.c.  with  absolute  alcohol  gave  a  — 1'67°; 
whence  [a]o- 55-1  7°  and  [M]o- 182-6°. 

The  salt  was  anal3^sed  as  before  : 

0-5283  used  0-0660  NaOH.  The  calculated  quantity  required  is 
0-0639  NaOH. 

1-1:2:3:  4:-Tetraki/dro-2-naphthoic  acid  crystallises  in  prismatic 
needles  from  light  petroleum  and  melts  at  99°,  that  is,  3°  higher  than 
the  inactive  acid  (Baeyer,  loc.  cit.). 

0-2798  made  up  to  20  c.c.  with  chloroform  gave  a-  1-45°;  whence 
[a]i,- 51-82°  and  [M]i,-91-2°. 

0-2764  made  up  to  20  c.c.  with  benzene  gave  a -1-38°;  whence 
[ajo- 49-96°  and  [M]u-87-9°. 

The  sodium  salt  is  precipitated  as  a  microcrystalline  powder  when 
ether  is  added  to  its  solution  in  alcohol. 

02315  gave  0-0761  Na^SO,.     Na=  10'65, 

0-3094  lost  0-0257  when  heated  at  105°.     H2O  =  8-30. 

CuHiiOgNaHgO  requires  Na=  10-65  ;  H.p  =  8-33  per  cent. 

02746  made  up  to  20  c.c.  with  water  gave  a- 1*15°;  whence 
[a]D  -  41-88°  and  [Mj^  -  90-5° 

The  silver,  lead,  mercurous,  inercuric,  coppe?',  ferric,  zinc,  and 
cadmium  salts  are  insoluble,  whilst  the  manganese,  magnesium, 
barium,  and  calcium  salts  are  soluble  in  water. 

d-1  :  2  :  3  :  A:-Teirahydro-2-naphthoic  Acid. — The  pure  1-B-d-A  salt  is 
very  soluble  in  acetone  and  was  not  obtained  pure,  the  purest  specimen 
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having  [a]D  +  l'66°  in  absolute  alcohol.  The  acid  prepared  from  this 
salt  crystallised  from  dilute  acetic  acid  in  stout,  prismatic  needles  and 
melted  at  99°. 

0-3073  made  up  to  20  c.c.  with  chloroform  gave  a+l*24°;  whence 
[a]D  + 40-35° 

0'2986  made  up  to  199  c.c.  with  benzene  gave  a +1*08°;  whence 
[a]i,  + 35-98^. 

The  difference  exhibited  in  the  rotation  of  1:2:3:  4-tetrahydro- 
1 -naphthoic  acid  when  dissolved  in  benzene  and  in  chloroform  is 
probabl}'  due  to  association  with  the  solvent  in  the  case  of  the 
benzene.  This  assumption  is  supported  by  the  folloAving  ebullio- 
scopic    determinations  of   the  molecular   weight.^,    for  which    we    are 

indebted  to  Mr.  Tom  Thornley. 

Concentration  Apparent 

of  sohition.  molecular 
Solvent.     Per  cent.  weight. 

r-1  :2  :  3  :4-Tetrahydro-l -naphthoic  acid CHCI3  2-5  176 

C^Hg  2-1  349 

CeHe  4-7  296 

Z-1  :  2  :  3  :  4-Tetrahydro-l-naphthoic  acid CgHc  3-9  312 

(£-1  :  2  :  3  :  4-Tetrahydro-2-naphthoic  acid CgHg  2-3  234 

CHCI3  1-7  213 

We  wish  to  express  our  thanks  to  the  Researcli  Fund  Committee  of 
the  Society  for  a  grant  which  has  defrayed  some  of  the  cost  of  the 
material  for  this  work. 

Municipal  Tecuxical  School, 
Blackbukx. 


CXIII. — The  Constitution  of  Umhellulone. 

By  Frank  Tutin. 

In  the  course  of  a  chemical  examination  of  the  essential  oil  of 
Calif ornian  Laurel  {Uinhellularia  Ccdifornica),  Power  and  Lees  (Trans., 
1904,  85,  629)  isolated  a  new  ketone,  which  they  designated 
"  umhellulone."  This  ketone  was  shown  to  have  the  formula  CjoH^^O, 
and  to  contain  only  one  ethylenic  linking,  which  indicated  the 
presence  of  two  closed  rings.  Power  and  Lees  also  showed  that 
umhellulone  behaves  abnormally  when  treated  with  semicarbazide  or 
hydroxylamine,  for  not  only  does  the  usual  reaction  with  the  carbonyl 
group  take  place  on  treatment  with  either  of  these  reagents,  but  a 
molecule  of  the  base  also  becomes  attached  to  the  carbon  atoms  of  the 
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ethylenic  linking.  This  behaviour  has  been  shown  by  Harries  and  his 
pupils  {Ber.,  1897,  30,  230),  by  Tiemaun  {Ber.,  1897,  30,  251,  and 
1900,  33,  562),  and  l^y  Rupe  and  Schlochofe  {Ber.,  190:5,  36,  4377)  to 
be  a  property  of  those  ketones  which  contain  an  ethylenic  linking  in 
the  a;8-position  with  respect  to  the  carbonyl  group.  It  was  there- 
fore indicated  that  umbellulone  was  an  a/?-unsaturated  cyclic  ketone 
containing  two  closed  rings. 

The  behaviour  of  umbellulone  towards  certain  reagents  was  further 
studied  by  Lees  (Trans.,  190-1,  85,  639),  and  the  results  obtained  by 
him  may  be  summarised  as  follows  : 

On  treatment  with  bromine,  umbellulone  formed  a  liquid  dibromide, 
which,  on  distillation  under  diminished  pressure,  gave  solid  dibromo- 
dihydroumbellulone,  Cj^Hj^OBrg,  an  unsaturated  liquid  monobromo- 
umbellulone,  CjQHj30Br,  and  a  small  amount  of  a  hydrocarbon,  CjqH^^. 
The  unsaturated  monobromoumbellulone,  on  i-eduction  with  zinc  dust 
and  acetic  acid,  yielded  a  saturated  ketone,  C^qH^qO,  whilst  on  submit- 
ting dibromodihydroumbellulone  to  a  similar  treatment  monobromo- 
dihydroumbellulone,  CjoH^jOBr,  was  obtained  ;  the  latter,  on  reduction 
with  sodium  in  alcohol,  gave  tetrahydroumbellulol,  C^qH^qO.  It  was 
also  stated  that  "umbellulone  is  readily  oxidised  by  potassium  per- 
manganate, yielding  a  lactone,  0^11^2025  together  with  several  acids 
which  were  not  further  investigated." 

As  Mr.  Lees  has  been  unable  to  continue  the  investigation  of  this 
ketone,  the  author,  in  agreement  with  him,  has  further  studied  the 
derivatives  of  umbellulone,  more  especially  the  products  of  its  oxidation 
with  potassium  permanganate.  The  present  communication  embodies 
the  results  obtained,  and  the  conclusions  which  may  be  drawn  from 
them  respecting  the  constitution  of  this  ketone. 

Throughout  this  investigation  it  has  been  borne  in  mind  that  the 
material  available  for  the  greater  part  of  the  work  could  not  be 
regarded  as  a  pure  substance,  as  it  represented  a  fraction  of  the 
essential  oil  collected  over  a  range  of  10  degrees.  Control  experiments 
were  therefore  made  with  the  use  of  pure  umbellulone  which  had  been 
regenerated  from  its  semicarbazido-semicarbazone,  and  the  compounds 
here  described  as  derivatives  of  umbellulone  are  only  such  as  were 
obtained  from  the  pure  ketone. 

When  umbellulone,  CjqHj^O,  is  oxidised  with  cold  permanganate,  a 
monocarboxTjlic  keto-acid,  C^Hj^Og  (b.  p.  193 — 195°/50  mm.  ;  m.  p.  102°), 
is  the  principal  product.  This  has  been  designated  umhellulonic  acid. 
It  yields  a  crystalline  oxime  (m.  p.  169 — 170°),  and  evidently  contains 
the  group  -CO'CHg,  since,  on  warming  with  iodine  in  presence  of 
sodium  carbonate,  it  readily  gives  iodoform.  The  umhellulonic  acid 
thus  obtained  is  associated  with  smaller  amounts  of  acids  of  higher 
boiling  point,  but  these  could  not  be  isolated  in  a  state  of  purity  owing 
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to  the  presence  of  oxidation  products  derived  from  substances  other 
than  umbellulone  contained  in  the  fraction  of  oil  employed.  When 
this  mixture  of  acids  is  slowly  distilled  under  20  mm.  pressure,  water 
is  eliminated,  and  a  portion  of  the  vimbellulonic  acid  passes  into  an 
unsaturated  lactone,  C^HjoOg  (b.  p.  129 — 135°/50  mm.),  which,  on  solu- 
tion in  potash,  again  yields  the  keto-acid.  This  lactone  is,  in  fact, 
produced  by  the  elimination  of  water  from  the  enolic  modification  of 
umbellulonic  acid. 

CO 

^e^io^cO-CHg  <—  ^''    io^C(OH):CH2  ^-  ^e^io\/'^      +    ^2^- 

U.CHo 

UiubeDuloiiic  acid.  Euolic  moJifieatiou.  Lactone. 

The  change  from  keto-acid  to  lactone  also  takes  place,  but  to  a  less 
extent,  when  pure  umbellulonic  acid  is  distilled  under  diminislied 
pressure.  The  explanation  of  the  phenomenon,  that  a  larger  proportion 
of  umbellulonic  acid  becomes  converted  into  lactone  on  distilling  the 
crude  mixture  of  acids  than  when  the  pure  acid  aloiie  is  distilled, 
probably  lies  in  the  fact  that  the  acids  associated  with  the  umbellulonic 
acid  in  the  former  case  are  of  higher  boiling  point,  and  also  give  rise 
to  anhydrides  *  which  assist  in  the  abstraction  of  water  and  formation 
of  the  lactone.  This  supposition  receives  support  from  the  fact  that 
umbellulonic  acid  was  found  to  pass  into  the  lactone  on  boiling 
with  acetic  anhydride. 

This  unusual  change  from  keto-acid  into  unsaturated  lactone, 
and  vice  versd,  is  accompanied  by  a  remarkable  change  in  optical 
rotation,  as  the  former  has  [aju  -f  377*6°  and  the  latter 
[ajo  -210-58^. 

Fiom  the  formation  of  umbellulonic  acid,  CgH^Q(C02H)CO*CH3,  by 
the  oxidation  of  umbellulone,  C^^H^^O,  it  would  appear  that  the  latter 

contains  the  complex  CgH]^(,<^p ,  ^  ^CH. 

The  lactone,  when  shaken  into  an  emulsion  with  water,  is  readily 
oxidised  by  potassium  permanganate,  giving  a  quantitative  yield  of 
a  polymethylene  dicarboxylic  acid,  CgHjjO^  (m.  p.  120 — 121°; 
[a]i,  -89'7°),  for  which  the  name  umbellulario  acid  is  proposed. 

CO 


C.H^o^O  -h  H^O  -f  40  =  C,H,o<cq2^H  +  CO2  +  H^O. 

C.OH2 

The  lactone.  Umbellularic  acid. 

XJmbellularic  acid  passes  into  the  anhydride  (b.  p.  167 — 169°/50mm.) 
when  heated  to  about  150°,  and  is  remarkably  stable,  for  all  further 

*  Umbellularic  acid  is  probably  present. 
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attempts  to  break  down  the  molecule  resulted  iu  failure.  It  was 
therefore  impossible  to  obtain  more  direct  evidence  regarding  the  con- 
stitution of  umbellularic  acid,  but  the  following  considerations  afford 
indirect  evidence,  which  may  be  considered  fairly  conclusive. 

The  genei'al  })roperties,  and  especially  the  great  stability,  of  umbel- 
lularic acid  indicate  that  it  is  one  of  the  tetra-,  penta-,  or  hexa- 
methylene  dicaiboxylic  acids.  The  latter  consideration  may  be  at 
once  dismissed,  as  the  four  possible  hexamethylene  dicarboxylic  acids 
are  all  knotvn,  and  umbellularic  acid  does  not  agree  in  melting  point 
with  any  of  them.  Of  the  methylpentamethylene  dicarboxylic  acids, 
only  the  l-methyl-3  :  3-dicarboxylic  acid  is  known,  and  of  the 
dimethyltetramethylene  *  dicarboxylic  acids  only  uorpic  acid,  the 
2  :  2 -dimethyl- 1  : 3-dicarboxylic  acid,  is  known,  with  neither  of  which 
is  umbellulai'ic  acid  identical. 

By  the  bromination  of  uiubellulone  and  subsequent  distillation 
of  the  product,  Lees  obtained,  in  addition  to  products  containing 
bromine,  a  small  amount  of  a  hydrocarbon,  Cj„H^^,  but  expressed  the 
opinion  that  this  compound  was  derived  from  some  substance  other 
than  umbellulone  contained  in  the  oil  employed.  This  hydrocarbon 
has  now  been  obtained  from  pure  umbellulone,  and  has  been  identified 
as  jo-cymene. 

Although  the  formation  of  ^>cymene  from  umbellulone  cannot  very 
well  be  traced  by  any  cycle  of  direct  chemical  changes,  it  would 
appear  probable  that  the  molecule  of  umbellulone  contains  a  carbon 
skeleton  which  is  capable  of  yielding  a  compound  having  methyl  and 
t'sopropyl  groups  in  the  para-position  without  undergoing  any  profound 
structural  change. 

Any  structural  formula  which  would  represent  the  constitution  of 
umbellulone  must,  therefore,  fulfil  the  following  conditions.  In  the 
first  jDlace,  it  must  contain  a  dimethyltetramethylene  or  a  methyl- 
pentamethylene ring.  United  to  this  ring  there  must  be  the  group 
~CO'CH!CMe-,  and,  lastly,  it  must  have  a  carbon  framework  capable 
of  yielding,  in  a  simple  manner,  paramethyl  and  t'sopropyl  groups. 

The  only  formulae  which  are  capable  of  fulfilling  these  conditions 
are  the  following  : 

CII-CH CO  Cn2 CH CO 

I     .../CMe.2        I  I     .  .CIl2-CH(Me)   I 

CII-C(Me)=CH  CJl^ C(Me)=Cn' 

I.  II. 

Both  of  these  compounds  would  yield  paramethyl  and  zsopropyl 
groups  through  the  ruj^ture  of  the  diagonal  bridge  by  the  addition  of 

*  The  possibility  of  the  occurrence  of  an  etliyl  j^^cnip  need  not  be  considercii,  as 
this  group  does  not  occur  among  natural  terpeiie  derivatives  and  aUied  compounds. 
VOL.    LXXXIX.  4   D 
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hydrogen  at  the  pl;u-e  iucUcateJ  by  the  dotted  line.  A  ketone 
of  formula  (I)  contains  a  dimethyltotramethylene  ring,  and,  on 
oxidation,  would  yield  a  norpic  acid  ;  whilst  one  of  formula  (II) 
contains  a  methylpentamethylene  ring  and  would  give  1-methylpenta- 
methylene  3  :  5-dicarboxylic  acid. 

Umbellularic  acid  is,  therefore,  either  a  stereoisomeride  of  norpic 
acid  or  of  l-methylpenbamethylene  3  :  5-dicarboxylic  acid. 

Norpic  acid  gives  no  anhydride  and  is  apparently  the  trans-modi&ca.- 
tion  of  inactive  2  : 2-dimethyltetramethylene  1  :  3-dicarboxylic  acid. 
Umbellularic  acid  readily  yields  an  anhydride,  therefore  it  apparently 
represents  a  ciVmodification,  and  it  has  not  been  found  possible  either 
to  racemise  it  or  to  convert  it  into  the  corresponding  trans-acid.  It 
was  therefore  impossible  directly  to  decide  whether  umbellularic  acid 
is  ^cis-norpic  acid,  but  for  the  following  reasons  it  appears  extremely 
improbable.  In  the  first  place,  if  umbellularic  acid  is  ^-cis-norpic 
acid,  then  umbellulonic  acid  is  c?-pinononic  acid,  and  this  compound 
would  not  differ  in  boiling  point  from  the  inactive  pinononic  acid 
obtained  by  Wagner  by  the  oxidation  of  pinene  ;  whereas  the  methyl 
ester  of  Wagner's  acid  boils  at  130—135714  mm.  {Ber.,  1896,  29, 
881),  and  the  ethyl  ester  of  umbellulonic  acid  at  about  130°  under 
20  mm.  pressure. 

In  addition  to  this,  if  umbellulone  is  a  keto-pinene  (formula  I),  it 
would  be  expected  that  the  norpic  acid  derived  from  it  would  become 
racemised,  just  as  inactive  norpic  acid  is  obtained  from  active  pinene  ; 
whereas  umbellularic  acid  is  not  only  optically  active,  but  it  has  been 
found  impossible  to  racemise  it. 

It  would  therefore  appear  probable  that  umbellularic  acid  is  not 
Z-ctVnorpic  acid,  but  Z-1-methylpentamethylene  3  :  5-dicarboxylic  acid, 
and  that  its  persistent  optical  activity  is  due  to  the  stable  asymmetric 

group       /C!<^  ,  which  is  contained  in  this  compound,   but   not   in 

norpic  acid. 

•     Umbellulone    is    therefore    most    probably    represented     by    the 

formula 

CHg CH CO 

/CHg-CHMe  I     . 
CH C(Me):CH 

That  is,  "  an  a/3-unsaturated  cyclic  ketone  containing  two  closed 
rings,"  as  was  indicated  by  the  observations  of  Power  and  Lees 
{loc.  cit.). 

The  products  obtained  by  the  oxidation  of  umbellulone  would  therv 
have  the  following  constitution  : 


1 
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CH-COaH  CH CO 


Me-CH   CHg  Me-UM    CH^         () 

CHg-CH-CO-Clly  CHg-CH- CICH, 

Umbellulonic  acid.  The  lactone. 

CH-CO.,H 


Me-CH    CHj 

CH./CH-COgH 

Umbellularic  acid. 

The  above  constitutional  formula  offers  a  ready  explanation 
of  the  behaviour  of  umbellulone  on  treatment  with  bromine  and 
subsequent  distillation  of  the  product. 

The  liquid  obtained  by  the  treatment  of  umbellulone  with  bromine 
represents  the  compound  formed  by  the  direct  addition  of  the  halogen 
to  the  carbon  atoms  of  the  ethylenic  linking.  This  compound,  on 
distillation,  eliminates  hydrogen  bromide  in  two  ways : 


CH, CH CO  Ctfo CH CO 


and 


2  1  ^^  r"2 

-HBrgivesI    /CH.-CHMe 

CH CBr(Me)-CHBr  CH C:(CH2)-CllBr 

I. 

CH2 CH CO 

1^^    CH^-CHMe  j 

C=:==C(Me) -CHBr 
II. 

One  of  these  unsaturated  compounds  (probably  II)  is  incapable 
of  recombiuing  with  the  hydrogen  bromide,  and  represents  the  mono- 
bromoumbellulone.  The  other  compound  immediately  unites  with  the 
elements  of  hydiogen  bromide,  and  yields  the  solid  dibromodihydro- 
umbellulone,  which  is  therefore  probably  represented   by  the  formula 

CH2 CH CO 

/CHg-CHMe 
CH CH(CH,Br)-CHBr 

The  saturated  ketone,  Cj(,HjgO  (m.  p.  of  semicarbazone,  177°), 
obtained  by  Lees  by  the  reduction  of  monobromoumbellulone, 
CjQH^jOBr,  and  which  it  is  proposed  to  name  a.-dihydroumbellulone, 
will  therefore  be  represented  by  the  formula 

CH, CH CO 

I    ^CHg-CHMe   I 
CH CHMe-CHg 

By  the  reduction  of  umbellulone  itself  with  sodium  and  alcohol  and 

4  D  2 
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subsequent  oxidation  of  the  resulting  alcohol  with  a  limited  amount 
of  chromic  acid,  a  ketone,  CjQH,gO  (m.  p.  of  semicarbazone,  155 — 156°), 
is  obtained,  for  which  the  name  P-dihydroumhellulone  is  proposed. 
This  ketone  has  an  odour  almost  indistinguishable  fi'om  that  of 
pulegone,  and  is  unsaturated  ;  it  is  evident,  therefore,  that  when 
umbellulone  is  reduced  by  sodium  and  alcohol,  the  ethylenic  linking 
remains  unattacked,  whilst  one  of  the  carbon  rings  becomes  ruptured 
by  the  addition  of  two  atoms  of  hydrogen. 

The  rupture  of  one  of  the  closed  rings  contained  in  bromodihydro- 
umbellulone,  CjoHj^OBr,  was  shown  by  Lees  to  take  place  when  this 
compound  is  reduced  by  sodium  and  alcohol,  but  the  "  tetx'ahydro- 
umbellulol "  obtained  is  undoubtedly  a  mixture,  as  the  ketone 
resulting  from  its  oxidation  yielded  semicarbazones  of  m.  p.  150°  and 
171°  respectively.  It  is  impossible  to  say  whether  this  mixture 
consists  of  structural  or  only  stereo-isomerides. 

Experimental. 


I 


The  umbellulone  employed  in  this  investigation  was  obtained  from 
the  essential  oil  of  Umbellularia  Californica,  which  had  been  specially        | 
distilled    for    this    purpose.     It    was    found    to    have    the    following        j 
constants  :  c?  =  0-9453  at  20°/20°  ;  a^  -  21°55'  in  a  1-dcm.  tube.  j 

Two  thousand  grams  of  this  oil  were  freed  from  acids  and  phenols        | 
by  shaking  with  potassium  hydroxide,  after  which  the  washed  and        | 
dried  oil  was  submitted  to  a  prolonged  fractional  distillation,  and  the        ; 
following  fractions  were  eventually  collected.    Below  190°,  190 — 200°, 
200—215°,  215—225°,  225—235°,  235—245°,  245°  +  .  | 

The  fraction  215— 225°  weighed  580  grams;  it  had  a^  -  34°4'  in 
a  1-dcm.  tube,  and  a  specific  gravity  of  09600  at  15°/15°.  On  l 
treatment  with  semicarbazide,  it  gave  from  50 — 60  per  cent,  of  the 
theoretical  yield  of  semicarbazidodihydroumbellulonesemicarbazone 
(m.  p.  216°),  and  evidently  represented  fairly  pure  umbellulone. 
Except  where  otherwise  stated,  this  fraction  boiling  from  215  —  225° 
was  the  "  umbellulone  "  used  throughout  this  investigation. 

Oxidation  of  Umbellulone  with  Potassium  Permanganate. 

One  hundred  and  twenty  grams  of  umbellulone  were  shaken  into 
an  emulsion  with  1500  c.c.  of  water  and  the  mixture  cooled  by  the 
introduction  of  powdered  ice.  A  4  per  cent,  solution  of  potassium 
permanganate  was  then  gradually  added,  with  vigorous  shaking,  until 
the  pink  colour  produced  was  only  slowly  discharged. 

In  this  manner,  it  was  found  that  an  amount  of  permanganate 
equivalent  to  rather  less  than  four  atomic  proportions  of  oxygen  was 
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required.  After  removing  the  manganese  dioxide,  the  liquid  was 
concentrated,  and  a  small  amount  of  non-volatile,  neuti'al  pioducts 
removed  by  shaking  with  ether  ;  the  aqueous  liquid  was  then  made 
strongly  acid  by  the  addition  of  sulphuric  acid,  the  precipitated  acids 
extracted  with  ether,  and  the  ethereal  solution  washed  and  dried.  On 
removing  the  ether,  an  oil  was  obtained  which  was  found  to  be 
entirely  soluble  in  cold  sodium  carbonate  solution. 

Formation  of  the  Unsattirated  Lactone,  CgHj.jOg. 

The  acids  obtained  by  the  oxidation  of  the  umbellulone  were  then 
slowly  distilled  under  20  mm.  pressure,  when  the  portion  of  the  distillate 
which  passed  over  below  180°  formed  a  fairly  mobile  liquid,  whilst 
that  which  boiled  above  this  tenipei"ature  was  a  very  viscous,  brown 
syrup.  The  whole  of  the  distillate  was  dissolved  in  ether,  the  ethereal 
liquid  shaken  several  times  with  sodium  carbonate  solution,  washed, 
dried,  and  the  ether  removed.  The  residue  was  a  pale  yellow,  mobile 
oil  having  a  pleasant  odour  ;  when  distilled  under  atmospheric 
pressure,  it  nearly  all  (35  grams)  passed  over  between  217°  and  220°, 
and  was  evidently  identical  with  the  lactone  obtained  by  Lees  {loc.cit.). 

0-1647  gave  0-4356  CO.3  and  0-1192  H2O.     0  =  7096;  H  =  7-91. 
OgHjgOg  rcquircs  0  =  71-05  ;  H  =  7-88  per  cent. 

This  lactone  was  found  to  have  the  following  constants  :  b.  p. 
129— 133°/50  mm.  and  99— 100°/15  mm.;  c^=l-0197  at  20°/20° ; 
ou  (without  solvent)  -  53°4'  in  a  25  mm.  tube,  whence  [aj^  -  210-58°. 

It  is  unsaturated,  since  it  instantly  decolorises  a  solution  of  bromine 
in  chloroform,  and,  as  it  is  readily  oxidised  by  cold  potassium 
permanganate,  it  is  evident  that  the  ethylenic  linking  contained  in  it 
must  have  been  produced  during  the  distillation  of  the  products 
of  oxidation. 


Hydrolysis  of  tJie   Lactone,  O^Hj202,  and    Formation  of  a   Saturated 

Keto-acid,  Of^Hj^Og. 

Five  erams  of  the  lactone  were  dissolved  in  an  excess  of  alcoholic 
potassium  hydroxide  and  the  mixture  boiled  for  a  few  minutes.  This 
liquid  was  then  poured  into  water  and  acidified  with  sulphuric  acid, 
after  which  it  was  extracted  with  ether  and  the  ethereal  solution 
washed,  dried,  and  evaporated,  when  an  almost  colourless,  viscous 
liquid  was  obtained. 

This  substance  distilled  at  193 — 195°/50  mm.,  and  was  a  saturated 
compound,  since  it  did  not  decolorise  a  dilute  solution  of  bromine  in 
chloroform. 
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0-1544  gave  0-3579  CO2  and  0-1173  HoO.     0  =  63-22;  H  =  8-44. 
CgHj^O.^  requires  C  =  63-52  ;  H  =  8-23  per  cent. 

The  empirical  formula  of  this  acid,  C^^Hj^Og,  agrees  with  that  of 
the  hydroxy-acid  which  would  have  been  expected  to  be  produced  by 
the  hydrolysis  of  the  lactone,  Cf^HjoO.^,  but  it  is  evident  that  it  cannot 
be  this  compound,  as  it  is  saturated,  whereas  the  lactone  from  which 
it  is  derived  is  unsaturated. 

On  ti'eatment  with  hydroxylamine,  this  acid  readily  yields  a  crystal- 
line oxime  melting  at  169 — 170"^;  it  is  therefore  a  keto-acid,  and  was, 
in  fact,  found  to  be  identical  with  the  umbellulonic  acid  subsequently 
described,  from  which  it  will  be  seen  that  the  lactone  is  derived. 

Examination  of  the   Acids  formed   hy  the  Oxidation  of  Umhellulone. 

The  acids  which  had  been  removed  from  the  ethereal  solution  of  the 
lactone  by  shaking  it  with  sodium  carbonate  were  liberated  by  the 
addition  of  sulphuric  acid  and  extracted  with  ether.  On  removing 
the  ether,  a  brown  liquid  was  obtained,  which  consisted  of  a  mixture 
of  acids,  and  it  was  observed  thit  when  this  was  distilled  under  20 
mm.  pressure  it  yielded  a  further  quantity  of  lactone.  This  mixture 
of  acids  was  dissolved  in  absolute  ethyl  alcohol,  and  esterified  by  pass- 
ing dry  hydi'ogen  chloride  through  the  boiling  liquid  for  three  hours. 
The  esters  were  then  precipitated  by  the  addition  of  water  and  ex- 
tracted with  ether,  the  ethereal  liquid  freed  from  acids  by  shaking 
with  sodium  carbonate  solution,  washed,  and  dried.  On  removing  the 
ether,  a  nearly  colourless  liquid  was  obtained,  which  was  distilled 
under  20  mm.  pressure,  and  the  following  fractions  collected : 
125—135°,  135—165°,  165—176°. 

Isolation  of  Umbellulonic  Acid. — The  fraction  125 — 135°  was  the 
largest,  and  had  a  pleasant  odour.  It  was  distilled  under  the  ordinary 
pressure,  when  the  greater  portion  passed  over  as  an  almost  colour- 
less liquid  at  237 — 241°,  the  temperatui-e  being  most  constant  at 
238—239°. 

0-1326  gave  0-3236  COg  and  01085  H2O.     C  =  66-56  ;  H  =  9  09. 
01326     „     0-3237  CO2    „    0-1086  hJo.      0  =  66-58 ;  H  =  9-10. 
OjjHjgOg  requires  0  =  66-66  ;  H  =  909  per  cent. 

This  ester  was  then  hydrolysed  and  the  acid  extracted  with  ether 
in  the  usual  manner.  After  removal  of  the  ether,  a  nearly  colour- 
less, viscous  liquid  was  obtained,  which,  after  standing  for  some  time, 
became  solid.  When  crystallised  from  light  petroleum,  it  separated 
in  colourless  prisms  melting  sharply  at  102°. 

0-1031  gave  0-2412  COg  and  00770  H.O.     0  =  6380;  H  =  8'29. 
OgHj^Og  requires  C  =  63'53  ;  H  =  8-23  per  cent. 
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This  compound  has  been  designated  umhellulonic  acid. 

Umbellulonic  acid  dissolves  sparingly  in  cold,  but  more  x-eadily  in 
hot  water.  It  is  moderately  soluble  in  ether  and  light  petroleum,  from 
which  it  can  be  crystallised,  and  is  extremely  soluble  in  the  other 
ordinary  organic  solvents.  A  determination  of  its  optical  rotatory 
power  gave  the  following  result : 

05343   dissolved  in  25  c.c.  of  chloroform   gave  qu  +  1G^8'  in  a  2-(lcm. 

tube,  whence  [a]i,  +377'6°. 

The  fact  that  umbellulonic  acid  is  a  keto-acid  is  shown  by  the 
following  experiment  :  half  a  gram  of  the  acid  was  dissolved  in  an 
excess  of  potassium  hydroxide  and  0  3  gram  of  hydroxylamine 
hydrochloride  added.  After  allowing  the  mixture  to  stand  overnight, 
it  was  acidified  with  sulphuric  acid,  when  a  substance  was  precipitated 
which  rapidly  became  solid.  This,  when  recrystallised  from  ethyl  ace- 
tate, was  obtained  in  the  form  of  minute,  colourless  prisms,  which 
melted  with  decomposition  at  169—170°.  This  substance  was  evidently 
the  oxime  of  umbellulonic  acid,  and  was  identical  in  all  respects  with 
the  oxime  of  the  keto-acid  obtained  by  the  hydrolysis  of  the  lactone. 

0-1118  gave  0-2388  CO2  and  00843  HgO.     C  =  58-25;  H  =  8-37. 
aHj^O^INOH  requires  0  =  5837  ;  H  =  8-ll  per  cent. 

As  umbellulonic  acid  is  the  principal  constituent  of  the  mixture  of 
acids  obtained  by  the  oxidation  of  umbellulone,  and  is  also  obtained 
by  the  hydrolysis  of  the  lactone  which  is  formed  on  distillation  of 
this  mixture,  it  would  appear  probable  that  this  acid  is  the  parent 
substance  of  the  lactone  ;  or,  in  other  words,  that  the  unsaturated 
lactone  is  formed  by  the  elimination  of  water  from  tlie  enolic  modi- 
fication of  unbellulonic  acid.  If  this  supposition  is  correct,  it  would 
be  expected  that  umbellulonic  acid  on  distillation  would  pass  to  some 
extent  into  the  lactone,  and  this  was  found  to  be  the  case. 

Conversion  of  Umbellvlonic  Acid  into  the  Lactone. — -About  15  grams 
of  umbellulonic  acid  were  slowly  distilled  under  50  mm.  pressure, 
when  it  was  observed  that  some  water  was  eliminated.  The  distillate 
was  again  distilled,  then  dissolved  in  ether,  and  the  ethereal  liquid, 
after  being  freed  from  acid  by  repeatedly  shaking  with  sodium  carbon- 
ate solution,  was  washed  and  dried.  On  evaporating  the  ether,  a  few 
grams  of  a  mobile  oil  having  the  odour  of  the  lactone  were  obtained. 
This  was  distilled  under  the  ordinary  pressure,  when  a  liquid  boiling 
from  218 — 221°  was  obtained,  which  was  found  to  be  identical  with 
the  lactone  formed  on  distillation  of  the  original  mixture  of  acids  pre- 
pared by  the  oxidation  of  umbellulone. 

0-1236  gave  0  3222  OO.3  and  0-0919  H2O.     C  =  71'09;  H  =  8-26. 
OgH^a^g  requires  0  =  71-05  ;  H  =  7-89  per  cent. 
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The  proportion  of  the  lactone  thus  obtained  from  the  pure  keto-acid 
was  not  so  great  as  that  given  by  the  distillation  of  the  original 
mixture  of  acids.  It  would  therefore  appear  that  the  greater  yield  of 
lactone  initially  obtained  is  due  to  the  influence  of  the  other  acids 
with  which  the  umbellulonic  acid  is  associated  when  first  produced ; 
these  other  acids  having  a  higher  boiling  point,  and  some  of  them 
apparently  giving  rise  to  anhydrides.  The  correctooss  of  this  explanation 
is  evident  from  the  fact  that  these  acids,  when  free  from  umbellulonic 
acid,  yield  no  lactone  on  distillation,  but,  if  again  mixed  with  the 
keto-acid  and  distilled  under  suitable  conditions,  as  much  as  40 — 50 
per  cent,  of  the  latter  is  converted  into  the  lactone. 

Examination  of  the  Acids  of  Higher  Boiling  Point. — The  fraction  of 
esters  boiling  at  135 — 165°  prepared  from  the  oxidation  acids  as 
previously  described,  was  only  small  in  amount.  It  evidently  con- 
sisted of  a  mixture  of  substances,  as  it  was  found  impossible  to 
obtain  from  it  any  ester  of  constant  boiling  point. 

The  fraction  of  esters  boiling  at  165 — 176°  was  larger  than  the 
preceding  one.  It  was  fractionally  distilled  under  20  mm.  pressure, 
when  the  greater  portion  passed  over  between  173°  and  176°,  principally 
at  174°,  as  a  pale  yellow  oil  having  a  very  faint  odour.  On  analysing 
this  liquid,  results  were  obtained  which  were  not  in  agreement  with 
any  possible  formula,  and  it  therefore  appeared  to  be  a  mixture  of 
substances,  although  it  distilled  at  such  a  constant  temperature.  It 
was  hydrolysed  by  boiling  with  alcoholic  potassium  hydroxide,  and  the 
acids  extracted  with  ether  in  the  usual  manner.  On  evaporating  the 
ether,  a  rather  viscid,  brown  oil  was  obtained,  which,  on  standing 
for  some  weeks,  became  partially  crystalline  ;  it  was  spread  on  a  porous 
tile  and  allowed  to  di-ain.  The  solid  thus  obtained  was  dissolved  in 
benzene,  the  solution  filtered,  concentrated,  and  allowed  to  cool.  The 
crystalline  substance  which  separated  was  removed  by  filtration,  well 
washed  with  benzene,  and  recrystallised  from  a  large  volume  of  this 
solvent,  when  it  was  obtained  in  nearly  colourless,  needle-shaped  crystals 
melting  at  164°.  It  was  finally  recrystallised  from  water,  in  which 
it  is  nearly  insoluble  in  the  cold,  and  was  then  obtained  in  large, 
colourless,  needle-shaped  crystals,  which  melted  at  165°  and  sublimed 
without  undergoing  change, 

01035  gave  0-2527  CO^  and  00624  HgO.     C  =  66-59  ;  H  =  6-70. 

0-1132     „      0-2774  CO2  and  0-0700  11^0.     C  =  66-83  ;  H  =  6-87. 

CjqHj.^Oj  requires  0  =  66*66  ;  H  =  6-66  per  cent. 

This  acid  cannot  be  derived  from  umbellulone ;  it  is  a  saturated 
compound,  and  would  therefore  appear  to  be  a  benzene  derivative. 
So  far  as  can  be  ascertained,  it  is  not  identical  with  any  compound 
hitherto   described,  and    its   formation   would    seem    to   indicate   the 
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presence  in  the  essential  oil  of  Californian  Laurel  of  a  sul)stance  which 
has  not  been  identified. 

The  benzene  mother  liquors  from  this  acid  yielded  a  quantity  of 
a-homopiperonylic  acid,  which  was  undoubtedy  derived  from  the 
safrole  contained  in  the  original  oil  (Power  and  Lees,  loc.  cit.). 
Although  other  acids  were  certainly  present  in  this  mixture,  and  also 
in  that  obtained  from  the  fraction  of  esters  boiling  at  135 — 165°/20 
mm.,  they  could  not  be  separated.  By  the  oxidation  of  umbellulone 
under  the  conditions  employed,  no  derivative  other  than  umbellulonic 
acid  could  therefore  be  isolated. 

Oxidation  of  Pure  Umbellulone. — Thirty  grams  of  the  umbellulone 
fraction  were  treated  with  semicarbazide,  the  resulting  semicarbazido- 
semicarbazonc  washed  with  ether  until  free  from  adhering  oil,  then 
decomposed  with  dilute  sulphuric  acid,  and  the  regenerated  umbellulone 
isolated.  This  was  subsequently  oxidised  with  potassium  permanganate 
under  the  same  conditions  as  were  employed  when  oxidising  the  umbel- 
lulone fraction  of  the  oil.  The  resulting  acids  yielded  some  lactone  on 
distillation,  and,  when  converted  into  their  ethyl  esters,  gave  ethyl 
umbellulonate  and  a  comparatively  small  proportion  of  a  mixture  of 
esters  which  distilled  from  135 — 172°.  Umbellulonic  acid,  therefore, 
is  not  the  only  product  of  the  oxidation  of  umbellulone. 

Oxidation  of  the  Lactone.  Formation  of  Umhellularic  Acid. — Thirty 
grams  of  the  pure  lactone  were  shaken  into  an  emulsion  with  600  c.c. 
of  water,  and  a  4  per  cent,  solution  of  potassium  permanganate 
gradually  added  with  constant  shaking,  the  mixture  being  kept  cool 
by  immersion  in  cold  water.  When  an  amount  of  permanganate 
equivalent  to  four  atomic  proportions  of  oxygen  had  been  added,  the 
pink  colour  was  no  longer  discharged.  A  moderate  excess  of  the 
oxidising  agent  was  then  added,  and  the  mixture  allowed  to  stand  for 
some  hours,  when  apparently  no  more  potassium  permanganate  became 
decolorised.  The  excess  was  then  removed  by  means  of  sulphurous 
acid,  and  the  precipitated  manganese  dioxide  was  separated  by  filtration. 
The  liquid  was  subsequently  concentrated  to  a  small  bulk,  acidified 
with  sulphuric  acid,  and  repeatedly  extracted  with  ether  ;  the  ethereal 
liquid  was  then  washed,  dried,  and  the  ether  removed.  The  residue 
was  an  almost  colourless  syrup,  which,  after  standing  for  a  few  hours, 
became  entirely  crystalline. 

When  fractionally  crystallised  from  benzene,  this  acid  was  found  to 
be  homogeneous,  as  all  the  fractions  yielded  colourless  prisms  which 
melted  sharply  at  120—121°. 

0-1062  gave  0-2176  COo  and  0-0661  H.p.     C  =  55-88;  H  =  6-91. 
CgHjgO^  requires  0  =  55-81 ;  H  =  6-98  pei-  cent. 
0-5111   dissolved  in  25  c.c.  of  chloroform  had  a„   -  3°40'  in  a  2-dcm. 

tube,  hence  [a ]„  -89-7°, 
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This  acid  has  been  designated  umhellularic  acid,  and,  for  reasons 
which  have  been  fully  discussed  in  the  introductory  portion  of  this 
paper,  it  is  probably  1-methylpentamethyleue  3  : 5-dicarboxylic  acid. 

Umhellularic  acid  is  moderately  soluble  in  benzene  and  almost 
insoluble  in  light  peti oleum,  but  dissolves  with  great  readiness  in  the 
other  ordinary  organic  solvents.  When  crystallised  from  water,  in 
which  it  is  moderately  soluble,  it  separates  in  needle-shaped  crystals, 
which  melt  at  85°  aud  contain  one  molecule  of  water  of  crystal- 
lisation. 

0'6586  of  the  acid  which  had  been  crystallised  from  water  and  dried 
in  the  air,  when  heated  for  two  hours  at  100°,  suffered  a  decrease  in 
weight  equivalent  to  lO'l  per  cent.;  one  molecule  of  water  requires  a 
loss  of  9"4  per  cent.  On  further  heating,  it  continued  slowly  to 
decrease  in  weight,  owing  to  sublimation.  The  hydrated  acid  was 
analysed  : 

0-0975  gave  0-1760  C(\  and  00635  H2O.     0  =  50-16  ;  H  =  7-37. 
ClsHjgO^.HoO  requires  0  =  50  52  ;  H  =  7-37  per  cent. 

When  umbellularic  acid  is  heated  to  about  150°,  water  is  eliminated, 
with  the  formation  of  the  anhydride. 

Umhellularic  anhydride  is  a  colourless  liquid,  which  distils  at 
167 — 169°/50  mm.,  and  on  boiling  it  with  water  umbellularic  acid  is 
regenerated. 

0-1342  gave  0-3061  CO2  and  0-0800  H2O.     0  =  62-21;  H  =  6-62. 
C^HjoOg  requires  0  =  62-34;  H-.6-49  per  cent. 

The  umbellularic  acid  was  esterified  by  boiling  it  with  an  excess  of 
absolute  ethyl  alcohol  containing  a  small  proportion  of  sulphuric  acid, 
but  only  a  relatively  small  yield  of  ester  could  be  obtained. 

Diethyl  uvihellularate  is  a  colourless  liquid,  possessing  a  fruity  odour, 
and  diistils  at  158—160750  mm. 

0-1335  gave  0-3077  OO2  and  0-1078  H^O.     0  =  62-86;  H  =  8-97. 
OjjHgQO^  requires  0  =  63-16  ;   H  =  877  per  cent. 

Umbellularic  acid  is  a  very  stable  substance.  It  is  not  appreciably 
oxidised  by  potassium  permanganate  at  60°,  and  is  recovered  unchanged 
after  boiling  for  ten  hours  with  eight  times  its  weight  of  a  mixture  of 
three  parts  of  fuming  nitric  acid  and  one  i)art  of  water.  After  boil- 
ing for  five  hours  with  undiluted  fuming  nitric  acid,  besides  unchanged 
umbellularic  acid,  only  a  trace  of  oxalic  acid  could  be  identified.  It  is 
uualtered  by  hejting  with  concentrated  hydrochloric  acid  at  190°  for 
five  hours.  An  attempt  was  made  to  prepare  a  bromoumbellularic 
acid  by  heating  together  the  dry  acid,  red  phosphorus,  and  bromine  in 
the  requisite  proportions,  but  after  the  formation  of  the  acid  bromide 
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was  complete  only  a  very  slight  action  occurred.  The  mixture  was 
heated  on  the  water-bath  for  two  hours,  then  treated  with  ethyl 
alcohol,  and  the  resulting  esters  freed  from  bromine.  On  distillation, 
these  esters  were  found  to  boil  between  90°  and  I8O72O  mm.,  but  the 
gieater  portion  passed  over  at  the  boiling  point  of  ethyl  umbellularate, 
and  only  contained  a  trace  of  bromine.  It  was  therefore  not  found 
possible  to  obtain  a  bromoumbellularic  acid  from  the  amount  of  material 
available. 

Bromination  of  Pure  Umhellulo'iie. 

Forty  grams  of  the  umbellulone  fraction  were  treated  with  semi- 
carbazide,  and  the  resulting  semicarbazido-semicarbazone  washed  with 
ether  until  free  from  adhering  oil,  after  which  it  melted  at  216°  and 
was  evidently  pure.  It  was  then  decomposed  with  dilute  sulphuric 
acid  and  the  i-egenerated  umbellulone  isolated.  This  was  then 
dissolved  in  chloroform  and  treated  with  bromine  in  the  manner 
described  by  Lees  {loc.  cit.).  The  resulting  dibromide  was  then 
distilled  under  20  mm.  pressure,  when  it  yielded  products  identical 
with  those  obtained  by  Lees  by  the  bromination  of  the  umbellulone, 
namely:  a  limpid  liquid  boiling  below  I3072O  mm.;  a  heavy,  pale 
yellow  oil  (b.  p.  140  — 145^/20  mm.)  having  a  very  pungent  odour  3  and 
the  solid  dibromodihydroumbellulone  (m.  p.  119°). 

The  liquid  boiling  at  140 — 145°/20  mm.  was  analysed  : 

0-1482  gave  0-2826  COj  and  0-0775  H,0.     C  =  5200;  H  =  5-81. 
C,oH^,OBr  requires  0  =  52-40  ;  H  =  5-68  per  cent. 

This  unsaturated  monobromoumbellulone  was  treated  with  hydrogen 
bromide  under  varying  conditions,  but  it  was  found  impossible  to 
cause  it  to  combine  with  the  latter.  When  reduced  with  zinc  dust  and 
acetic  acid,  it  yielded  the  saturated  ketone,  C^qHj^O,  obtained  in  a 
similar  manner  b)'  Lees  (loc.  cit.),  but  its  semicarbazone  was  found  to 
have  the  melting  point  of  177°,  and  not  171—172°,  as  stated  by  him. 
This  ketone  has  been  designated  a.-dihijdrouinhellulone. 

The  fraction  boiling  below  130°  was  distilled  under  the  ordinary 
pressure,  and  afterwards  over  metallic  sodium,  when  it  was  finally 
obtained  as  a  colourless  liquid  boiling  at  176  — 177°  and  having  the 
odour  of  cymene. 

0-1233  gave  0-4052  CO2  and  0-1156  H,0.     0  =  89-60;  H  =  10-42. 
OjqH^^  requires  0  =  89-55  ;  H  =  10-45  per  cent. 

Eighty  grams  of  umbellulone  were  brominated  in  order  to  obtain  a 
further  quantity  of  this  hydrocarbon,  and  about  8  c.c.  of  it  were  thus 
obtained.  Five  grams  of  this  were  oxidised  by  boiling  for  a  week 
with  a  mixtui-e  of  47  grams   of   potassium   bichromate,  65   grams  of 
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sulphuric  acid,  and  200  c.c.  of  water.  The  white,  insohxble  precipitate 
which  had  been  formed  was  then  removed  by  filtration,  dissolved  in 
ammonia,  the  solution  filtered,  and  the  acid  reprecipitated  by  the 
addition  of  hydrochloric  acid.  This  precipitate  was  collected,  well 
washed  with  hot  water,  and  dried,  after  which,  when  heated,  it  sublimed 
without  melting. 

0-1108  gave  0-2340  COo  and  00375  H^O.     C- 57-60;  H  =  3-76. 
CgHgO^  requires  0  =  57-83  ;  H  =  3-61  per  cent. 

This  substance  was  evidently  terephthalic  acid,  as  it  gave  a  dimethyl 
ester  which  melted  sharply  at  140°.  The  hydrocarbon  from  which 
this  acid  was  obtained  is  therefore  /^i-cymene. 

All  the  compounds  obtained  by  Lees  {loc.  cit.)  by  the  bromination  of 
the  umbellulone,  namely,  a  hydrocarbon,  CjqHj^,  monobromoumbellulone, 
CjQHj30Br,  and  dibromodihydroumbellulone,  Cj^Hj^OBrg,  were  there- 
fore derived  from  the  umbellulone  itself,  and  not  from  any  impurity 
contained  in  the  fraction  of  oil  employed. 


Reduction  of  Umhellulone. 

Twenty-five  gi'ams  of  umbellulone  were  dissolved  in  100  c.c.  of 
absolute  alcohol,  and  18  grams  of  sodium  in  small  pieces  were  gradually 
introduced.  The  liquid  was  not  cooled,  but  allowed  to  boil  vigorously. 
When  all  the  sodium  had  dissolved,  the  mixture  was  distilled  in  steam, 
and  the  oil  contained  in  the  distillate  isolated  by  extracting  with  ether. 
After  removal  of  the  ether,  the  residual  oil  was  found  to  be  highly 
unsaturated,  as  it  instantly  decolorised  a  solution  of  bromine  in  chloro- 
form. The  redaction  was  therefore  repeated,  and  the  oil  isolated  in  a 
similar  manner,  but  it  was  found  to  be  still  unsaturated.  It  was  then 
distilled  under  the  ordinary  pressure,  when  the  greater  portion  of  it 
was  obtained  as  a  colourless  liquid,  boiling  at  208 — 210°,  and  having 
a  pleasant,  somewhat  camphoraceous  odour.  This  liquid  was  un- 
saturated, and  on  analysis  gave  results  which  indicated  it  to  be  a 
mixtui-e  of  compounds  of  the  formulae  CjoHj^O  and  Cj^H^gO 
respectively. 

^-Dihydroumhellulone. — Fifteen  grams  of  the  liquid  boiling  at 
208 — 210°  were  oxidised  with  a  mixture  of  20  grams  of  potassium 
bichromate,  17  grams  of  sulphuric  acid,  and  100  c.c.  of  water.  After 
heating  for  about  three  quarters  of  an  hour,  the  bichromate  had  become 
completely  reduced,  and  the  mixture  was  then  distilled  in  .steam.  The 
distillate  was  extracted  with  ether,  and,  on  removing  the  latter,  about  6 
grams  of  a  pale  yellow  oil  were  obtained.  When  this  was  distilled 
under  the  ordinary  pressure,  it  passed  over  between  204°  and  209°  as  an 
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almost  colourless  liquid,  and  had   au   odour  closely  resembling  that  of 
pulegone. 

0-1398  gave  0-40;i2  CO.,  and  0-1337  H^O.     C  =  7866  ;  H  -  1063. 
CjoHnjO  requires  C  =  78-95  ;  H=  10-53  per  cent. 

This  substance  was  unsaturated,  as  it  instantly  decolorised  a  dilute 
solution  of  bromine  in  chloroform.  It  is  isomeric  with  the  a-dihydro- 
umbellulone  obtained  by  the  reduction  of  monobromoumbellulone,  and  is 
therefore  fi-dihijdroumhellulone.  As  only  6  grams  of  this  ketone, 
CjoH^yO,  had  been  obtained  by  oxidising  15  grams  of  the  mixture  of 
alcohols,  CjgHjgO  and  CjoHjgO,  it  is  evident  that  the  former  alcohol 
must  have  been  completely  destroyed. 

The  oxime  of  /3-dihydroumbellulone  was  prepared  in  the  usual 
manner,  and  found  to  be  a  liquid  boiling  at  about  130°  under  25  mm. 
pressure.  The  semicarbazone  of  this  ketone  was  first  obtained  as  a 
liquid,  but  after  standing  for  some  time  it  became  crystalline.  It  was 
recrystallised  from  a  mixture  of  ethyl  acetate  and  light  petroleum, 
after  which  it  melted  at  155 — 156°. 

0-1008  gave  0-2330  COg  and  0-0838  H,0.     C- 63-04;  H-9-24. 
CnH^^jONg  requires  C  =  63-16-  H  =  9-09  percent. 

Tetrahydroumhellulone,  C^qH^qO. 

In  order  that  tetrahydroumhellulone  might  be  compared  with  the 
known  ketones  of  the  formula  Cj^H^gO,  it  was  prepared  by  oxidising 
*'  tetrahydroumbellulol "  (compare  Lees,  loc.  cit.)'\n  the  usual  manner. 

This  ketone  is  a  colourless  liquid,  boiling  at  197 — 198°,  and  has  a 
pleasant,  somewhat  camphoraceous  odour. 

0-1185  gave  0-3371  COo  and  0-1235  H,0.     0  =  77-58;  H  =  ll-58. 
OjgHjgO  requires  0  =  77-92;  H  =  11-69  percent. 

The  semicarbazone  was  prepared  from  it,  and  crystallised  once 
from  alcohol,  when  it  was  obtained  in  colourless  prisms  melting 
at  148°. 

0-1161  gave  0-2662  CO2  and  0-1060  HgO.     0  =  62-53;  H  =  10-14. 
OiiH.2iON3  requires  0  =  62-56  ;  H  =  9-95  per  cent. 

On  fi-actional  crystallisation,  this  was  found  to  be  a  mixture  of 
isomeric  semicarbazones,  as  substances  of  the  melting  point  171°  and 
150°  respectively  were  obtained  from  it. 

The  Wellcome  Chemical  Research  Laboratories, 
London,  E.G. 
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CXn'.  —  Contributions    to    t/ic    Theorij   of  Isomorphism 
based  on  Experiments  on  the  Regular  Groivths  of 
Cri/staJs  of  One  Substance  on  those  of  Another. 

By  Thomas  Vipond  Barker,    B.A.,   B.Sc.    (Oxon)   (Senior    Demy   of 

Magdalen  College,  Oxford). 

Introductory. 

Examples  of  the  regular  growth  of  one  mineral  on  another  have  long 
been  known  ;  they  may  be  grouped  into  three  classes  :  (1)  one  mineral 
is  a  paramorph  of  the  other,  so  that  they  have  the  same  pex'centage 
composition,  for  example,  rutile  on  anatase ;  calcite  on  aragonite ; 
hornblende  on  augite,  and,  conversely,  augite  on  hornblende  ;  (2)  one 
mineral  is  a  decomposition  product  of  the  other,  in  which  case  they 
have  some  elements  in  common,  for  instance,  barytes  on  witherite  ; 
(3)  the  two  minerals  neither  have  similarity  of  composition  nor  belong 
to  the  f-ame  ciystallographic  system  ;  as  examples  of  this  type,  the 
combinations  rutile  on  mica  and  tourmaline  on  mica  may  be  cited.  A 
complete  list  of  all  such  occurrences  has  been  compiled  by  Miigge 
i^Neues  Jahrbuch  Jiir  Mineralogie,  Beilage-Band,  1903,  16,  335). 

In  the  examples  of  regular  growth  among  minerals,  it  is  not  usually 
possible  to  confirm  the  observations  by  experiments,  for  it  is  difficult 
to  prepare  synthetically  the  appropriate  pairs  of  compounds.  But 
when  we  turn  to  soluble  bubstances  the  crystallisation  can  be  watched 
and  controlled.  It  is  ntcessary,  however,  that  the  substance  which 
has  to  receive  the  deposit  shall  not  be  acted  on  by  the  solution  con- 
taining the  other.  Since  the  best  examples  of  insoluble  crystals  are 
found  in  nature  as  minerals,  it  follows  that  the  simplest  way  of 
studying  the  deposition  of  substances  on  each  other  is  to  exj^eriment 
with  soluble  salts  and  minerals. 

Although  experiments  of  this  kind  have  been  previously  made,  they 
were  isolated  and  had  no  definite  end  in  view.  The  following 
investigations  were  made  in  order  to  ascertain  whether  the  orientating 
influence  of  one  crystal  on  another  is  due  to  some  similarity  of 
structure.  Comparative  experiments  may  enable  us  to  discover  the 
requisite  conditions  for  the  formation  of  regular  growths,  and  may 
throw  some  light  on  the  crystal  structure  of  the  substances  concerned. 

The  first  experiments  on  regular  deposition  were  made  by 
Wakkernagel  in  1825  {Kastiter's  Archiv  /.  d.  gesammte  Naturlehre, 
1825,  5,  293),  who  asserted  that  he  obtained  a  regular  deposit  of  lead 
nitrate  on  alum,  and  of  alum  on  boracite.  He  also  varnished  some  of 
his  crystals,  and  ob.served  the  same  regular  deposit  as  on  an  unvarnished 


THE   THEORY    OF    ISOMORPHISM.  1121 

crystal;  he  was  therefore  of  the  oi)iuion  that  a  crystal  possesses  a 
sphere  of  activity  ("  Wirkungskrois  ").  A  regular  deposit  of  lead 
nitrate  on  alum  from  an  a'jueous  solution  of  the  former  is  a  priori 
absurd,  for  lead  sulphate  is  immediately  formed  and  deposited  on  the 
alum  crystal.  Knpp  (//er.,  1882,  15,  1653)  repeated  Wakkernagel's 
experiments,  and  could  not  obtain  any  regular  deposition  in  either  of 
the  above  cases;  he  also  showed  {A)inalen,  1855,  94,  118)  that  growth 
on  a  varnished  crystal  begins  at  the  edges  or  quoins,  that  is,  at  those 
points  which  remain  uncovered  owing  to  the  shrinkage  of  the  varnish. 
The  idea  of  a  sphere  of  activity,  however,  was  not  given  up  im- 
mediately;  Bombicci  {Mem.  Acad.  Bologna,  (3),  7,  123),  for  example, 
in  1876  asserted  that  if  a  beaker  containing  a  solution  of  sodium 
nitrate  be  placed  on  a  piece  of  calcite,  the  latter  exerts  an  "  iso- 
orientating  influence "  to  such  a  degree  that  the  crystals  of  sodium 
nitrate  appear  in  the  beaker  with  their  edges  parallel  to  the  edges  of 
the  calcite  ! 

Frankenheim  (/'o^^.  i4«n.,  1836,  37,  516;  1860,  111,  1),  in  1836, 
observed  that  if  a  drop  of  a  solution  of  sodium  nitrate  be  allowed  to 
evaporate  on  a  cleavage  piece  of  calcite,  small  rhombohedra  appear 
which  are  definitely  orientated.  The  edges  of  the  rhombohedra  are 
approximately  parallel  to  those  of  the  calcite-cleavage.  He  also  tried 
old  cleavages,  and,  finding  that  the  deposition  was  nob  regular,  con- 
cluded that  the  calcite  must  be  freshly  cleaved. 

Fraukenheim  then  proceeded  to  try  other  minerals  with  good  cleavages 
and  found  that  potassium  iodide,  bromide,  and  chloride  separate  out  as 
definitely  orientated  equilateral  triangles  on  a  fresh  cleavage-piece  of 
mica,  whereas  on  a  glass  plate  they  crystallise  in  cubes.  He  says 
"  in  biaxial  mica  one  side  of  the  triangle  is  always  nearly  parallel  to 
one  of  the  elasticity-axes  of  the  mica."  The  deposition  is  regular  on 
uniaxial  micas  also ;  the  orientation  of  the  ti-iangles  is  twofold,  one 
being  derivable  from  the  other  by  a  rotation  of  180°.  The  cubes 
which  accompany  these  triangular  forms  are  stated  to  be  parallel  to 
one  another  if  the  mica-cleavage  be  fresh.  The  correspondiug  sodium 
salts  did  not  give  regular  growths.  Again,  sodium  nitrate  is  deposited 
in  similarly  orientated  triangles  on  mica  and  on  gypsum ;  finally, 
calcium  sulphate  grows  regularly  on  fresh  cleavages  of  gypsum. 

The  next  work  was  done  by  de  Senarmont  (Gompt.  rend.,  1854,  38, 
105),  who  obtained  regular  growths  of  sodium  nitrate  on  certain 
natural  faces  of  calcite,  namely,  rhombohedral  forms,  both  steeper 
and  fatter  than  the  form  {100},  on  the  hexagonal  prism  and  the 
scalenohedron  {20T}. 

In  1877,  0.  Lehmann  {Zeit.  Krysl.  Min.,  1,  490)  described  some  14 
cases  of  regular  growths  of  pairs  of  salts  simultaneously  deposited  from 
solution. 
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Kopp  [Ber.,  1879,  12,  917)  somewhat  latei' obtained  regular  growths 
of  sodium  nitrate  on  the  following  forms  of  calcite: 

+  A'3  =  {20T!  =  V  ;    -  2/?=  1111}  =/; 
odA'  =  {2T1}  =  6;    -^R  =  {nO]  =  e; 

but  Friedel  {Ber.,  1872,  5,  483)  could  not  obtain  a  parallel  deposition 
on  "  prismatic  crystals." 

In  1871,  Rose  {Ber.,  4,  104)  reported  that  i\Iitscherlich  had  obtained 
a  zonal  growth  of  sodium  nitrate  on  dolomite  from  Traversella,  and 
that  he  himself  had  observed  a  parallel  growth  by  hanging  a  crystal 
of  aragonite  from  Bilin  in  an  aqueous  solution  of  potassium  nitrate. 
The  latter  experiment  was  lepeated  by  Kopp  (ioc.  cit.,  p.  918)  with  a 
negative  result,  whereas  the  former  observation  was  repeated  by 
Tschermak  {Mm.  3hith,  1882,  4,  118),  who  remarks  that  the  zone 
crystals  are  "  rarely "  formed  in  the  case  of  dolomite,  never  with 
chalybite  or  magnesite. 

Zemiatchensky  {Zeit  Kryst.  Min.,  1894,  22,  77)  confirmed  Franken- 
heim's  observations  with  regard  to  potassium  iodide  and  mica,  and 
also  obtained  regular  growths  of  cubes  of  potassium  iodide  on  gypsum. 

Miigge  {Ioc.  cit.)  also  repeated  Frankenheim's  observations;  he  used 
two  varieties  of  mica  with  large  and  small  axial  angle,  namely, 
muscovite  from  an  unknown  locality  and  meroxene  from  Vesuvius. 
He  found  the  regular  growths  with  potassium  chloride  are  more 
difficultly  obtained  than  those  of  potassium  bromide  and  potassium 
iodide.  Sodium  chloride,  even  with  the  addition  of  urea  to  encourage 
an  octahedral  habit,  gave  quite  irregular  growths.  He  was  unable  to 
trace  any  regularity  in  the  growth  of  potassium  iodide  and 
gypsum. 

Gaubert  {Bull.  Soc.  fran^.  Min.,  1904,  27,  225)  has  recently 
observed  that  crystals  of  BaCl2,2H20  grow  in  regular  positions  on  the 
rare  minerals,  uranocircite,  autunite,  meta-utunite,  chalcolite,  and 
metachalcolite ;  a  face  (010)  of  the  salt  is  in  contact  with  (001)  of  the 
mineral,  and  an  edge  (010)  (001)  of  the  former  is  parallel  to  either 
an  edge  (010)  (001)  or  an  edge  (100)  (001)  of  the  latter. 

H.  B.  Hartley  has  informed  the  author  of  an  interesting  case  of 
regular  growth  ob.served  by  him.  Triphenylmethane  crystallises  with 
one  molecule  of  aniline,  benzene,  thiophen,  or  pyrrole,  of  crystallisa- 
tion, in  steep  rhombohedra ;  triphenylmethane  itself  is  orthorhombic. 
Sometimes  regular  growths  are  obtained  in  which  the  anhydrous 
substances  crystallise  on  both  ends  of  the  rhombohedra,  with  the 
axis-c  of  the  former  parallel  to  the  principal  axis  of  the  latter. 

As  regards  the  exact  orientation  of  sodium  nitrate  on  calcite, 
various  contradictory  results    have    been    published.      Frankenheim 


THE   TTIEOUY    OF   ISOMORPHISM.  1123 

gives  nine  positions,  the  most  important  of  which  are  those  wliere  two 
faces  are  in  contact  with 

(1)  An  edge  of  each  parallel, 

(2)  An  edge  perpendicular  to  an  edge  of  the  calcite, 

(3)  Corresponding  diagonals  parallel. 

De  Senarmont  found  that  the  diagonals  only  are  parallel.  Finally, 
Miers,  as  a  result  of  measurements  by  means  of  his  inverted  gonio- 
meter, is  of  the  opinion  that  a  face  and  an  edge  are  parallel. 

(I)  Sodium  Nitrate — Calcite  Group. 
Parallel  Growths  on  Fresh  Cleavage-pieces  of  Calcite. 

The  method  of  study  fii-st  used  by  the  autlior  was  to  allow  drops  of 
saturated  solutions  to  evaporate  on  cleavage-pieces  viewed  under  the 
microscope.  Fi'aukenheim's  observation,  that  a  cleavage-piece  must  be 
fresh  to  get  a  parallel  growth,  was  con6rmed  ;  the  rhombohedra  of 
sodium  nitrate  quickly  appear  on  the  calcite,  and,  so  far  as  the 
difference  of  angle  allows,  the  orientation  of  the  rhombohedra  is 
exactly  pai-allel  to  that  of  the  calcite. 

Sometimes  some  of  the  crystals  of  sodium  nitrate  are  not  pai'allel  to 
the  calcite,  but  are  in  twin  position  thereto — the  twin  axis  is  the 
rhombohedral  zone  axis  [100].  It  is  interesting  to  note  that,  so  far  as 
the  author  is  aware,  no  examples  of  calcite  (or  of  sodium  nitrate) 
twinned  according  to  this  law  have  been  observed. 

Cleavage-pieces  from  crystals  of  various  habits  and  derived  from 
diffei-eut  localities  were  then  tried,  in  order  to  see  whether  the  directive 
force  varies  at  all.  The  varieties  included  opaque,  milky,  brown, 
argillaceous,  and  pinkmanganiferous  calcites  ;  also  dog-tooth  spar  and 
calcite  from  the  Oxford  Clay:  no  difference  could  be  traced  with  all 
these  varieties,  a  parallel  growth  being  always  obtained  on  a  fresh 
cleavage  surface,  but  never  on  an  old  one. 

The  only  varieties  which  did  not  yield  parallel  growths  were  fibrous 
calcite  and  "  Schiefei'spath,"  but  it  is  difficult,  if  not  impossible,  to 
obtain  a  good  cleavage  surface  in  either  of  these  varieties.  Neither 
could  a  parallel  growth  be  obtained  on  a  specimen  supposed  to  be  "  red 
calcite  "  ;  this,  however,  on  analysis,  was  found  to  be  a  dolomite.  The 
parallel  growth  of  sodium  nitrate  is  a  most  delicate  test  for  calcite. 

A  solution  of  sodium  nitrate,  containing  a  little  potassium  nitrate, 
placed  on  calcite,  gives  on  evaporation  a  parallel  deposition  of 
rhombohedral  mixed  crystals  ;  the  amount  of  potassium  nitrate  must 
be  small,  otherwise  orthorhombic  prisms  of  potassium  nitrate  contain- 
ing sodium  nitrate  make  their  appearance  in  irregular  positions. 
Eetgers  {Zeit.  p>hysikah  Chem.,  1889,  4,  599)  has  shown  that  sodium 
nitrate  forms  an  isodimorphous  series   of   mixed   crystals  with  silver 
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nitrate,  the  iliombohedial  ciystals  containing  np  to  5232  per  cent, 
molecules  of  silver  nitrate.  The  author  prepared  mixtures  by  the  same 
procedure  as  that  followed  by  Retgers,  and  allowed  the  solutions  to 
crystallise  on  calcite-cleavages.  All  the  rhombohedral  mixtures  formed 
parallel  growths  just  as  leadily  as  pure  sodium  nitrate  ;  but  the  crystals 
are  extremely  deliquescent,  and  the  author  has  not  yet  succeeded  in 
obtaining  reliable  angular  measurements.  The  specific  gravity  of  the 
crystals  increases  with  the  increase  of  silver  nitrate  contained,  that  of 
the  end-mixture  having  the  value  2-982  (Retgers).  The  molecular 
volume  calculated  from  this  value  and  the  "  average  molecular  weight  " 
of  the  mixture  is  38-6.     The  crystals  do  not  grow  parallel  on  dolomite. 

Conneclions  betiveen   Parallel  Growth   and  the  Nature  of  the  Cleavage 

Surface. 

Since  the  growth  on  an  old  cleavage  surface  is  irregular,  experiments 
were  made  with  a  view  to  cleaning  the  surface  to  such  an  extent  that 
parallel  growths  would  be  formed.  It  was  found  that  water,  benzene, 
polishing,  or  even  grinding  with  water  on  a  ground  glass  plate,  had  not 
the  desired  effect.  Etching  an  old  cleavage  surface  with  hydrochloric 
or  nitric  acid  increases  the  regularity  of  the  deposit,  and  the  number  of 
parallel  crystals  seemed  to  increase  with  the  duration  of  etching  :  the 
periods  of  time  employed  were  five,  thirty,  eighty,  and  one  hundred  and 
eighty  seconds.  Conversely,  the  number  of  parallel  crystals  decreases 
on  etching  a  freshly  cleaved  surface,  and  even  on  immersion  in  distilled 
water  for  a  period  of  a  week. 

G.  T.  Beilby  {Proc.  Roy.  Soc,  1903,  72,  218)  has  recently  shown  that 
the  structure  of  calcite  undergoes  a  deformation  if  a  cleavage  surface  be 
stroked  several  times  in  the  same  direction  with  a  clean  chamois- 
leather.  AVhen  viewed  with  a  high  power,  the  surface  seems  to  be 
unaltered,  but  on  etching  with  a  0*2  per  cent,  solution  of  hydrochloric 
acid  for  ten  to  fifteen  seconds,  ridges  and  furrows,  parallel  to  the  direc- 
tion of  stroking,  become  visible.  He  has  found  the  same  to  hold  good 
for  metals  when  polished,  and  is  of  the  opinion  that  a  crystalline 
surface-film  flows  and  becomes  amorphous.  The  effect  of  the  above 
deformation  on  the  subsequent  growth  of  sodium  nitrate  was  studied, 
and  it  was  found  that  the  change  due  to  stroking,  with  or  without 
subsequent  etching,  is  not  of  such  a  fundamental  character  as  to  pre- 
vent the  parallel  deposition  of  crystals  ;  no  difference  between  the 
orientating  action  of  the  stroked  and  the  unstroked  part  of  the  surface 
could  be  detected. 
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Groiotli  on  a  Reusch-twin  of  Calcite. 

The  effect  of  aitificial  twinning  upon  the  glide  plane  e-{110j,  on 
the  subsequent  growth  of  sodium  nitrate  on  calcite  was  next  studied. 
The  sodium  nitrate  was  deposited  in  parallel  position  on  both  the  faces 
which  constitute  the  re-entrant  angle  of  the  twin-crystal.  If,  however, 
the  sodium  nitrate  be  first  deposited,  and  the  calcite  be  then  subjected 
to  twinning,  the  crystals  either  fall  off  or  retain  their  old  orientation, 
as  might  be  expected. 

Magnetic  Experimen ts. 

Since  calcite  and  sodium  nitrate  are  both  diamagnetic,  experiments 
were  made  in  order  to  see  whether  a  magnetic  field  has  any  effect  on 
the  parallel  orientation  of  sodium  nitrate,  when  the  calcite  is  placed 
in  the  position  exactly  opposite  to  that  it  would  take  up  if  freely 
suspended  in  the  field. 

Mr.  H.  E.  Hurst  kindly  assisted  the  author  in  these  experiments. 

The  magnetic  field  was  obtained  by  putting  the  pole  pieces  of  an 
electromagnet  1*5  mm.  apart  by  means  of  a  slip  of  ebonite.  The 
crystal  was  then  inserted  between  the  poles.  The  field  was  measured 
by  placing  a  small  coil  of  known  diameter  and  number  of  turns,  con- 
nected to  a  D'Arsonval  ballistic  galvanometei',  in  the  gap.  The  deflec- 
tion of  the  galvanometer  when  the  coil  was  suddenly  withdrawn  was 
noted,  and  from  this,  by  standardisation  of  the  galvanometer,  the  field 
strength  was  calculated  and  found  to  be  18,000  electrodynamic  units. 
The  results  were  all  of  a  negative  character,  for  it  was  found  that  the 
magnetic  field  has  no  effect  whatsoever ;  nor  has  it  any  orientating 
effect  on  the  crystallisation  of  sodium  nitrate  on  glass  or  on  dolomite. 

The  author  was  afterwards  made  aware  of  the  fact  that  Porter  {I'roc. 
Roy.  Soc,  1904,  73,  5)  has  made  more  elaborate  experiments  on  the 
orientating  action  of  a  magnetic  field  on  crystallo-genesis,  and  he  also 
concluded  that  no  effect  could  be  traced. 

Regular  Growths  on  Natural  Faces  of  Calcite. 

Attempts  were  then  made  to  produce  regular  growths  of  sodium 
nitrate  on  natural  faces  of  calcite  ;  here,  of  necessity,  the  surface  is 
by  no  means  clean.  At  first  the  drop-method  was  used,  but  no  regular 
growths  could  be  obtained  on  the  scalenohedron  v-{201},  on  e-{110j, 
or  on  the  hexagonal  prism  6-{2rT{,  or  on  steep  scalenohedra.  Another 
method  of  deposition  was  therefore  tried.  A  crystal  exhibiting  the 
forms  V,  h  and  e  was  hung  in  a  hot  saturated  solution  which  was 
allowed  to  cool  slowly  for  a  week.  The  result  was  negative  ;  but  on 
repetition,  using  the  same  crystal,  the  scalenohedral  faces  were  found 

4  E  2 


lllill 


HAKKEIJ:    CONTRIBUTIONS    TO 


to  bo  covered  with  hiindicds  of  microscopic  rhomboliedra  which  were 
paralU'l,  tho  ciystals  on  all  the  scalenohodron  faces  being  symiuetrically 
arrnngoil  (Fig.  1).  An  edge  r  :  r  of  each  crystal  of  sodimu  nitrate  made 
a  (mean)  angle  of  80'^  with  the  acute  edge  y  :  r.  Now  the  angle 
between  the  edge  r :  r  and  the  above  edge  v.voi  the  calcite  is  (by  cal- 
culation) 78°56',  and  therefore  differs  by  1°  only  from  the  angle  made 
by  the  edge  r  :  r  of  the  sodium  nitrate.  Since  the  above  angle  is  the 
mean  of  several  readings  which  varied  l)y  2°,  and  since  the  angles  for 
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sodium  nitrate  are  slightly  different  from  those  of  calcite,  we  may  say 
that  one  edge  of  the  rhombohedron  of  sodium  nitrate  lies  in  the 
rhombohedral  zone  of  the  calcite.  In  addition,  a  rhombohedral  face 
of  the  former  is  in  contact  with  a  scalenohedral  face  of  the  latter,  con- 
'sequently  the  other  rhombohedral  edges  of  the  calcite  and  sodium 
nitrate  were  not  parallel  to  one  another.  Tlie  form  e-{110},  which 
terminated  the  crystal,  was  very  rough  and  apparently  corroded,  and 
no  regular  growths  were  obtained  either  on  it  or  on  the  faces  of  the 
form  b-{2\\\. 

Since  the  forms  r  and  v  both  lie  in  tho  rhombohedral  zones,  it  was 
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thought  that  other  forms  lying  in  those  zones  might  produce  a  regular 
deposit.  The  best  form  for  this  investigation  was  the  rare  prism  form 
a-IllOj;  a  cr^'stal  with  good  fa«es  of  this  form  was  thoroughly 
cleaned  by  allowing  to  cool  in  a  hot  Faturat.ed  solution  for  a  week.  On 
taking  it  out  and  allowing  the  solution  adhering  to  it  to  evaporat-e, 
ema.ll  rhombohedra  of  sodium  nitrate  were  obtained  in  a  definite 
orientation.  The  forms  on  the  calcite  were  a,  r,  and  «j,  and  the  orienta- 
tion was  the  one  expected,  namely,  a  face  r  of  the  sodium  nitrate  in  con- 
tact with  the  piism  a,  and  an  edge  r  :  r  parallel  to  the  edge  a  :  v  =  r  :  r 
of  the  calcite  (Fig.  2).   On  this  crystal,  no  regular  growths  were  observed 

Fig.  2. 


on  the  Bcalenohedron  faces  ;  it  may  be  here  remarked  that  the  only 
face  which  never  fails  to  give  a  regular  growth  is  a  fresh  cleavage  sur- 
face. Only  crystals  free  from  cleavage  cracks  weie  employed  in  this 
connection,  as  it  is  conceivable  that  minute  cleavage  surfaces,  if  present, 
would  cause  a  regular  deposition. 

K'ej>eat-ed  attempts  were  made  with  various  crystals  exhibiting  the 
ordinary  prism  6- [21 1 J  to  obtain  regular  deposits;  these  were  for  a 
long  time  uniformly  unsuccessful.  This  led  the  author  to  the  conclusion 
that  regular  growths  could  only  be  obtained  on  faces  lying  in  the  zones 
[rr].  The  experiments  were  repeated  later,  however,  with  crystals  from 
Egremont,  Cumberland,  which  have  been  described  by  Miers  {Min. 
Mag.,  1869,  8,  149)  and  produced  a  regular  growth.  In  addition  to 
6-{211},  the  crystals  exhibited  v,  e,  and  a  rare  rbombohedral  form 
M={Z\\\  or  {0441  j  (Dana) ;  hJI  measured   =13^58',  calculated  14=13' 
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(Fig.  3).  ]>otli  the  forms  b  and  Jf  weio  found  to  be  covered  witli 
rhoinbohedra,  so  orientated  that  the  longer  diagonal  of  each  rhomb  was 
parallel  to  the  edge  b  :  M  oi  the  calcite  (compare  Fig,  3). 

Growths  on  the  lihombohedral  Carbonates,  Isomorphous  with  Calcite. 

The  other  rhombohedral  carbonates  of  the  calcite  group  were  then 
brought  into  the  scope  of  this  inquiry,  and  both  methods,  drops 
viewed  under  the  microscope,  and  the  cooling  of  hot  saturated  solu- 

Vu:.  ?,. 


tions  in  beakers  containing  cleavage-pieces  of  the  minerals,  were  used. 
Not  a  single  case  of  parallel  growth,  however,  has  been  obtained. 

The  dolomites  used  included  pearlspar  and  specimens  from  Traver- 
sella.  The  chalybites  included  specimens  from  Wheal  Maudlin, 
Alston,  Aberdeen,  Traversella,  and  Neudorf,  Harz,  Diallogite  from 
Hungary,  calamine  from  the  Thiiringerwald,  breunnerite  and  rhodo- 
crosite  have  all  given  negative  results.  The  monoclinic,  p.seudo- 
rhombohedral  baryto-calcite  also  induced  no  regular  orientation, 

JJiscussion  of  Parallel  and  Regular  Growths. 

The  experiments  on  the  calcite  group  prove  conclusively  that 
similarity  of  rhombohedral  angle  is  not  the  pi'edisposing  cause  for  the 
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parallel  deposition  of  sodium  nitrate,  foi'  the  difference  between  the 
rhombohedral  angle  of  calcite  and  sodium  nitrate  is  far  greater  than 
between  sodium  nitrate  and  the  other  rhombohedral  carbonates. 

The  question  immediately  arises  whether  this  is  ilue  to  a  difference 
of  symmetry  or  of  internal  structure  of  the  minerals.  Now  there 
seems  to  be  no  doubt  that  dolomite  possesses  a  lower  type  of  symmetry 
than  calcite,  for,  to  mention  only  one  piece  of  evidence,  etching  figures 
point  to  the  absence  of  the  three  principal  planes  of  symmetry  pos- 
sessed by  calcite.  Dolomite  therefore  belongs  to  the  dioptase  class 
(hexagonal  alternating). 

The  question  as  to  the  symmetry  of  the  other  i-hombohedral  carbon- 
ates of  this  group  is  still  an  open  one.  According  to  Tschermak 
(Anzeiger  d.  Akacl.  d.  Wiss.  zu  Wien,  1880,  No.  19),  both  symmetrical  and 
unsymmetrical  etching  figures  ax"e  obtained  by  the  action  of  hydro- 
chloric acid  on  chalybite  and  magnesite,  the  latter  exhibiting  a  greater 
proportion  of  unsymmetrical  figures  than  the  former ;  rhodochrosite 
behaves  in  the  same  way,  whilst  calamine  gives  no  definite  results. 

The  author  believes  that,  even  if  some  slight  difference  of  symmetry 
exist,  the  nou -formation  of  parallel  growths  cannot  be  attributed  to 
that  alone ;  because  several  pairs  of  substances  have  been  found  by 
him  to  give  parallel  growths,  although  they  do  not  possess  the  same 
symmetry.  If,  for  example,  a  drop  of  an  aqueous  solution  of  potass- 
ium chloride  be  placed  on  a  fresh  cleavage  surface  of  rock  salt,  cubes 
of  potassium  chloride  immediately  appear  in  parallel  position.  It  is 
certain  that  the  cubes  deposited  do  consist  of  potassium  chloride,  for 
they  appear  immediately,  before  much  solution  of  the  rock  salt  can 
have  taken  place,  and,  secondly,  the  two  salts  in  question  do  not  form 
isomorphous  mixtui'es.  Since  rock  salt  appears  to  belong  to  the 
holohedral,  potassium  chloride  to  the  holoaxial,  class  of  the  cubic 
system,  a  difference  of  symmetry  within  the  system  does  not  prevent 
a  parallel  deposition.  In  spite  of  difference  of  symmetry,  the  two 
structures  probably  possess  some  similarity,  for  the  two  salts  possess 
a  perfect  cubic  cleavage.  Similarly,  all  the  rhombohedral  carbonates 
belong  to  the  same  system  and  possess  many  pi'operties  in  common, 
notably  a  good  rhombohedral  cleavage ;  the  composition,  again,  is 
similar  :  it  may  therefore  be  concluded  that  the  above  analogy  between 
them  on  the  one  hand  and  sodium  chloride  and  potassium  chloride  on 
the  other  is  a  legitimate  one. 

It  is  conceivable  that  in  the  case  of  two  "  isostructural  "  substances 
the  actual  size  of  the  structural  unit  may  be  of  the  greatest  import- 
ance in  determining  whether  or  not  parnllel  deposition  shall  take 
place.  Now  whatever  the  structural  unit  may  be,  it  is  probable  that, 
in  an  isostructural  series  of  substances,  the  structural  units  will  bear 
the  same  relations  to  each  other  as  the  molecular  volumes. 


1 1 ;}() 


BAKKER  :   CONTRIBUTIONS  TO 


In  the  rhombohedral  series  of  carbonates,  the  similarity  of  cleavage 
speaks  for  a  similarity  of  structure.  If,  therefore,  cleavage  rhombo- 
hedra  of  the  members  of  the  group  be  taken  of  such  sizes  that  their 
volumes  are  proportional  to  the  molecular  volumes  of  the  substances, 
their  edges  may  be  taken  to  represent  the  intervals  between  the 
crystal  units  spaced  along  those  directions,  and  are  known  as  the  topic 
axes.     The  latter  are  calculated  from  the  formula 


'/' 


Vl 


'V 
sin6U° 


In  consequence  of  the  similarity  of  cleavage  and  of  other  physical 
properties,  sodium  nitrate  may  be  regarded  as  belonging  to  the  same 
isostructui-al  series,  and  it  is  therefore  possible  to  compare  the  inter- 
vals in  the  structure  of  sodium  nitrate  with  the  corresponding  intervals 
of  the  rhombohedral  carbonates. 

The  values  of  the  ratios  c  '.a  in  the  following  list  are  taken  from 
G roth's  Fhysikalische  Krijstallographie,  3rd  edition;  the  molecular 
volumes  are  due  to  Tschermak  {loc.  cit.). 

Table  of  Axial  Ratios,  Molecular   Volumes,  and  Tojnc  Axes  of  the 

Calcite  Group, 


r  :  r. 


X- 


(Na.AK^NO.  

? 

1, 

r    38-6 
\    37-8 

1 
/ 

? 

\'*-**j**^/'*-'^^rf •• 

KaNO,  

73°30' 

0-8276 

0-8543 

37-8 
36-8 

4-1276 

^"^^'^-'J      

Calcite    

74  55 

4-0478 

(Doloiuitu) 

73  45 

0-8322 

32-1 

3-9015 

liliodocliiositi;   

73    0 

0-8183 

31-0 

3-8781 

Chalybite  

73    2 

0-8191 

30-2 

3-8432 

Calamine   

72  19 

0-8062 

28-2 

3-7763 

It  will  be  seen  from  the  above  table  that  sodium  nitrate  is  more 
nearly  related  to  calcite  than  to  any  other  member  of  _the  series  both 
as  regards  molecular  volume  and  topic  axes.  It  therefore  seems  to 
suggest  that  the  requisite  condition  for  a  parallel  deposition  is  a  not 
too  great  dispax-ity  of  molecular  volume,  and,  hence,  of  topic  axes. 
If  the  distances  between  the  structural  units  of  two  isostructural 
sub.stances  be  greatly  different,  it  may  be  expected  that  the  structure 
of  one  will  not  fit  into  the  structure  of  the  other,  and  the  crystals 
of  one  substance,  grown  on  a  crystal  of  the  other,  may  have  no  definite 
orientation. 

The  regular  growths  of  sodium  nitrate  on  forms  of  calcite  other 
than  the  rhombohedron  are,  perhaps,  of  greater  interest  than  those  on 
the  rhombohedron  itself.  In  the  latter  case,  the  whole  orientation  of 
the  crystals  of  .sodium  nitrate  i.s,  as  far  as  the  small  differences  of  angle 
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allow,  entirely  cougruent  with  tlio  calcite.  When  we  consider  the 
parallel  growths  of  rhombohecha  of  sodium  nitrate  on  other  forms  of 
calcite,  it  is  at  once  seen  that  the  only  possible  congruence  is  that  of  a 
similar  edge  or  zone  axis,  for  the  faces  of  contact  are  of  necessity 
dissimilar. 

In  the  case  of  the  regular  growths  on  the  two  forms  «-{lTO}  and 
v-{210},  a  rhombohedral  zone  axis  was  congruent,  and  the  faces  of  the 
above  two  forms  themselves  lie  in  the  rhombohedral  zones.  On  the 
other  hand,  with  the  forms  6(211  J  and  J/-J311},  the  crystals  of 
sodium  nitrate  were  so  orientated  as  to  bring  the  edge  h :  M,  the 
axis  of  the  zone  [Oil],  into  congruence  with  the  corresponding  edge  of 
the  calcite. 

Although  the  line,  zone  axis  [6J/],  is  not  itself  present  as  a  crystal 
edge  on  the  rhombohedra  of  sodium  nitrate,  yet  it  exists  as  a  line  in 
the  face. 

The  results  show  that  a  coincidence  of  edge  with  edge  is,  perhaps,  of 
greater  importance  than  a  coincidence  of  plane  with  plane ;  this 
derives  additional  confirmation  from  the  consideration  that,  although 
the  parallel  growths  on  cleavage  surfaces  of  calcite  have  apparently  a 
similar  plane  in  congruence,  yet  only  one  similar  edge  in  that  plane  can 
1)0  absolutely  congruent,  since  the  plane  angles  of  the  faces  are  different. 
Further,  as  mentioned  previously,  the  rliombohedra  deposited  on 
cleavage  surfaces  of  calcite  are  often  in  twin  position  to  the  latter, 
and  in  that  case  it  is  certain  that  only  one  similar  edge  is  congruent 
namely,  the  twin  axis. 

The  distances  apart  of  the  structural  units  in  the  directions  of  the 
rhombohedral  edge  are  given  by  the  above  values  for  •^.     Again,  from 

the  formula  ^=2x-sin-,  where  6  is  the  plane  rhombohedral  angle,  the 

Ji 

distances  apart  along  the  edges  h  :  M  may  be  calculated.     These  values 

for  sodium  nitrate  and  calcite  are,  respectively,  6 '4506  and  6-2878,  and 

it  is  seen  that  they  are  very  close. 

In  the  above  experiments,  regular  growths  of  rhombohedra  of  sodium 

nitrate  were  ultimately  obtained  on  all  the  forms  of  the  calcite  crystals* 

with  the  exception  of  the    form   c-{110j,    the     faces    of  which    were 

always  corroded.     The  question  arises  whether  regular  growths   could 

be  obtained  on  any  form  of  calcite  whatsoever,  provided,  of  course,  the 

crystal  be   thoroughly   cleansed,   so    as   to    lay    bare   the    unimpaired 

structure.     The  answer  may  be  in   the   affirmative,  because   a  similar 

direction  can  always  be  found  in  the  rhombohedral  face  and  in  the  face 

of  the  form  in  question.     This  similar  direction  is,  of  course,  given  by 

the  edge  of  intersection  of  the  two  planes. 
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(II)  The  Potassium  Perchloraie — Barytes  Group. 

The  experiments  on  sodium  nitrate  and  the  calcite  group  had  led  to 
the  suspicion  that  in  such  a  group  the  parallel  growth  is  not  con- 
ditioned by  the  similax'ity  of  axial  ratios  (or  of  the  angular  measure- 
ments) alone  :  since  if  this  were  so,  the  sodium  nitrate  would  crystallise 
in  parallel  position  with  more  facility  on  chalybite  than  on  calcite, 
whereas  we  have  seen  that  the  converse  holds.  The  group  is  somewhat 
unsatisfactory,  for  only  the  mineral,  and  not  the  substance  deposited, 
can  be  varied.  Attempts  were  made  to  find  a  group  of  minerals  iso- 
structural  with  a  .'•eries  of  isomorphous  salts  and  possessing,  if  possible, 
good  cleavages.  It  was  at  last  found  that  the  perchlorate  and  per- 
manganate of  potassium  are  remarkably  like  the  barytes  group 
of  minerals.  Preliminary  experiments  having  proved  that  the 
former  salt  is  regularly  deposited  on  barytes  from  aqueous  solution, 
the  author  resolved  to  study  the  growth  of  all  substances  isomorphous 
with  that  salt  on  the  minerals  celestine  and  anglesite,  which  are 
strictly  isomorphous  with  barytes,  and,  in  addition,  on  anhydrite. 

Crystallography  of  the  I'erchlorates  and  rermanganales. 

The  permanganates  of  potassium,  rubidium,  csesium,  and  ammonium 
have  already  been  described  by  Muthmann  [Zeit.  Kryst.  Min.,  1894, 
22,  527),  whilst  of  the  perchlorates  the  potassium  salt  was  previously 
measured  by  Groth  {Ann.  Phys.  Chem.,  1868,  133,  193)  and  the 
ammonium  salt  by  Mitscherlich  {Ann.  Phys.  Cliem.,  1832,  25,  300). 
Rubidium  and  cpesium  perchlorates  have  not  previously  been  measured. 
The  following  is  a  brief  account  of  the  perchlorates  and  permanganates  ; 
a  more  complete  description  will  appear  shortly. 

Pi'epa ration  and  Analysis  of  the  Perchlorates. 

The  source  of  all  the  perchlorates  was  the  commercially  pure 
potassium  salt,  which  was  submitted  to  several  recrystallisations  ;  the 
operation  is  very  effective  with  this  salt  owing  to  its  slight  solubility. 
The  other  salts  were  made  by  the  double  decomposition  of  solutions 
of  barium  perchlorate  and  the  sulphate  of  the  metal,  the  barium 
perchlorate  itself  being  prepared  from  potassium  perchlorate  by  the 
method  given  by  Groth  (loc.  cit.).  The  sulphates  of  rubidium,  ctesium, 
and  thallium  were  obtained  from  Merck.  Perfect  mutual  decom- 
position of  the  metallic  sulphate  and  the  barium  perchlorate  was 
ensured  by  testing  the  solution  on  a  glass  slide  viewed  in  a  microscope. 
The  high  purity  of  the  salts  was  shown  by  the  analyses,  which 
consisted  in  chlorine  estimations  by  the  Carius  method.     The  heating 
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was  done  in  two  operations,  each  lasting  four  hours,  the  capillaries 
being  opened  at  the  end  of  the  first  operation  in  order  to  relieve 
the  pressure  of  gas.  The  silver  chloride 
metrically. 


was    e.sti  mated    gravi- 


Ptubidium  perchlorate  :  01611  gave  01264  AgCl.     CI  =  19-40. 
R.bC10^  requires  1918  per  cent. 

Cicsium  perchlorate  :  0-2810  gave  01749  AgCl.     01  =  15-39. 
CsClO^  requires  15-26  per  cent. 

The  isomorphous  perchlorates  and  permanganates  dealt  with 
crystallise  in  the  orthorhombic  system  and  possess  two  very  good  sets 
of  cleavage-directions,  namely,  parallel  to  the  basal  plane,  and  the 
prism.  The  indices  allotted  to  the  forms  throughout  the  whole 
of  this  paper  are  those  usually  given  to  the  barytes  group,  where 
the  cleavage  prism  is  {110}  and  the  brachydome  [01  Ij.  The  reasons 
for  this  were  twofold  :  first,  the  salts  greatly  resemble  the  members 
of  the  barytes  group  of  minerals,  and,  secondly,  this  orientation  leads 
to  a  simplification  of  indices.  The  indices  adopted  by  Muthmann  for 
the  permanganates  lead  to  a  value  for  the  ratio  c  :  h  which  is  one-half 
that  adopted  by  the  author. 

Potassium  Perchlorate. — Sixteen  crystals  obtained  from  two  crops 
were  measured.  The  habit  was  of  two  kinds  :  (1)  prismatic,  elongated 
along  the  axis-a  (shown  in  Fig.  4),  (2)  tabular,  parallel  toc-{001}.  The 
forms  present  were  c=  {001|,  y  =  {011J,  m  =  {110!,  ?'={102},  &=  [010}, 
s  =  {lll},  anda  =  {100}. 

Fig.  4. 


Rubidium  Perchlorate. — This  salt  was  first  prepared  by  Longuinine 
{Ann.  Chem.  Pharm.,  1862,  121,  123).  It  is  less  soluble  than  potass- 
ium perchlorate,  but  very  good  crystals  were  obtained  by  slowly 
cooling  hot  saturated  solutions  ;  of  these,  nineteen  crystals  selected 
from  three  crops  were  measured.     The  habit  of  the  crystals  was  very 
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like  that  of  the  caesium  salt,  which   is  shown  in  Fig.  5.     The  forms 
present  werem  =  {110},  c=1001!,  r  =  {102j,  s  =  {lll}  and  6  =  {010}. 

CcEsium  perchlorate  was  first  prepared  by  Setterbei-g  {Ofver.  K.  Vet. 
Akad.  Fork.,  1882,  6,  23).  Fifteen  crystals  obtained  from  one  crop 
were  measured.  The  larger  cry.stals  were  of  the  habit  shown  in 
Fig.  5,  whilst  the  smaller  ones  were  more  elongated  along  the  axis-6 


Fig. 


and  more  tabular  parallel  to  c-lOOlJ.  The  followiog  forms  were 
observed:  m  =  {110},  r  =  {102),  c=;0011,  s  =  {lllj  and  9  =  {Oil}; 
s  and  q  were  rarely  present. 

Avimonmm  Perchlorate. — Several  fruitless  attempts  to  get  good 
crystals  were  made,  but  at  last  a  fairly  good  crop  was  obtained  from 
a  hot  solution ;  twelve  crystals  were  measured.  The  habit  was 
slightly  prismatic  owing  to  an  elongation  along  the  axis-c.  Of  the 
forms  present— m=  [110},  c  =  {001},  r  =  {102},  a  =  {100}  and  ^  =  {Oil}  — 
in  and  c  preponderated,  r  being  generally  small ;  q  was  only,  once 
observed. 

Thallium  Perchlorate. — This  salt  was  first  prepared  and  also 
measured  by  Roscoe  (Trans.,  1866,  19,  504).  As  the  author  did  not 
succeed  in  obtaining  crystals  good  enough  to  warrant  a  re-measure- 
ment, the  values  of  Roscoe  are  used  in  this  paper.  The  crystals  were 
slightly  elongated  along  the  axis-6,  rarely  the  axis-c,  and  the  forms 
c  =  {001i,  r={102},  and  m  =  {110}  were  present. 

The  specific  gravities  were  determined  bj  the  method  due  to 
Eetgers  {Zeit.  fhyaikal.  Chem.,  1889,  3,  289  and  497),  which  has  been 
lately  used  by  Tutton  (Trans.,  1905,  87,  1130),  and  the  directions 
given  by  Tutton  were  all  observed.  Methylene  iodide  and  benzene 
were  the  liquids  used.  The  weighings  were  corrected  for  displaced 
air,  but  the  specific  gravities  were  not  reduced  to  a  standard  tempera- 
ture, since  the  temperatures  were  so  close  to  those  at  which  Muthmann 
worked  that  a  correction  would  only  amount  to  one  unit  in  the  third 
place  of  decimals.  Three  to  six  determinations  were  made  for  each 
salt,  fresh,  carefully  selected  crystals  being  used  each  time.  A  single 
determination  of  the  specific  gravity  of    potassium  perchlorate  was 
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made,    but  the   value  obtained   was   so  close  to  that   detcx-minod   by 
Muthmann  that  his  number  was  adopted. 

Following  is  a  table  of  some  of  the  more  important  crystallographic 
constants  of  the  perclilorates  and  permanganates.  The  atomic  weights 
used  for  the  perchlorates  were  taken  from  the  International  Table  for 
11)04,0=16.  The  data  for  the  permanganates  were  taken  directly 
from  Muthmann's  memoir.  A  table  of  the  axial  ratios  is  given 
on  p.  1139. 

Crystallographic  Constants  of  the,  Perchlorates  and  Permanganates. 


m  :  m. 

c:q. 

c  :  r. 

M.)l.  \vt. 

Sp.  gr. 

JIol.  vol 

KCIO, 

76°  r 

r.2°  1' 

39''19.V 

138  60 

2-524 

51  -91 

Rlit'lu,    .. 

77    .'. 

— 

38  57 

184-85 

3-014 

61  -33 

CsClO,  ... 

7>s  31 

.'■)2  23 

38  27 

232-35 

3-317 

70  05 

AiuClO^  .. 

7t;  no.' 

:V2    1 

38  55 

117-49 

1  -952 

6019 

TlC'lOj.... 

77  lO' 

— 

38-57 

303-55 

4-844 

62-i;6 

K.MiiO^   .. 

77    8 

52  24 

39    9 

158-226 

2-7035 

58-526 

KbMuO^.. 

79  28 

r.3   7 

38  43 

204-530 

3-2-248 

63  228 

CsMnO^  .. 

81  .06 

53  53 

38  17 

251-97 

3-5974 

70-042 

AmMnOj. 

78  28 

52  47 

38  53 

137-144 

2-2076 

62-126 

It  is  seen  from  the  above  table  that  all  the  constants  of  rubidium 
perchlorate  are  intermediate  between  those  of  pota-ssium  perchlorate 
and  caesium  perchlorate  ;  again,  the  angles  and  molecular  volumes 
of  ammonium  perchlorate  and  thallium  perchlorate  are  very  close  to 
those  of  rubidium  perchlorate,  although  the  molecular  weight  of 
ammonium  perchlorate  is  very  low,  whilst  that  of  tliallium  perchlorate 
is  vei-y  high.  Further,  since  Tutton  has  shown  that  the  angles  of  all  the 
ammonium  salts  which  he  has  investigated  are  very  close  to  those  of 
the  corresponding  rubidium  compounds,  it  seems  to  follow  that  in  an 
isomorphous  series  molecular  weight  alone  does  not  detetmine  the 
angles.  The  relations  between  the  perchlorates  are  also  seen  to  hold 
good  for  the  permanganates.  A  compai-ison  of  the  molecular  volumes 
of  tlie  perchlorates  and  permanganates  shows  that  the  replacement  of 
a  chlorine  by  a  manganese  atom  is  accompanied  by  an  increase  of 
molecular  volume  in  the  potassium  and  rubidium  salts  and  a  decrease 
in  the  cjesium  and  ammonium  salts ;  the  amount  of  change  is  greatest 
with  the  potassium  and  smallest  with  the  caesium  salts  ;  this  is  in 
accordance  with  the  fact  that  the  relative  change  in  the  molecule  is 
greatest  with  the  salt  possessing  the  lowest  molecular  weight. 

A  perusal  of  the  tables  of  axial  ratios  given  on  page  1139  will  pi-ove 
that  in  both  series — -the  perchlorates  and  permanganates — there  is 
apparently  a  regular  increase  in  the  relative  length  of  the  axes-a 
and  -c  with  regard  to  b,  and  also  of  the  ratio  of  a  to  c,  on  replacing 
potassium  by  the  heavier  atom  rubidium,  and  the  latter  by  the 
still  heavier  atom  caesium  ;  in  other  words,  there  is  a  regular  progression 
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of  the  ratios  of  the  axes  with  molecular  weight :  but  the  values  of  the 
ammonium  salts  lie  between  those  for  the  potassium  and  rubidium  salt, 
and  approximate  more  closely  to  the  latter  than  the  former.  Again, 
the  values  for  thallium  perchlorate  are  almost  identical  with  those  for 
rubidium  perchlorate.  Finally,  the  ratios  a  :  h  and  c:h  of  any  per- 
manganate are  greater  than  those  of  the  corresponding  perchlorate. 

Structure  and  Topic  Axes. 

The  axial  ratios  of  a  sei'ies  of  isomorphous  salts  like  the  perchlorates 
and  permanganates  are  not  strictly  compai-able,  since  they  only  express, 
for  each  salt,  the  relative  lengths  of  the  axes-a  and  -c  with  regard  to 
the  axis-6 ;  the  ratio  to  each  other  of  the  fi-axes  of  any  two  salts, 
however,  is  unknown.  Now,  by  cleaving  a  crystal  of  any  member 
of  the  group  along  the  planes  c  and  m,  a  parallelepipedon  could  be 
obtained  such  that  its  height  and  diagonals  are  proportional  to  the 
lengths  of  the  crystallographic  axes-c,'-rt,  and  -h  respectively.  Moreover, 
if  cleavage  parallelepipeda  of  the  perchlorates  and  permanganates, 
derived  as  above,  be  taken  of  such  sizes  that  their  volumes  are  propor- 
tional to  the  molecular  volumes  of  the  substances,  they  may  be  taken 
to  represent  the  elementary  cells  at  whose  corners  eight  crystal-units 
are  situated,  whilst  no  such  units  are  contained  within  the  cells;  their 
edges  may,  therefore,  be  taken  to  represent  the  intervals  between  the 
crystal-units  measured  along  those  directions,  and  are  the  topic  axes. 
A  table  of  the  topic  axes  of  the  perchlorates  and  permanganates  is 
given  on  page  11 42,  from  which  it  is  evident  that  the  values  of  the  topic 
axes  of  each  rubidium  salt  lie  between  the  corresponding  values  of  the 
potassium  and  caesium  salt,  whilst  the  thallium  and  ammonium  salts 
are  very  close  to  the  rubidium  salts.  The  replacement  of  the  chlorine 
by  the  manganese  atom  generally  effects  an  increase  in  the  values 
of  the  topic  axes. 

It  is  obvious  from  the  above  that  the  degree  of  isomorphism  between 
the  perchlorates  and  permanganates  is  very  close  and  quite  comparable 
with  that  exhibited  by,  say,  the  metallic  sulphates  and  selenates.  Kow, 
perhaps  the  chief  evidence  in  favour  of  placing  the  element  manganese 
in  the  seventh  group  of  the  periodic  classification  is  derived  from  the 
close  relationship  of  the  permanganates  and  the  perchlorates  ;  and  not 
the  least  important  conclusion  of  the  above  work  is,  that  this  evidence, 
so  far  as  it  goes,  is  of  the  strongest  possible  kind.  It  may  be  added 
that  the  perchlorates  and  permanganates  exhibit  two  other  important 
properties  possessed  by  isomorphous  substances  :  namely,  the  formation 
of  parallel  growths  and  of  mixed  crystals. 
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Exjieriments  on  the  Deposition  of  I'otaasiuiii  Perchlorate  and  Potassium 
Permanganate  on  the  Barytes-ininerals. 

As  mentioned  above,  the  tirst  regularity  in  growth  noticed  was  that 
crystals  of  potassium  perchlorate  are  deposited  from  aqueous  solutions 
on  barytes  in  regularly  orientated  positions.  The  deposition  is  regular 
on  both  cleavages,  namely,  parallel  to  c  and  m. 

The  following  points  are  worthy  of  notice.  On  the  c-cleavage,  the 
small  crystals  of  potassium  perchlox-ate  are  bounded  by  the  pinacoids 
a  and  b,  the  prism-7>i  being  but  slightly  developed  when  not  entirely 
absent ;  in  the  case  of  the  macroscopic  ci-ystals  of  potassium  perchlorate 
measured,  on  the  other  hand,  the  prism  is  the  dominant  form  in 
the  zone  [001].  Tlie  face  of  contact  is  c-{001},  as  was  subsequently 
proved  by  the  goniometrical  measurement  of  large  crystals  grown  on 
the  basal  cleavage  of  barytes.  The  edges  ca,  cb  of  the  crystals  of 
potassium  perchlorate  were  parallel  to  the  extinction  directions  of  the 
barytes,  and  therefore  bisected  the  prism  angles  of  the  latter. 

The  microscopic  crystals  deposited  on  prism-cleavages  of  barytes 
had  each  a  prism  face  in  contact ;  the  boundaries  of  the  crystals  were 
the  traces  of  the  form  c,  a  pair  of  prism  faces,  and  s-{lll|  ;  the  edges 
c  :  m  were  congruent.  The  crystals  of  potassium  perchlorate,  therefore, 
are  entirely  parallel  with  the  crystals  of  barytes,  in  so  far  as  the  small 
differences  of  angles  will  allow. 

The  same  was  found  to  be  true  for  cleavage-pieces  of  celestine ; 
good  cleavages  of  anglesite  were  not  available. 

Potassium  permanganate  also  gave  regularly  orientated  crystals  on 
the  basal  and  prismatic  cleavages  of  barytes.  The  crystals  appeared 
to  be  combinations  of  rt-[100},  ?m-[110)  and  c-{001},  and  were  generally 
elongated  along  the  axis-i  ;  by  illuminating  the  slide  from  above, 
however,  it  was  seen  that  the  crystals  are  really  combinations  of  the 
above  forms  together  with  r-{102J.  The  edges  c:m  were  always 
parallel  to  the  corresponding  edges  C  :  i/  of  the  barytes. 

The  progress  of  growth  on  the  prism-cleavage  was  very  interesting  : 
the  potassium  permanganate  began  to  crystallise  in  small  isosceles 
triangles,  the  bases  of  which  were  all  parallel  to  the  edge  M ;  M  of 
the  barytes.  The  mean  value  for  the  interior  vertical  angle  was 
51°;  the  triangles  grew  in  the  direction  of  the  base,  and,  in  general, 
developed  three  new  sides,  thus  becoming  elongated,  six-sided  crystals. 
The  orientation  here  is  identical  with  that  of  the  barytes,  for  the 
above  interior  angle,  calculated  on  the  supposition  that  the  faces  are 
r  and  c — the  crystal  lying  on  m — is  53°49',  which  is  sufficiently  close 
to  the  microscope-reading. 

In    two    or  three  cases   it  has  been  observed    that    two    cry.stals, 
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joined  together,  have,  on  further  growth,  given  rise  to  one  of  the 
above-mentioned  isosceles  triangles.  Such*pairs  of  crystals  would  seem 
to  be  twinned  on  the  face  C'-jOOlJ  (if  C  is  really  not  a  plane  of 
symmetry),  but  their  opacity  renders  optical  experiments  impossible, 
and  prevents  a  further  examination  ;  on  the  other  hand,  no 
macroscopic  twin-crystals  of  the  pei'chlorates  or  permanganates  have 
been  observed. 

The  growths  of  potassium  permanganate  are  also  pai\allel  on  basal 
cleavages  of  celestine.  The  prism-cleavage  of  the  latter  mineral  is 
not  so  good  as  that  of  barytes,  and  it  was  found  that  the  growths  of 
potassium  permanganate  on  this  cleavage  are  generally  irregular ; 
whether  this  is  due  to  the  rough  surface,  or  to  another  cause  hereafter 
mentioned,  has  not  been  settled. 

Drops  of  solutions  of  the  perchlorates  of  rubidium,  cjesium,  am- 
monium, and  thallium,  and  permanganates  of  rubidium,  csBsium, 
ammonium,  and  barium  were  then  allowed  to  evaporate  on  cleavage 
flakes  of  barytes  and  celestine,  and  a  parallel  growth  of  ammonium 
permanganate  was  once  observed  on  a  basal  cleavage  of  barytes  ;  in 
none  of  the  other  cases  was  a  definite  orientation  noticeable. 

An  account  of  the  forms  noticed  on  the  crystals  of  the  various  salts 
is  given  below. 

RbClO^  : — Generally  simple  combinations  of  the  basal  plane  and 
the  prism,  a  microscope-reading  of  the  prism-angle  gave  79°  ;  a  few 
ci'ystals  were  elongated  like  the  crystals  of  potassium  permanganate 
along  the  axis-6. 

CbClO^  : — Often  feathery  aggregates,  but  a  very  few  thin  plates  were 
measureable,  and  gave  a  reading  of  80°  for  the  prism-angle. 

TICIO^  : — Exhibited  the  forms  c,  r,  m,  and  rarely  q%    m:  in  =  77|°. 

AmClO^  : — Very  similar  to  thallium  perchlorate. 

RbMnO^  : — Very  similar  to  potassium  permanganate. 

CsMnOj  :  —  Some  crystals  were  obviously  lying  on  the  c-face, 
m  :m  =  82° ;  r  and  s  were  also  noticed. 

AmMnO^  : — The  habit  was  the  same  as  that  of  potassium  per- 
manganate ;  the  growths  observed  on  in-  and  c-cleavages  of  celestine,  and 
on  the  ?n-cleavage  of  barytes,  were  never  parallel ;  this  was  generally 
true  of  the  c-cleavage  of  barytes  also.  In  one  case  of  the  latter, 
however,  eight  small  crystals,  near  to  each  other,  weie  found  to  be 
parallel;  all  the  remaining  crystals  (above  100  in  number)  were 
totally  irregular.  Further  attempts  to  obtain  a  parallel  growth  on 
many  other  cleavage-pieces  were  fruitless. 

Ba(MnO^)^  : — Was  also  irregular  (orthorhombic  "cubes"). 

Solutions  in  all  proportions  of  potassium  perchlorate  and  perman- 
ganate deposited  regularly  orientated  mixed-crystals  on  barytes  without 
exception. 
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Further  attempts  were  made  to  obtain  parallel  growths  by  im- 
mersing cleavage-pieces  of  the  barytes-minerals  in  hot  saturated 
solutions  of  the  various  salts,  and  allowing  to  cool  slowly.  Beautiful, 
large  crystals  of  potassium  perchlorate  have  thus  been  obtained,  grown 
on  the  c-  and  ?n-cleavages  of  barytes  and  oelestine,  and  on  natural 
crystals  of  anglesite  and  barytes.  The  crystals  of  potassium  perchlorate 
were  always  parallel  to  the  mineral  on  which  they  were  deposited. 
The  natural  cry.'^tal  of  barytes  employed  was  two  inches  long  in  the 
direction  of  the  6-axis,  and  exhibited  the  forms  r,  m,  and  c  ;  and 
the  crystals  of  potassium  perchlorate,  deposited  on  all  these  forms, 
had  the  same  orientation  as  the  barytes,  the  faces  of  contact  being 
r,  m  and  c  respectively.  The  crystal  of  anglesite  was  not  so  good, 
but  measurement  on  the  two-circle  goniometer  proved  that  the  crystals 
grown  on  it  were  parallel  with  itself. 

The  perchlorates  of  rubidium,  caesium,  ammonium,  and  thallium  and 
permanganates  of  rubidium  and  caesium  all  failed  to  give  definitely 
orientated  growths.  In  the  case  of  the  permanganates,  the  cleavage- 
pieces  were  found  to  be  covered  with  a  scum,  possibly  manganese 
dioxide. 

Growths  on  Anhydrite. 

Anhydrite,  CaSO^,  possesses  three  good  cleavages  parallel  to  the 
three  pinacoids ;  it  is  therefore  not  isostructural  with  the  per- 
manganates and  perchlorates  of  the  alkalis.  Nevertheless,  attempts 
were  made  to  obtain  regular  growths  on  all  three  cleavages.  The 
salts  used  with  the  drop  method  were  ammonium  perchlorate  and  the 
permanganates  of  potassium,  rubidium,  caesium,  and  ammonium  ;  with 
the  cooling  method,  the  perchlorates  of  potassium,  rubidium,  caesium, 
and  ammonium.  No  regular  growths  were  obtained  by  either 
method. 


Discussion  of  Results  of  Exjoeriments  on  the  Barytes  Group. 
The  axial  ratios  of  the  minerals  in  the  barytes  group  are : 


Anglesite 
Celestiue 
Barytes  . . . 


a 
a 

a 


c  =   0-7852  :  1  :  1-2894 
c  =  0-7811  :  1  :  1-2830 


j2  :  1  :  1-31 30 


Whilst  those  of  the  salts  investigated  are  : 


KCIO4    0-781.5 

AniClOj 0-7932 

RbClOj 0-7967 

KMnOj 07972 

TICIO4  0-7978 

VOL.    LXXXIX. 


b 
1 
1 
1 
1 
1 


c 
1-2805 
1-2808 
1-2882 
1-2982 
1-2898 


AmMnOj  0  8164 

CSCIO4  0-817.? 

RbMn04    0-8311 

CsMnOj 0-8583 


b 
1 
1 
1 
1 

4  F 


c 
1-3168 
1-2976 
1  -33-23 
1-3705 


1140 


BARKER:   CONTRIBUTIONS  TO 


It  is  therefore  evident  that  similarity  of  axial  ratios,  and  the 
attendant  similarity  of  angles,  is  not  the  favouring  factor  for  a  parallel 
deposition.     Following  is  a  table  of  the  prism  angles  : 


Celestine  75°58' 

KCIO4  76    1 

Aui^lesite 76  17 

AmC104    76  50^ 

RbC104 77    5^ 

KM11O4    77    8 


TICIO4 77°10' 

Barytes    78  23 

AmMn04 78  27^ 

CSCIO4 78  31 

RbMn04   79    2^ 

CSM11O4    81  56 


Now  we  have  seen  that  potassium  perclilorate  will  grow  in  parallel 
position  on  either  celestine  or  barytes,  the  difference  in  prism  angle 
being  +  0°3'  and  -  2°22'  respectively ;  whereas  rubidium  perchlorate 
will  not  grow  regularly  on  either,  the  corresponding  differences  being 
+  l°7'and  —  1°17'.  Again,  the  difference  between  m:m  for  barytes 
and  caesium  perchlorate  is  -  8'  only,  and  yet  no  regular  deposition 
takes  place. 

On  turning  to  the  molecular  volumes,  however,  we  find  a  most 
remarkable  connection  between  the  similarity  of  the  values  of  this 
constant  and  the  formation  of  parallel  growths. 

The  molecular  volumes  are  in  the  following  order  : 

Celestine,  46-8;  anglesite,  48-2;  barytes,  52-0;  KCIO^,  54-915; 
KMnO^,  58-498  j  AmClO^,  60-19;  RbClO^,  61-33  ;  AmMn04,  62076; 
TICIO4,  62-66;  RbMnO^,  63-415;  CsMnO^,  70-023;  CsClO^,  70-05; 
and  one  sees  at  once  that  in  those  cases  in  which  parallel  depositions 
have  been  observed  there  is  a  closeness  in  the  values  of  the  molecular 
volumes ;  for  example,  no  salt  having  a  greater  molecular  volume  than 
that  of  potassium  permanganate  (with  the  exception  of  the  isolated 
observation  with  ammonium  permanganate)  has  offered  any  parallel 
growths  on  any  of  the  minerals  of  the  barytes  group.  As  mentioned 
above,  the  difficulty  of  obtaining  parallel  growths  of  potassium  per- 
manganate on  the  m-cleavage  of  celestine  may  be  partly  due  to  the 
somewhat  inferior  cleavage  ;  but  it  is  worthy  of  notice  that  celestine 
has  a  lower  molecular  volume  than  barytes.  Again,  ammonium  per- 
manganate was  only  once  obtained  on  barytes,  never  on  celestine. 

Hence,  in  the  above  series,  it  is  similarity  of  molecular  volume  which 
determines  whether  there  shall  or  shall  not  be  parallel  growth,  whereas 
conclusions  drawn  from  a  similarity  of  angle  alone  (or  of  axial  ratios) 
would  be  erroneous. 

The  conception  of  topic  axes,  suggested  by  Becke  and  employed  so 
successfully  by  Muthmann  and  Tutton  in  their  work  on  isomorphous 
series,  embodies  the  relationships  both  of  molecular  volumes  and  axial 
ratios  as  described  above  under  calcite ;  by  their  use,  one  can  compare 
isostructural  substances  with  each  other,  and  draw  conclusions  regard- 
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ing  tlio  relative  distances  apart  of  the  structural  units,  and  hence  the 
reticular  densities  in  all  planes  can  be  calculated ;  further,  such 
densities  and  distances  apart  are  comparable  for  all  isostructural 
members.  The  merit  of  this  method  especially  lies  in  the  last  state- 
ment :  for  Bravais  long  ago  showed  how  to  calculate  the  relative 
distances  apart  of  the  structural  units,  and  also  the  i^eticular  densitie.s, 
of  an  individual  salt ;  the  values  so  obtained  for  an  individual  salt, 
however,  are  not  comparable  with  each  other,  since  a  different  arbitrary 
unit — namely,  axis- 6=  1 — is  taken  for  each  salt. 

In  order  to  make  justifiable  comparisons,  one  must  be  certain  that 
the  structure  of  the  salts  to  be  compared  is  similar.  Now  the  extra- 
ordinary similarity  of  angles,  cleavage,  molecular  volume,  and,  in 
addition,  the  formation  of  similarly  orientated  overgrowths,  argue  for 
a  similarity  of  structure  in  the  barytes  group  and  the  isomorphous 
series  of  the  permanganates  and  perchlorates ;  we  are  therefore 
justified  in  making  comparisons  between  the  various  members  of  these 
three  groups ;  comparisons  between  such  groups  have  not  previously 
been  made. 

The  structure  of  all  the  above  substances  is  probably  founded  on 
the  orthorhombic-prism  space-lattice,  for  a  maximum  reticular  density 
in  the  cleavage  directions  c  and  m  is  thereby  obtained. 

Just  as  the  topic  axes  of  the  rhombohedral  group  were  calculated 
from  the  cleavage  rhombohedra,  so  in  the  barytes-perchlorate-per- 
manganate  series,  topic  axes  can  be  calculated  from  the  cleavage 
parallelepipeda  formed  by  the  forms  c  and  m,  and  they  enable  us  to 
compare  corresponding  lengths  along  their  edges. 

In  the  following  table,  w  and  ^  represent  corresponding  lengths  along 
the  edges  m  :  vi  and  m  :  c  respectively  of  the  elementary  parallelepipeda ; 
X  and  xj/  are  their  diagonals  :  so  that  )(^,  ij/,  o),  and  ^  represent  distances 
between  contiguous  crystal-units. 

The  values  of  Xj  "A*  <^»  ^^^  ^  ^^^  obtained  from  the  formulae  : 

where  V  is  the  molecular  volume,  a  and  c  the  axial  ratios. 

Since  the  topic  axes  are  simple  functions  of  the  molecular  volume 
and  the  axial  ratios,  and  since  the  axial  ratios  betray  far  less 
differences  than  the  molecular  volumes,  it  is  not  surprising  that  the 
topic  axes,  when  arranged  in  order  of  magnitude,  follow,  in  general, 
the  same  sequence  as  the  molecular  volumes. 
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Topic  Axes  of  the  Potassium  Verchlorate — Barytes  Group. 


Colestinc 
Aiiglesitc 
Barytes  ... 
KCIO4  .... 
KMn04  ... 
AmClOj... 
EbC104  ... 
AniMn04 
TICIO4   ... 
RbMnO^  . 
CSCIO4    .. 
CsMn04... 


X- 

^^ 

a>. 

1- 

3-5349 

4-5931 

5-7649 

2-8980 

3-5743 

4-5520 

5-8694 

2-8938 

3-6509 

4-7899 

5-9472 

3-0113 

3-7360 

4-7878 

6-1307 

3-0365 

3-8555 

4-8360 

6-2779 

3  0924 

3-S959 

4-9117 

6-2909 

3-1346 

3-9244 

4-9-264 

6-3447 

3-1492 

3-9757 

4-8698 

6-4126 

3-1433 

3-9964 

5-0093 

6-2606 

3-2040 

4-0362 

4-8565 

6-4704 

31574 

4-1625 

5  0929 

6-6086 

3-2888 

4-2551 

4-9005 

6-7161 

3-2450 

It  is  seen  from  the  table  that  all  the  topic  axes  of  potassium  per- 
chlorate  and  potassium  permanganate  are  closer  to  those  of  the  three 
minerals  than  are  the  topic  axes  of  the  remaining  salts,  which  all 
failed  to  give  parallel  growths.  Therefore,  in  these  three  groups  of 
compounds — perchlorates,  permanganates,  and  sulphates — as  in  the 
two  rhombohedral  groups  studied  above,  a  consideration  of  the  topic 
axes  enables  one  to  predict  which  crystals  are  capable  of  growing  in 
parallel  position  on  each  other.  The  result  may  be  stated,  then,  as 
follows.  In  an  isostructural  series,  those  structures  which  are  most 
nearly  congruent,  as  indicated  by  similarity  of  molecular  volume  or  of 
topic  axes,  are  the  structures  which  yield  parallel  growths.  If  this  be 
true,  then  it  is  possible  that  salts  such  as  rubidium  permanganate, 
caesium  permanganate,  <fec.,  which  fail  to  give  parallel  growths  on 
barytes,  may  grow  in  parallel  position  on  potassium  perchlorate 
or  permanganate.  Experiments  fully  confirming  this  prediction  are 
described  on  page  1152. 

We  are  now  in  a  position  to  account  for  the  insignificant  part 
played  by  similarity  of  axial  ratios  (with  the  attendant  similarity  of 
angles)  in  conditioning  a  parallel  growth ;  these  ratios  simply  deter- 
mine the  solid  and  plane  angles  and  the  ratios  of  the  lengths  of  the 
edges  of  the  elementary  parallelepipedal  cell ;  they  do  not  determine 
the  volume  of  the  same,  nor  do  they  give  us  the  distances  between 
contiguous  crystal-units ;  as  seen  above,  the  latter  depend  rather  on 
the  molecular  volumes.  It  follows,  then,  that  the  difference  between 
the  spacing  of  the  crystal-units  of  two  isostructural  substances  like 
barium  sulphate  and  csesium  perchlorate  is  not  necessarily  small, 
although  the  angles  are  almost  identical.  On  the  other  hand,  two 
substances  like  potassium  perchlorate  and  barium  sulphate  may 
exhibit  great  differences  in  angles,  and  yet  the  spacing  of  their 
crystal -units  may  be  almost  identical. 

Following  is  a  list  of  mesh-areas,  formed  by  four  contiguous  crystal- 
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units  in  the  two  planes  c-{001}  and  w-{110} — the  phines  on  which 
attempts  were  made  to  obtain  parallel  growths ;  these  areas  are 
inversely  proportional  to  the  reticular  densities.  The  area  in  the 
plane  c-JOOl}  is  equal  to  the  product  hx^y  the  value  in  the  plane 
7?i-{110}  being  ^w. 

List  of  Mesh-areas. 


c-IOOl}. 

Celestine  8-1181 

Anolesite     8-13.51 

Harytes    8-7437 

KCIO4 8-9437 

KMiiO^    9  •3-2-25 

A1UCIO4  9-5(578 


m-lllOJ-. 
16-706 
16-985 
17-909 
18-616 
19-414 
19-720 


c-IOOll. 

RhClOj    9-6664 

AinMuOj   9-6804 

TICIO4    10-010 

RbMn04 9-8003 

CSCIO4 10-600 

CsMn04  10-426 


wi-{110j. 
19-080 
20-157 
20  0.59 
20-4-29 
21-734 
21-794 


The  far  less  mesh-area  in  the  plane  c-{001}  than  in  the  plane 
?>i-{110}  is  in  harmony  with  the  fact  that  the  basal  cleavage  is  better 
than  the  prismatic. 

The  above  two  large  groups  of  substances  supplement  each  other 
admirably,  for  in  the  calcite — sodium  nitrate  group  we  have  only  one 
salt  to  five  or  six  minerals,  whereas  in  the  potassium  perchlorate 
— barytes  group  we  have  three  minerals  and  nine  salts.  The  results 
obtained  from  both  groups  are  identical,  and  especially  show  the  im- 
portance of  molecular  volumes.  Topic  axes,  wliich  are  the  axial 
ratios  interpreted  in  terms  of  molecular  volume,  not  only  empliasise 
the  important  part  played  by  molecular  volumes,  but  also  the  com- 
parative in>>ignificance  of  similarity  of  angle  in  determining  parallel 
depositions  of  isostructural  substances  on  each  other. 


Exact  Orientation  of  the  Crystals  on  each  other. 

The  crystals  of  the  above  salts  cannot  be  absolutely  congruent 
with  the  crystal  of  the  mineral  on  which  they  are  deposited,  since  the 
crystal  elements  are  not  identical.  It  is,  therefore,  of  considerable 
interest  to  know  what  the  exact  orientation  really  is.  Graiited  that 
the  faces  of  contact  lie  in  a  plane,  it  still  remains  to  determine 
which  edges,  if  any,  are  parallel.  The  pair  of  substances  chosen 
for  the  elucidation  of  this  point  was  potassium  perchlorate  and  barytes, 
for  they  exhibit  the  greatest  difference  of  angle.  Several  fresh 
cleavage  plates  were  immersed  iu  hot  saturated  solutions  of  the  former 
salt,  which  were  allowed  to  cool  slowly.  The  crystals  were  carefully 
dried,  avoiding  as  far  as  possible  any  pressure  which  might  slightly 
alter  the  orientation  of  the  super-imposed  crystals.  Sometimes  the 
crystals  of  potassium  perchlorate  were  not  dried  by  actual  contact 
with  filter-paper,  but  the  latter  was  placed  in  contact  with  the  barytes 
and  the  solution  thus  absorbed.  The  growths  were  measured  on  the 
two-circle  goniometer,  which  is  invaluable  for  such  work. 
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Consider,  first,  the  case  of  a  crystal  of  potassium  perchlorate  grow- 
ing on  barytes  with  two  prism  faces  in  contact ;  then,  if  an  edge 
m  :  c  of  the  one  is  parallel  to  an  edge  31 :  C  of  the  other,  the  edges 
m  :  m,  M :  M  must  be  parallel,  since  in  both  substances  the  angle  c  ;  m 
is  90°.  The  angles  between  the  planes  of  contact  m  and  M,  and  the 
other  faces,  m^  and  J/j,  respectively,  however,  will  not  be  the  same, 
since  m  :  ??ij  and  M :  M^  differ  by  2°22'. 

The  results  obtained,  although  pointing  to  the  above  as  the  ideal 
position,  showed  slight  variations  therefrom.  The  angle  between  the 
faces  of  contact — which  ideally  should  be  0° — was  never  greater  than 
20',  and  generally  was  a  few   minutes  only.     It  was  also  found  that 


Fig.  6. 


the  edge  c  :  m  is  parallel  to  the  edge  G  :  M,  and  the  angle  m^  :  i/j 
always  approximated  to  the  theoretical  angle  2°22'. 

Now  consider  the  growths  on  the  basal  cleavages  of  barytes  ; 
granted  that  the  contact-faces  are  parallel,  the  question  arises  whether 
an  edge  c  :  m  of  the  potassium  perchlorate  is  parallel  to  an  edge 
C  :  M  oi  the  barytes,  the  other  edge  c  :  m^  consequently  making  an 
angle  of  2°22'  with  the  edge  C  :  M^,  or  whether  the  crystallographic 
axes  are  parallel  instead  of  these  pairs  of  edges.  Now,  if  the  6rst 
alternative  be  correct,  there  is  no  reason  why  one  pair  of  edges 
6' :  J/,  c  :  m  should  be  preferred  to  the  other  pair,  and  when  several 
crystals  of  potassium  perchlorate  are  grown  on  one  crystal  of  barytes, 
there  is  no  reason  why  the  former,  inter  se,  should  be  exactly 
congruent;  if,  however,  the  crystallographic  axes  be  parallel,  it  follows 
necessarily  that  all  the  crystals  of  potassium  perchlorate  will  be 
congruent. 


4-7878 
4-7899 

CO. 

6-1307 
5-9472 

3-0365 
3-0113 
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The  goniometrical  results  showed  that  the  contact-faces  were  coplanar 
(subject  to  variations  of  a  few  minutes) ;  they  proved,  too,  that  although 
the  positions  of  various  crystals  on  the  same  piece  of  barytes  varied  by 
2i°,  they  yet  tended  to  be  such  that  either  the  edges  m  :  c,  3f  '.C  or  the 
edges  ?nj :  c,  M^  :  C  were  parallel.  It  will  bo  seen  from  Fig.  6  that  the 
position  of  crystal  7?  can  be  derived  from  that  of  crystal  4  by  a  counter- 
clock-wise  rotation  of  2°22' ;  rarely  was  a  crystal  orientated  in  a  posi- 
tion derivable  from  that  of  ^  by  a  small  clock-wise,  or  from  that  of  B 
by  a  small  counter-clock-wise,  rotation,  in  which  cases  no  prism  edges 
would  be  parallel.  Thus,  so  far  as  could  be  made  out,  it  is  the  prism 
edges  which  are  congruent.  Now,  parallel  growths  may  be  regarded  as 
the  result  of  the'  fitting  together  of  two  similar  and  almost  identical 
structures ;  hence,  it  might  follow  that,  in  a  parallel  growth,  those 
similar  edges  of  the  two  substances  would  be  absolutely  congruent  along 
which  the  crystal-units  are  most  nearly  equally  spaced.  The  topic  axes 
of  potassium  perchlorate  and  barytes  are  : 

X- 

KCIO4    3-7360 

BaSO^    3-6509 

Difference...         0-0851  -0-00-21  0-1835  0-0252 

Now  the  edges  of  the  potassium  perchlorate  developed  in  contact 
with  the  barytes  were  c  :q,  c:r,  and  c :  m,  and  the  distances  between 
contiguous  crystal-units  along  these  three  directions  are  given  by  v,  d/, 
and  i  respectively.  Since  the  i/^-axes  are  almost  identical,  it  would 
appear  at  first  sight  that  the  edges  c  :  r  (the  i/^-axes)  should  be  parallel. 
But  in  this  case  (since  the  angle  between  the  zones  cr  and  cq  is  90° 
in  both  substances)  the  edges  c :  g  would  necessarily  be  parallel  also  : 
but  these  edges  exhibit  the  greatest  difference  of  spacing,  and  would 
not  be  expected  to  fit  (compare  the  values  of  ^).  On  the  other  hand, 
the  difference  between  the  ^-values  is  fairly  small,  and,  moreover,  the 
Rvalues  themselves  are  the  smallest ;  that  is  to  say,  the  particles  along 
the  edge  c :  m  are  the  most  densely  packed,  and  also  the  most 
similar  in  the  two  crystals.  This  may  account  for  the  observed  fact 
that  a  pair  of  edges  c  :  m  is  parallel. 

(Ill)  Are    Substances  like  Sodium  Nitrate   and   Calcite,  Barytes   and 
Potassiu7n  Perchlorate,  Isomorjjhous  ? 

The  later  definition  of  isomorphism  by  Mitscherlich  was  :  "  Sub- 
stances possessing  an  analogous  composition,  which  crystallise  in  the 
same  form  (or  in  similar  forms),  and  which  are  capable  of  mixing  in  any 
proportions,  are  isomorphous " ;  but  the  terms  of  this  definition  are 
unsatisfactory  for  three  reasons  : 
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(1)  Analogous  chemical  composition  must  be  held  to  imply  that  dis- 
similar groups  can  replace  each  other,  for  example  : 

NaSi  and  CaAl  in  the  felspars. 
CaSi  and  2A1  in  the  pyroxenes. 
TiF.^,  NbOF  and  WOg  in  the  compounds  described  by  Marignac. 

(2)  Similarity  of  form  and  angle  are  found  with  substances  which 
probably  differ  in  symmetry,  for  instance,  KLiSO^  and  NaLiSO^  ;  NaCl 
and  KCl. 

(3)  The  formation  of  mixed  crystals  is  not  limited  to  substances 
of  analogous  composition,  thus,  ammonium  chloride  forms  mixed 
crystals  with  ferrous  chloride,  ferric  chloride,  and  manganic  chloride  ; 
further,  the  miscibility  of  some  "  isomorphous "  substances  is  very 
limited  indeed. 

Now  calciteand  sodium  nitrate  possess  certain  similarities  of  chemical 
composition,  in  fact,  they  resemble  each  other  in  much  the  same  way 
as  do  albite  and  anorthite,  for  example : 


/Albite,  NaAlSi.Og 
V Anorthite,  CaAlaSiaOg 

/Sodium  nitrate,  NaNGj 
\Calcite,  CaCOs 

/Potassium  perchlorate,  KCIO^ 
\Barytes,  BaSOj 


NaSi(A]Si.,Os). 
CaAKAlSiaOa). 

NaNCOg). 
CaCXOs). 

KCUOJ. 
BaS(04). 


Valencies. 
Na  +  Si  =  V. 
Ca  +  Al  =  V. 

Na  +  N  =  VI. 
Ca  +  C    =  VI. 


/ 


I 


K  +  Cl    =  VIII.  ^ 
Ba  +  S    =  VIII.  / 


They  also  possess  similar  forms  and  angles  ;  moreover,  they  exhibit 
the  following  physical  properties  : 


Comparison  of  Physical  Properties  of  Calcite  and  Sodium  Nitrate. 

Cakite.  NaNOs. 


Cleavage. 

c  :  a 

{100} 
0-8543 

{100}                          1 
0-8276 
73°30' 
37-8 
4-1276 

r  :  r 

74°55' 

Molecular  volume  

36-8 

Topic  axis  (x  =  'I'  =  ««)    ■•■• 



4-0478 

Optical  properties : — 

Birefringence, 

Negative.     Difference. 

Negative. 

Refractive  indices...    en 

D 

'  E 

1-6531            0-074 
1-6585            0071 
1-6636             0  070 
1-6833             0-057 

1-579 
1-587 
1-594 
1-626 

Refractive  indices...     e 

ci; 

D 

'  E 

1-4839             0-149 
1-4863             0-150 
1-4887             0-142 
1-4978             0-154 

1  -335 
1-336 
1-337 
1-344 

(u;-6) 
(co-e) 

B 

II 

0-1692               — 
0-1855 

0-244 
0-282 

Induced  magnetism. 
AIag)ietiu  cliaiactcr. 
Artificial  twinning:  twin  i>l. 
Tliermal  conductivity  (.Jaiii.ettaz). 

Dianiagn(;tic. 
Positive. 

1110} 
Greater  axis  of  c 

Diania'^netic. 
Positive. 

llipsoi<l  parallel 

to  principal 

axis. 
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In  view  of  the  above  remarkable  resemblances,  the  question  arises 
whether  calcite  and  sodium  nitrate  should  not  be  called  isomorphous,  in 
spite  of  the  fact  that  they  do  not  form  mixed  crystals. 

Now  there  are  two  other  properties  which  have  been  long  advanced 
as  characteristic  of  isomorphous  substmces:  (I)  the  formation  of 
parallel  growths,  (2)  the  relief  of  supersaturation  of  a  solution  by  a 
crystal  of  a  substance  isomorphous  with  the  solute.  It  has  been 
shown  that  the  first  property  is  possessed  by  calcite  and  sodium  nitrate  ; 
further,  Professor  Miers  and  M.  Chevalier  have  found  that  calcite 
does  relieve  supersaturation  in  a  metastable  solution  of  sodium  nitrate, 
and  this  the  present  author  has  confirmed. 

The  parallel  growth  of  sodium  nitrate  and  calcite  has  long  been 
known,  and  it  has  led  many  mineralogists,  especially  Tschermak,  to 
entertain  the  view  that  the  two  substances  ai  e  isomorphous ;  yet  little 
significance  has  been  attributed  to  it  by  many  others,  partly  because 
the  case  was  regarded  as  unique.  The  views  of  Groth  and  Pv.etgers 
may  be  given  here,  since  they  were  most  prominent  in  denying  the 
isomorphism,  Groth  says,  "  Zweierlei  Moleclile  von  sehr  verschiedener 
Moleculargrosse  kbnnen  wohl,  jeder  Art  fiir  sich,  zu  einen  A.ufbau 
von  Ubereinstimmender  Struktur  sich  vereinigen,  aber  niemals  kiinnen 
sie  mit  einander  geraischt  einen  homogenen  Krystall  liefern.  Hiorin 
diirfte  wohl  die  einfache  Erkliirung  fiir  die  Tatsache  liegen,  das  gewisse 
chemisch  nicht  analoge  Korper,  welche  sehr  Uhnliche  Krystallstruktur 
besitzen,  wie  Natronsalpeter  und  Kalkspath,  zwar  im  Stande  sind, 
der  eine  auf  den  Krystallen  des  anderen  als  regelmassige  Foit- 
wachsung  zu  krystallisieren,  niemals  aber  isomorphe  Mischungen  zu 
liefern." 

It  may  be  pointed  out  that,  although  of  different  molecular  weight, 
calcite  and  sodium  nitrate  are  really  not  of  different  molecular  size, 
for  their  molecular  volumes  are  almost  identical. 

Retgers  asserted  that  parallel  growth  may  not  be  taken  as  a 
criterion  for  isomorphism.  He  says  of  parallel  growth :  "  Das 
Phanomen  ist  nicht  beschriinkt  auf  isomorphe,  sondern  erstreckt  sich 

auch  auf  morphotrope  Korper Die  ganze  Erscheinung  hat  also 

nicht  den  geringsten  Werth  fiir  chemische  Schlussfolgerungen.  Es  ist 
weiter  nichts  als  ein  Influenciren  auf  die  Richtungf  bei  der  Ausscheidune: 
aus  dem  fliissigen  in  den  festen  Zustand  und  sehr  gut  vergleichbar  dem 
sicli  parallel  Orientiren  von  Eiaensfabchen  in  der  Niihe  eines  starken 
Magnetes."  Now  Retgers  here  confused  the  two  terms,  parallel  and 
regular  growths  :  although  it  is  true  that  regular  growths  of  morpho- 
tropic  substances  (or  of  substances  which  are  apparently  not  even 
morphotropic)  are  known,  yet  parallel  growths  as  exhibited  by  calcite 
and  sodium  nitrate,  potassium  perchlorate  and  barytes — that  is,  where 
the  substances  are  isostructm-al  and  the  whole  orientation  is  congruent 
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— such  parallel  growths  are  not  found  among  morphotropic  substances 
(the  felspars  being  held  to  be  isomorphous).  Further,  there  is  only  a 
superficial  analogy  between  parallel  growths  and  the  action  of  a  magnet 
on  iron-filings  ;  because,  although  the  magnet  does  orientate  the  filings 
in  a  definite  manner,  yet  the  position  taken  up  by  the  molecules  or  the 
crystal-units  of  the  filings  is  not,  necessarily,  congruent  with  the  posi- 
tion of  the  molecules  of  the  orientator — the  magnet. 

Retgers  has  proposed  another  definition  of  isomorphism :  "  Two 
substances  are  really  only  isomorphous  when  the  physical  properties 
of  their  mixed  crystals  are  continuous  functions  of  the  chemical  com- 
position." If  this  definition  be  accepted,  substances  which  do  not,  or 
cannot,  form  mixed  crystals  are  rigidly  excluded ;  moreover,  complete 
investigations  of  the  physical  properties  of  mixed  crystals  have  been 
made  very  seldom.  Ketgers,  however,  was  not  consistent,  for,  in 
ridiculing  a  proposal  (made  by  Arzruni)  that  a  similar  degree  of 
solubility  may  be  taken  as  characteristic  of  isomorphous  compounds, 
he  said  "CaF,  and  CaClg  are  both  cubic,  the  former  being  nearly 
insoluble,  the  latter  extraordinarily  deliquescent.  Mixed  crystals, 
therefore,  cannot  be  formed  from  an  aqueous  solution  ;  yet  the  two 
compounds  are  isomorphous.  It  is  possible  that  a  common  solvent 
might  exist,  from  which  mixed  crystals  would  be  obtainable ;  or  the 
latter  might  be  obtained  from  the  fused  mixture."  No  mixed  crystals, 
no  parallel  growths,  no  relief  of  supersaturation  had  been  observed  ; 
therefore  the  only  reason  for  asserting  that  these  two  substances  are 
isomorphous  was  that  both  are  cubic,  coupled  with  the  fact  that 
chlorine  and  fluorine  sometimes  replace  each  other  isomorphously. 
The  remarks  of  Retgers  concerning  calcium  chloride  and  calcium 
fluoride  are  really  applicable  to  sodium  nitrate  and  calcium  carbonate. 

It  has  been  shown  above  that  in  an  isostrtictural  series  the  forma- 
tion of  parallel  growths  depends  on  a  similarity  of  molecular  volume. 
The  question  arises  whether  the  miscibility  of  isomorphous  salts  also 
depends  on  this,  but  an  examination  of  the  investigated  cases, 
especially  of  those  with  limited  miscibility,  has  failed  to  lead  to 
the  recognition  of  the  existence  of  any  connection  between  molecular 
volume  and  miscibility. 

In  spite  of  this  difference,  however,  the  author  does  not  see  why  the 
parallel  growths  should  not  be  taken  as  evidence  in  favour  of  iso- 
morphism in  lieu  of  the  formation  of  mixed  crystals.  It  may  be 
concluded,  then,  that  the  isostructural  substances,  sodiuui  nitrate  and 
calcite,  are  really»isomorphous. 

Reliable  results  would  probably  not  be  obtainable  from  experiments 
on  the  relief  of  supersaturation  of  potassium  perchlorate  or  perman- 
ganate by  barytes,  celestino,  or  anglesite  ;  in  the  former  case,  owing 
to  the  slight  solubility  of  the  salt,  in  the  latter  because  of  the  opacity 
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of  the  solution.  But  the  analogies  which  have  been  made  out,  for 
example,  composition,  form,  angle,  molecular  volume,  and  the  formation 
of  pai-allel  growths,  poiut  to  the  isomorphism  of  these  substances. 

The  author  hopes  to  make  an  investigation  of  the  physical  properties 
of  tlie  perchlorates  and  permanganates,  in  order  to  see  whether  the 
two  groups,  calcium  carbonate — sodium  nitrate,  potassium  perchlorate 
— bai'ium  sulphate,  are  completely  analogous. 

(IV)  Other  Experiments  with  Solutions  on  Minerals. 
Growths   on  Mica. 

In  the  coui-se  of  the  present  investigation,  the  author  also  studied 
the  growths  on  mica,  first  obtained  by  Frankenheim,  whose  results 
were,  in  general,  confirmed,  and  the  following  additional  interest- 
ing facts  were  observed.  In  the  case  of  potassium  iodide,  part 
came  down  in  cubes  which  were  totally  irregular  (Frankenheim 
asserted  that  they  are  regular);  besides  these,  skeletal, triangular-shaped 
masses — often  twinned — were  present  and  wei-e  regularly  arranged, 
one  side  of  the  triangle  being  parallel  to  the  plane  of  symmetry  of  the 
mica.  Potassium  bromide  gave  similar  results,  but  here  in  some  rare 
cases  cubes  standing  on  a  face  {111}  were  observed,  and  they  possessed 
the  same  orientation  as  the  triangles.  Potassium  chloride  gave  skeletal 
growths  which  were  quite  irregular.  Sodium  bromide  and  iodide 
crystallise  in  monoclinic  forms  containing  two  molecules  of  water  of 
crystallisation  ;  the  deposition  is  irregular.  Finally,  sodium  chloride 
gave  irregularly  orientated  cubes.  Sodium  nitrate  generally  comes 
down  in  rhombohedra  which  have  no  definite  orientation  ;  sometimes, 
however,  triangular-shaped  masses  are  met  with,  which  possess  the 
same  orientation  as  the  above  salts.  Moreover,  rhombohedra  standing 
on  {111}  have  been  obtained  in  the  same  orientation  as  the  triangular 
crystals;  rarely  is  the  face  {111}  developed,  and  it  is  always  pitted, 
and  generally  disappears  on  the  further  growth  of  the  crystal.  In 
some  cases  a  negative  rhombohedron  was  observed. 

The  above  regular  growths  do  not  meet  with  so  ready  an  explanation 
as  the  isostructural  substances  previously  studied,  for  the  molecular 
volume  of  the  mica  is  certainly  far  greater  than  those  of  the  substances 
deposited.  It  is  worthy  of  remark,  however,  that  the  structure  of  the 
haloid  compounds  may  not  be  greatly  different  from  that  of  sodium 
nitrate,  for  the  cleavage  is  very  similar.  Further,  the  orientation  of 
the  regularly  deposited  crystals  of  all  the  above  substances  was  the 
same,  as  were  also  the  forms.  Is  it  merely  a  coincidence  that  the 
above  crystals  were  so  orientated  that  a  trigonal  axis  is  parallel  to 
the  pseudo-trigonal  axis  of  the  mica] 

^ince  mica  causes  substances  so  diverse  as  the  above  to  crystallise 
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on  it  in  regular  position,  it  was  resolved  to  study  the  crystallisa- 
tion of  other  salts  on  m'lcix  and  on  other  minerals  possessing  good 
cleavages. 

Potassium  nitrate  gave  three  kinds  of  crystals  on  mica  : 

(1)  Ordinary  orthorhombic  prisms  which  were  irregular, 

(2)  Equilateral-triangular,  and 

(3)  Skeletal-hexagonal  masses,  which  were  both  orientated  in  the 
same  regular  manner  as  the  crystals  of  potassium  iodide. 

Attempts  to  detach  these  crystals  in  order  to  investigate  their 
optical  properties  were  without  success  owing  to  their  extreme  tenuity. 
Crystallisation  on  the  thinnest  piece  of  mica  obtainable  by  cleavage 
was  also  tried,  but  the  interference  figure  of  the  mica  was  still  pre- 
dominant. The  triangular-  and  hexagonal-crystals  with  the  above 
orientation  i*emained  dark  when  the  nicois  were  rotated,  but  a  few 
crystals  not  in  the  above  orientation  polarised  in  bright  colours,  and 
are  therefore  strongly  birefringent. 

Potassium  nitrate,  crystallised  on  glass,  gave  the  orthorhombic 
crystals  only. 

Hydroquinone  on  Calcite. 

It  was  found  that  two  kinds  of  crystals  of  hydroquinone  are  deposited 
on  calcite  from  a  warm  aqueous  solution  :  (1)  long  prisms  iri'egularly 
arranged,  and  (2)  stouter  plates  which  were  orientated  regularly  with 
one  side  parallel  to  the  longer  diagonal  of  the  calcite-rhomb.  The 
extinction  of  the  prism-modification  is  straight  and  the  birefringence 
weak ;  this  is,  therefore,  probably  the  hexagonal  modification  (hydro- 
quinone is  dimorphous) ;  they  were  too  small  to  be  measured,  but 
crystals  of  a  similar  habit  obtained  in  a  test-tube  were,  on  measurement, 
found  to  be  hexagonal. 

The  second  regularly-orientated  modificatioQ  was  also  obtained  by 
allowing  a  solution  to  crystallise  on  glass,  and  was  found  to  be  strongly 
birefringent ;  the  quartz  wedge  compensates  across  the  prism,  and  ex- 
amination in  convergent  polarised  light  shows  the  first  mean  line  is 
normal  to  the  section.  The  axial  angle  is  vei'y  wide  and  the  plane  of 
the  optic  axes  is  parallel  to  the  direction  of  compensation  ;  hence  the 
birefringence  is  positive.  The  extinction  is  straight.  This  modification 
may  be  the  monoclinic  one. 

Exjye^'iments  with  other  Minerals  and  Salts. 

The  majority  of  the  experiments  made  with  other  minerals  and  salts 
gave  negative  results,  so  the  details  of  each  case  are  not  gone  into ;  the 
following  is  a  list  of  the  substances  tried  which  all  gave  irregularly 
orientated  deposits.  Only  fresh  cleavage  surfaces  of  the  mineral  wer^ 
used. 
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Calcite. — Potassium  iodide,  bromide,  and  chloride. 

Mica. — Ammonium  alum,  barium  nitrate,  ammonium  nitrate, 
potassium  fluoride  and  percblorate,  and  sodium  chlorate. 

Gypsum. —  Sodium  niti'ate  (Frankenheim  says  regular)  ;  potassium 
chroinate,  iodide,  percblorate,  and  permanganate  ;  sodium  chloride  and 
barium  nitrate. 

Jiock  Salt. — Potassium  bromate,  chromate,  percblorate,  and  sulphate; 
sodium  chlorate. 

Barytes. — Potassium  chi-omate,  nitrate,  and  sulphate. 

Cubic  Substances  on  Cubic  Minerals. 
The  following  failed  to  yield  regular  growths  : 

On  blende,  V  =  23-75. 

V. 

Ammonium  alum    552-2 

Barium  nitrate    81-0 

Lead  nitrate    73*3 

Sodium  chloride  27-2 

Potassium  chloride 37*4 

Sodium  chlorate 46-5 

Sodium  bromate 45-2 

Potassium  iodide     53-24 

Potassium  cyanide 1 

V. 
'  On  fluor-spar   24*5 

All  the  above  salts,  and  also  ammonium  chloride  and  silver  chloride 
(from  ammoniacal  solution),  failed  to  give  any  regular  growths  on 
fluor-spar. 

The  Aragonite  Group. 

It  has  been  asserted  by  v.  Hauer  {Sitzungsber.  K.  Akad.  Wien.,  1860, 
39,  612)  that  de  Senarmont  obtained  an  overgrowth,  in  parallel 
position,  of  potassium  nitrate  on  aragonite  ;  but  neither  Arzruni  nor 
the  author  has  been  able  to  find  an  account  of  this  in  de  Senarmont's 
published  papers. 

It  was  decided  to  investigate  this  point,  since  the  crystallographic 
relationships  of  potassium  nitrate  and  aragonite  are  much  the  same 
as  those  of  calcite  and  sodium  nitrate.  Crystals  of  aragonite,  from 
Bilin,  possessing  bright  faces,  were  cleansed  by  means  of  a  saturated 
solution  of  potassium  nitrate,  and  the  two  methods  previously  used — 
the  drop  and  the  cooling  method — were  applied  in  the  attempt  to 
obtain  regular  depositions ;  but  no  trace  of  regularity  could  be  found 
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in  the  crystals  of  potassium  nitrate  deposited.  Cleavage  faces,  too, 
were  tried,  but  all  to  no  purpose.  Crystals  of  cerussite,  exhibiting  the 
forms  m-{110},  v-{120},  ^-{011},  {021},  and  {010}  were  also  tried; 
but  here,  again,  no  regular  growths  were  obtained.  Twin-crystals  of 
witherite  (the  only  ones  available)  with  very  rough  faces  also  afforded 
no  regular  growths. 

(V)  Parallel  Growths  of  Isomorpkous  Salts  on  each  other. 

Investigations  were  then  made  in  order  to  find  whether  similarity 
of  molecular  volume  is  as  necessary  for  the  formation  on  each  other  of 
pai-allel  growths  in  the  case  of  isomorphous  salts  which  do  form  mixed 
crystals  as  is  apparently  the  case  with  substances  like  potassium  per- 
chlorate  and  barytes,  which  do  not ;  for,  if  isomorphous  salts  were 
found  capable  of  giving  parallel  growths,  no  matter  how  great  the 
difference  of  molecular  volume,  this  property  would  distinguish  them 
from  merely  isostructural  substances.  It  has,  of  course,  long  been 
known  that  isomorphous  substances  are  capable  of  giving  zone- 
crystals,  but  this  property  has,  hitherto,  not  been  systematically  studied, 
and  the  simple  drop  method  does  not  seem  to  have  been  used  in  its 
investigation.  In  order  to  test  this  point,  the  series  of  isomorphous 
salts  selected  should  show  great  differences  of  molecular  volume 
amongst  its  members,  and  this  condition  is  most  likely  to  be  fulfilled 
in  groups  containing  isomorphously  replaceable  acidic — as  well  as 
basic — radicles.  The  only  such  groups  which  have  been  worked  out> 
with  regard  to  volume  properties,  as  well  as  geometrical,  are  : 

(1)  Sulphates  and  selenates  of  the  alkalis  (Tutton), 

(2)  Double  sulphates  and  selenates  of  the  form  EgSO^'MSO^jGHgO 
(Tutton), 

(3)  The  alums  (Pettersson),  ., 

(4)  The  haloid  salts  of  the  alkalis  (Sprockhoff),  and 

(5)  The  permanganates  and  the  perchlorates  of  the  alkalis. 

Parallel  Growths  of  the  Perchlorates  and  Permanganates  on  each  other. 

Freshly-prepared  basal  and  prismatic  cleavage-pieces  of  the  salts 
were  used,  and  drops  of  a  saturated  solution  of  another  salt  were 
placed  on  them  and  the  crystallisation  watched.  The  rapidity  with 
which  crystals  appeared  on  the  mother-crystal  varied  with  the  indi- 
vidual pairs  of  salts.  The  growths  always  appeared  more  quickly, 
however,  than  with  calcite  and  sodium  nitrate  ;  in  some  cases  they 
appeared  as  soon  as  the  drop  touched  the  ci'ystal.  All  possible  pairs 
of  substances  were  not  taken,  but  all  the  salts  were  used,  either  as 
crystals  or   in  solution,  and  all  gave  parallel  growths.     This  is  no 
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doubt  to  be  accounted  for  by  tho  fact  that,  as  shown  on  p.  1135,  they 
do  not  differ  greatly  in  molecular  volume. 
Following  is  a  list  of  the  experiments  : 

KMnO^  aq.  on  crystals  of  KCIO^,  RbClO^,  and  CsClO^. 


RbMnO^  aq. 

)) 

KCIO,. 

AmClO^  aq. 

>) 

KCIO4. 

TICIO^  aq. 

)» 

KCIO4. 

KCIO4  aq. 

>> 

CsClO^. 

CsMnO^  aq. 

>> 

KCIO4. 

CjBsium  permanganate  is  very  slightly  soluble  in  water,  so  the 
crystals  deposited  on  a  crystal  of  potassium  perchlorate  were  extremely 
small ;  there  was  no  doubt,  however,  concerning  the  regularity  of  the 
deposition.  Since  CKsium  and  potassium  perchlorates  possess,  respec- 
tively, the  highest  and  lowest  molecular  volumes  of  all  the  salts  in  the 
series,  and  since  all  the  other  pairs  tried  gave  parallel  growths,  it  is 
very  probable  that  all  possible  pairs  would  also  give  parallel  growths. 

The  results  go  far  to  prove  that  there  is  no  inherent  difference 
between  the  salts  which  form  parallel  growths  on  barytas,  potassium 
perchlorate  and  permanganate,  on  the  one  hand,  and  those  which  do 
not,  on  the  other ;  moreover,  they  con6rm  the  view  that  only  a  too 
great  dissimilai-ity  of  molecular  volume  renders  parallel  growths 
impossible. 

The  investigation  of  the  halogen  salts  of  the  alkalis  is  now  in 
progress. 

Growth  of  Two  Salts  possessing  almost  identical  Molecular  Volumes. 

It  was  observed  in  the  course  of  the  above  work  that  a  drop  of 
solution  of  a  salt,  placed  on  a  crystal  of  the  solute  itself,  does  not  on 
evapoi"ation  give  rise  to  visible  parallel  crystals,  but  a  few  irregularly 
orientated  crystals  are  formed ;  a  closer  study  showed,  however,  that 
the  crystals  which  are  formed  really  fall  from  the  surface  of  the  drop 
and  ai-e  not  formed  in  contact  with  the  large  crystal.  Further,  very 
often  separate  crystals  are  not  formed  at  all,  but  the  large  crystal 
grows  as  a  whole. 

The  examination  of  several  pairs  of  isomorphous  salts,  selected  at 
random,  finally  disclosed  the  fact  that  a  drop  of  sodium  bromate 
solution  behaves  in  exactly  the  same  manner  when  placed  on  a  crystal 
of  sodium  chlorate — the  solution  evaporates  without  the  formation 
of  separate  crystals.  Now  the  molecular  volumes  of  these  two 
salts  are  almost  identical,  namely,  45*2  and  46  5  respectively.  It 
therefore  appeared  likely  that  the  property  might  be  common  to  all 
pairs  of  isomoi^phous  salts  which  possess  nearly  identical  molecular 
volumes. 


1154  BARKER:  CONTRIBUTIONS  TO 

Tho  crystallisation  of  various  alums  on  each  other,  and  of  a  solution 
of  zinc  sulphate  on  crystals  of  the  less  soluble  magnesium  sulphate, 
was  studied.  The  molecular  volumes  of  the  latter  salts  are,  respec- 
tively, 14672  and  147"096,  and  the  topic  axes  calculated  from  Dufet's 
measurements  are : 

X-  ^'  w. 

ZnSO^  7  aq 6-28650  6-41955  3-63561 

MgS04  7aq 6-31895  6-38361  3-64661 

Differences 0-03245  0-03594  0-01100 

In  most  cases  no  separate  crystals  were  formed,  but  the  solution 
evaporates,  leaving  a  zonal  growth  of  ZnS04,7aq.  on  MgSO^jTaq. 

The  same  behaviour  has  been  found  with  solutions  of  chrome  and 
ammonium  alum  on  crystals  of  potassium  alum,  and  with  a  solution  of 
ammonium  alum  on  crystals  of  chrome  alum.  Sometimes  a  few  crys- 
tals were  formed,  but  they  were  never  parallel. 

The  molecular  volumes  of  these  alums  are  : 


Chrome  alum 542-2 

Potassium  alum     541-6 

Ammonium  alum  5522  j 


Potassium  alum     541  -6  >  Otto  Petterssen. 


There  is  therefore  apparently  a  remarkable  connection  between  the 
character  of  parallel  growths  aad  the  amount  of  the  difference  of 
molecular  volumes. 

It  is  significant  that  the  most  beautiful  examples  of  zonal-growths 
(Schichtkrystalle)  recorded  have  been  obtained  from  pairs  of  salts  possess- 
ing almost  identical  molecular  volumes ;  for  example,  by  the  immer- 
sion of  crystals  of  zinc  sulphate,  nickel  sulphate,  or  cobalt  sulphate  in  a 
solution  of  magnesium  sulphate  ;  or,  again,  the  various  alums  on  each 
other  (described  by  von  Hauer).  An  explanation  of  the  common 
occurrence  of  zonal  structure  in  the  felspars  may  be  found  in  the 
extraordinary  similarity  of  molecular  volume  of  the  individual  mem- 
bers of  the  group.  The  molecular  volumes  of  the  two  extreme  members, 
albite  and  anorthite,  are  respectively  100-13  and  101-49. 

Complications  which  ensue  owing  to  the  Common  Solubility/  of  Two  Salts 

in  t/te  same  Solvent. 

The  deposition  of  a  salt  on  crystals  of  an  isomorphous  salt  which  is 
soluble  in  the  solution  of  the  former  is  not  a  simple  process  due  to 
evaporation  alone ;  this  follows  from  the  observation  that  even  if  the 
solution  of  the  former  is  not  quite  "  saturated,"  crystals  are  still 
immediately  deposited  on  the  isomorphous  salt.     Further,  on  placing  a 
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small  fiagment  of  the  solute  in  the  solution,  it  begins  to  dissolve, 
although  apparently  the  same  substance  is  simultaneously  separating  out 
on  the  crystal  of  the  isomorphous  salt.  Again,  if  the  solution  (not 
saturated)  is  of  a  suitable  concentration,  a  crystal  of  an  isomorphous 
salt,  when  introduced,  becomes  covered  with  small  crystals  (generally 
in  parallel  position),  but  itself  begins  to  dissolve  ;  if  the  crystals  intro- 
duced be  very  small  and  more  soluble  than  the  solute,  it  dissolves 
completely,  and  then  the  crystals  of  the  solute,  which  have  separated 
out,  begin  to  dissolve  themselves,  and  may  totally  disappear. 

Suitable  solutions  of  ammonium  chloride,  potassium  iodide,  and 
potassium  chloride  were  prepared  by  slightly  diluting  the  satux'ated 
solutions,  and  small  cleavage-pieces  of  rock  salt  were  pushed  into  drops 
of  them  ;  in  all  cases,  ci'ystals  appeared  on  the  rock  salt,  and  the  latter 
began  to  dissolve.  Further,  on  adding  a  small  crystal  of  the  solute  to 
the  drop,  it  also  began  to  dissolve ;  if,  however,  this  crystal  was 
placed  on  the  rock  salt,  it  did  not  dissolve.  This  shows  that  the  con- 
centration and  composition  of  the  solution  vary  greatly  in  diifcrent 
parts  of  the  drop  ;  the  solution  in  contact  with  the  rock  salt  is  saturated 
with  regard  to  the  solute,  wherdas  the  rest  of  the  solution  is  unsaturated. 
Crystals  of  ammonium  perchlorate  behave  in  the  same  way  when 
immersed  in  a  nearly  saturated  solution  of  thallium  perchlorate.  In 
the  case  of  suitably  diluted  solutions  of  potassium  bi'omido  and  potassium 
iodide,  rock  salt  causes  an  immediate  liberation  of  cubes  in  parallel 
position,  whilst  the  rock  salt  itself  dissolves  away  ;  finally,  the  cubes 
of  potassium  bromide  and  iodide  dissolve. 

Crystals  of  csesiura  chloride  on  immersion  in  potassium  iodide 
solution  dissolved  rapidly,  but  in  a  remarkable  manner;  the  sides  of 
the  crystals  alternately  grew  and  dissolved  several  times,  until  finally 
all  had  disappeared.  Similarly,  crystals  of  ammonium  perchlorate 
cause  a  liberation  of  crystals  of  potassium  perchlorate  (in  parallel 
position)  from  a  nearly  saturated  solution  of  the  latter  salt,  but 
dissolve  rapidly  themselves ;  finally,  the  crystals  of  potassium  per- 
chlorate themselves  disappear. 

We  have  seen  that  crystals  of  sodium  chloride  cause  an  immediate 
liberation  of  crystals  of  potassium  iodide  from  a  solution  of  the  latter  ; 
now  a  crystal  of  potassium  iodide  also  liberates  crystals  of  sodium 
chloride  from  its  aqueous  solution,  and  if  the  solution  of  the  latter  bo 
not  quite  saturated,  the  crystals  of  sodium  chloride  which  have 
separated  on  the  crystal  of  potassium  iodide  dissolve  again  completely 
after  the  solution  of  the  potassium  iodide. 

The  liberation  of  crystals  of  the  solute  in  all  tho  above  cases  is 
probably  preceded  by  the  dissolution  of  a  small  portion  of  the  crystal  of 
the  isomorphous  salt ;  this  follows  from  a  consideration  of  the  fact  that 
the  solution  was  in  many  cases  not  saturated  in  the  absence  of  the  crystal 
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introduced.  This,  together  with  the  variations  of  concentration  which  it 
causes  in  different  parts  of  the  solution,  is  sufficient  to  explain  the 
above  observations.  It  follows  from  Roozeboom'.s  thermodyuamic 
deduction  of  the  laws  of  equilibrium  between  isomorphous  salts  and  a 
common  solvent  that  a  salt  cannot  be  in  equilibrium  with  a  pure 
saturated  solution  of  another  salt ;  an  interchange  of  salt  and  solute 
will  take  place  in  general,  with  the  formation  of  mixed  crystals.  Now 
it  is  extremely  unlikely  that  the  mixed  ci'ystals  first  formed  will  have 
the  same  composition  as  the  mixed  crystals  which  are  finally  in 
equilibrium  witli  the  solution,  for  the  equilibrium  is  only  gradually 
reached  and  not  per  saltum  ;  the  composition  of  the  solution,  therefore, 
is  continually  changing,  and  mixed  crystals  of  varying  concentrations 
will  be  foi-med  during  the  process,  which  will  all  in  turn  dissolve  again. 
The  best  example  of  this  phenomenon  noticed  by  the  author  was  found 
with  crystals  of  ctesium  chloride  and  a  solution  of  potassium  iodide. 
It  follows  from  the  above  considerations  that  the  crystals  deposited  on 
a  crystal  of  an  isomorphous  fait  are  not  pure  crystals  of  the  solute, 
but  mixed  crystals ;  nevertheless,  the  percentage  of  the  solute  will  be 
very  high,  and  hence  the  molecular  volume  of  the  mixed  crystals 
deposited  will  not  be  greatly  different  from  the  molecular  volume  of 
the  pure  solute. 


Summary  of  Conclusions. 

(1)  The  parallel  deposition  of  sodium  nitrate  on  fresh  cleavage 
surfaces  of  calcite  is  independent  of  the  habit  or  variety  of  the  latter, 
so  long  as  a  good  cleavage  surface  is  obtainable. 

(2)  Isomorphous  mixtures  of  sodium  and  silver  nitrate,  and  sodium 
and  potassium  nitrate,  behave  like  pure  sodium  nitrate. 

(3)  An  essential  condition  for  parallel  growths  is  a  clean  surface  : 
in  the  experiments  described,  contact  with  the  unimpaired  crystalline 
material  was  found  to  be  absolutely  necessary. 

(4)  Ai'tificial  twinning  over  the  glide-plane,  e-{110},  does  not  prevent 
the  parallel  deposition  of  crystals. 

(5)  The  orientation  of  the  crystals  deposited  is  not  affected  by 
crystallisation  in  a  magnetic  field. 

(6)  Sodium  nitrate  is  deposited  in  regular  position  on  certain  other 
forms  of  calcite  besides  the  cleavage  surface ;  in  all  cases  congruent 
edges  of  the  calcite  and  sodium  nitrate  are  parallel. 

(7)  Sodium  nitrate  does  not  form  parallel  growths  on  the  other 
minerals  of  the  calcite  group — chalybite,  calamine,  dolomite,  rhodo- 
chrosite,  breunnerite,  and  diallogite — nor  on  barytocalcite. 

(8)  The    necessary  condition    for   parallel  (and  regular)   growth  is 
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closeness  of  molecular  volume  rather  than  similarity  of  angle  (or  of 
axial  ratios). 

('J)  Parallel  growths  have  been  discovered  amongst  the  members  of 
another,  and  far  more  numerous,  group  of  isostructural  minerals  and 
salts.  Potassium  perchlorate  and  potassium  permanganate  form 
parallel  growths  on  the  minerals,  barytes,  anglesite,  and  celestine, 
whereas  the  perchlorates  of  rubidium,  ca*sium,  ammonium,  and  thallium, 
and  the  permanganates  of  rubidium,  caesium,  and  ammonium,  do  not. 
Here,  again,  closeness  of  molecular  volume — and,  hence,  of  topic  axes 
— is  necessary  for  parallel  growth. 

(10)  The  above  isomorphous  salts  do  not  form  parallel  growths  on 
anhydrite  ;  the  latter  is,  however,  not  isostructural  with  the  former, 
for  it  has  a  different  cleavage. 

(11)  The  parallel  growths  and,  in  addition,  the  extraordinary  simi- 
larities— crystallograpliic  and  physical — of  sodium  nitrate  and  calcite 
(and  also  of  potassium  pei-chlorate  and  barytes,  etc.),  is  strong 
evidence  for  regarding  them  as  isomorphous.  This  view  is  in  harmony 
with  the  observations  regarding  the  action  of  calcite  on  a  metastable 
solution  of  sodium  nitrate. 

(12)  Regular  growths  of  potassium  bromide,  potassium  iodide, 
sodium,  and  potassiuna  nitrate  can  be  obtained  on  mica  ;  also  of  hydro- 
quinone  on  calcite. 

(13)  No  parallel  growths  of  cubic  salts  on  cubic  minerals  were 
obtained. 

(14)  No  parallel  growths  were  obtained  in  the  potassium  nitrate- 
aragonite  group. 

(15)  All  the  members  of  the  perch lorate-permanganate  group  form 
parallel  growths  on  each  other  ;  this  is  the  fii'st  investigation  of  the 
parallel  growths  of  substances  which  form  mixed  crystals. 

(16)  Pairs  of  isomorphous  salts,  the  molecular  volumes  of  which  are 
almost  identical,  form  zonal-growths  (Schichtkrystalle)  rather  than 
parallel  growths  of  distinct  crystals. 

(17)  The  perchlorates  of  potassium,  rubidium,  ciBsium,  ammonium, 
and  thallium,  and  the  permanganates  of  the  first  four  metals,  form  an 
isomorphous  group.  The  crystallographic  relationship  between  the 
perchlorates  and  permanganates  is  the  same  as  that  between  the 
sulphates  and  selenates  ;  the  crystallographic  evidence  for  placing 
manganese  in  the  seventh  group  of  the  periodic  classification  is  there- 
fore the  same  as  holds  for  placing  selenium  in  the  sixth  group. 

I  take  this  opportunity  of  expressing  my  thanks  to  the  Chemical 
Society  for  defraying  the  expenses  of  this  research  by  means  of  a 
grant. 

In  conclusion  I  desire  to  record  my  thanks  and  gratitude  to  Professor 
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H.  A.  Miers,  wlio  not  only  proposed  the  above  research  to  me,  but 
also  continuously  supported  me  with  hap^iy  suggestion  and  helpful 
criticism. 
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CXV. — The   Diazo-derivatives   of  the   Mixed   Aliphatic 
A  romatic  oa-Benzenesulphonylaminobenzylamines. 

By  Gilbert  Thomas  Morgan  and  Frances  Mary  Gore 

MiCKLETHWAIT. 

The  acylsulphonyl  derivatives  of  the  purely  aromatic  ortho-  and  para- 
diamines  give  rise  to  two  characteristic  series  of  diazo-anhydrides. 
The  compounds  of  the  ortho-serie.s  are  very  stable  substances  produced 
even  in  the  presence  of  mineral  acids  and  not  hydrolysed  by  hot  acids 
or  alkalis.  The  para-diazoimides,  on  the  other  hand,  are  formed  only 
when  the  mineral  acid  present  is  replaced  by  a  weaker  organic  acid, 
and  the  change  is  readily  reversed  by  treating  the  diazo-anhydride 
with  cold  concentrated  hydrochloric  acid.  The  para-diazoimides  are 
further  characterised  by  their  colour,  all  the  members  of  the  series 
hitherto  prepared  being  distinctly  yellow  (Trans.,  1905,  87,  73,  921, 
1302).  In  the  ortho-series,  the  appearance  of  colour  is  exceptional, 
and  the  acyl-o-diazoimides  are  generally  described  as  being  colourless 
substances. 

In  their  last  communication  on  this  subject  (this  vol.,  p.  4),  the 
authors  described  benzenesulphonyl-1  : 8-naphthylenediazoimide  and 
showed  that  this  heteronucleal  peri-derivative  was  similar  in  all 
respects  to  the  para-diazoimides.  As  these  facts  indicated  that  the 
production  of  a  coloured  diazoimide  occurs  even  when  the  aminic 
nitrogens  are  situated  in  different  aromatic  rings,  it  seemed  of  interest 
to  ascertain  whether  similar  compounds  would  be  formed  from  mixed 
aliphatic  aromatic  diamines  containing  the  acylamino-grouji  in  an  open 
chain.  Accordingly,  the  w-benzenesulphonyl  derivatives  of  the  three 
aminobenzylamines  were  examined  from  this  point  of  view,  and  the 
results  obtained  are  recorded  below. 

The  structural  relationship  between  la-henzenesuljyhonyl-o-amino- 
henzylamine  (11)  and  benzenesulphonyl-1  :  S-naphthylenediamine  (I) 
is  indicated  by  the  following  formulae  : 


eo-BENZENESULPITONYLAMINOBENZYLAMINES.  1 1  59 

•  •  •  ■ 

HgCx 


II, 

The  two  bases  behave  simihirly  when  their  hydrochloindes  are  treated 
witli  nitrons  acid  ;  they  both  yield  soluI)le  diazonium  salts  which  do  not 
undei'go  condensation  in  the  presence  of  excess  of  the  mineral  acid, 
and  in  each  case  the  addition  of  excess  of  sodium  acetate  to  the  acid 
solution  determines  the  formation  of  a  diazoimide,  but  whereas  the 
peri-diazoimide  (III)  is  yellow,  the  new  ui-henzenesulphonyl-o- 
henzylenediazoimide  (IV)  is  colourless. 


III. 

In  other  respects  the  two  compounds  are  similar,  both  undergo 
fission  on  treatment  with  cold  concentrated  hydrochloric  acid,  regener- 
ating the  original  diazonium  chlorides.  In  spite  of  its  lack  of  colour, 
there  seems  no  reason  to  doubt  that  the  new  mixed  diazoimide  is  a 
diazo-compound  and  not  a  diazonium  derivative,  and  accordingly  it 
may  be  represented  by  the  more  expanded  formula  Y,  this  view  of  its 
constitution  agreeing  with  the  configuration  ascribed  to  the  analogous 
colourless  /3-phenylphenylenedihydrotriazine  (VI)  obtained  by  M. 
Busch  from  o-aminobenzylaniline  (5er.,  1892,  25,  448), 


Y.  VI, 

In  the  case  of  w-henzenesulphonyl  m-aminobenzi/lamine  (VII),  it  was  found 
that  the  tendency  to  form  a  diazo  anhydride  had  greatly  diminished. 
The  diazonium  chloride  of  this  base  is  not  appreciably  affected  by 
excess  of  aqueous  sodium  acetate,  but  when  the  solution  is  treated 
with  excess  of  potassium  hydrogen  carbonate  a  pale  yellow  precipitate 
slowly  separates.  The  yield  of  this  compound  is,  however,  somewhat 
small,  representing  only  about  10  per  cent,  of  the  diamine  employed. 
The  remainder  of  the  diazo-compound  remained  uncondensed,  and  was 
recognised  by  combining  it  with  ^-naphthol  in  alkaline  solution.  This 
formation  of  diazo-anhydride,  which  is  therefore  very  incomplete, 
differs  markedly  from  the  reaction  taking  place  with  w-benzene- 
sulphonyl-o-aminobenzylamine,  where  the  condensation  i.s  quantitative. 
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M-Benzenesxdphontjl-^-aminohenzylamine  (VIII),  when  subjected  to 
the  action  of  nitrous  acid  under  similar  conditions,  furnishes  a 
diazonium  chloride,  which  does  not  undergo  condensation  on  treatment 
with  aqueous  sodium  acetate  or  potassium  hydrogen  carbonate,  the 
solution,  after  the  addition  of  these  i^eagents,  still  yielding  the 
calculated  amount  of  azo-/3-naphthol  derivative. 

VII.      ■  VIII. 

In  the  two  cases  Avhere  condensation  had  occurred,  the  reaction  was 
shown  to  depend  on  the  presence  of  the  hydrogen  atom  of  the  benzene- 
sulphonylamino-group  (NH'SOo'CgHs),  for  when  this  was  replaced  by 
methyl,  no  formation  of  insoluble  diazoimide  took  place  : 

/^CH.3-X(CH3)-S02-CeH5  .^CH.-N(CH3)-S02-C6H5 

/    VNH.  {  \ 


IX.  X. 

w-Benzenesulphonyl-w-ineihyl-o-aminohenzylaviine  (IX)  and  its  meta- 
isomeride  (X)  are  both  readily  diazotised  to  soluble  diazonium  chlorides, 
which  are  not  affected  by  aqueous  alkali  acetates  or  bicarbonates  and 
yield  insoluble,  red  azo-/3-naphthol  derivatives. 


EXPERIMENTA  L.* 

The  three  phthalylnitrobenzylimides, 

C6H4<^^>N-CH2-C6H,-N02, 

required  in  this  research  were  obtained  by  condensing  potassium 
phthalimide  with  o-,  m-,  and  ^j-nitrobenzyl  chlorides  in  the  manner 
indicated  by  Gabriel  {Ber.,  1887,  20,  2227).  The  hydrolysis  of  the 
three  substituted  imides  was  most  effectively  carried  out  by  Wolff's 
method  {Ber.,  1892,  25,  3031),  in  which  an  intimat*e  mixture  of  the 
imide  with  concentrated  acetic  and  hydrochlox-ic  acids  is  heated  under 
pressure  at  180°  for  three  to  five  hours.  Equal  parts  by  weight  of  the 
two  acids  were  employed,  and  about  seven  parts  of  this  mixture  were 
used  for  three  parts  of  the  imide.  In  this  way,  the  hydrochlorides 
of  the  three  nitrobenzylamines  wore  obtained  and  converted  into  their 
benzenesulphonyl  derivatives  by  the  Schotten-Baumann  i-eaction.  The 
main  product  of  the  reaction  consists  of  the  mono-benzenesulphonyl 

*  The  authors'  thanks  are  due  to  Mr.  A.  E.  Dawe  for  much  valuable  assistance  in 
the  preliminary  experiments  of  this  investigation, 
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derivative,  providing  that  only  a  slight  excess  of  benzenesulphonic 
chloride  is  employed  ;  with  larger  proportions  of  this  reagent,  a  certain 
amount  of  the  disulphonyl  compound  is  formed.  The  crude  benzene- 
sulphonyl  derivatives  were  dissolved  in  aqueous  caustic  alkalis, 
reprecipitated  with  dilute  acetic  acid,  and  recrystallisod  from  alcohol 
or  benzene. 

Benzenesidphonyl-o-nitrohenzylamine,  NO2'C,;H4*CI:I^'NH*S02*C,.H5, 
separated  from  benzene  in  well-defined,  hard,  ainber-yellow,  prismatic 
crystals  melting  at  92°. 

03568  gave  30  c.c.  nitrogen  at  18°  and  755  mm.     N  =  965. 
CjglljgO^NgS  requires  N  =  9'58  per  cent. 

Benzenesiilphonyl-xn-nilrohenzijlamhie  crystallised  readily  from 
benzene  in  colourless  needles  or  pale  yellow  prisms  and  melted 
at  123—124°. 

0-3627  gave  32-7  c.c.  nitrogen  at  19'  and  768  mm.     N  =  10'28. 
0-1855     „     01554  BaSO^.     S=ll-50. 

Cj3Hj2C>4N.3S  requires  N  =  9-58  ;  8  =  1097  per  cent. 

BenzenesulpJionyl-])-nitrohenzylamine  crj'stallised  from  benzene  in 
lustrous,  light  orange  leaflets  melting  at  118°. 

0-2284  gave  19-4  c.c.  nitrogen  at  23°  and  759  mm.     N  =  9-57. 

Reduction  of  the  Benzenesrhlj^honylnitrohenzylami'iies. 

The  foregoing  benzenesulphonylnitrobenzylamines  were  readily 
reduced  by  iron  filings  and  dilute  acetic  acid. 

(si-Benzenesulphonyho-aniinobenzylamine  (II), 

NHo-06H,-CH2-NH-S02-C6H5, 
was  obtained  by  reducing  5  grams  of  the  corresponding  nitro-compound 
with  10  grams  of  iron,  5  c.c.  of  glacial  acetic  acid,  and  100  c.c.  of  hot 
water.  After  boiling  for  one  hour,  the  mixture  was  rendered  alkaline 
with  5  grams  of  sodium  carbonate  and  filtered,  when  a  small  portion 
of  the  diamine  separated  from  the  aqueous  solution  as  a  white  powder; 
the  greater  part  was  extracted  by  alcohol  from  the  residue  and  crystal- 
lised from  dilute  alcohol  in  well-defined,  colourless,  elongated  plates 
melting  at  108—110°. 

0-2462  gave  23-0  c.c.  nitrogen  at  20°  and  767  mm.     N  =  10-76. 
OigHj^OgNgS  requires  ]Sr  =  10-68  per  cent. 

This  substance  crystallises  from  benzene  in  colourless  plates  melting 
at  95°  and  containing  solvent  of  crystallisation. 

0-1964  gave  14-1  c.c.  nitrogen  at  18°  and  758.mm.     N  =  8-27. 
CigHj^OgNgSjC^Hg  requires  N  =  8-23  per  cent. 
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This  specimeu,  when  crystallised  from  dilute  alcohol,  lost  its  benzene 
and  separated  in  lustrous,  colourless  leaflets  having  the  composition 
Cjgilj^OoNaS  and  melting  at  109°. 

w-Bejizeiiesnlphojij/l-ux-aminoheiizi/lamine  (VII)  was  prepared  by 
treating  4  gram.-:  of  the  uitro-compound  with  8  grams  of  iron,  4  c.c.  of 
glacial  acetic  acid,  and  150  c.c.  of  water.  After  boiling  for  thirty 
minutes,  4  grams  of  sodium  carbonate  were  added,  the  mixture  was 
then  filtered,  the  residue  extracted  with  alcohol,  the  combined  filtrates 
evaporated  nearly  to  dryness,  and  the  final  residue  dissolved  in  50  per 
cent,  acetic  acid,  from  which  solution  the  diamine  was  deposited 
as  a  pale  yellow  solid  (m.  ji.  85 — 87°)  on  the  addition  of  ammonia. 
AVhen  crystallised  either  from  beuzeue  or  very  dilute  alcohol,  this 
base  separated  in  yellow,  tabular  crystals  having  a  resinous  appear- 
ance, which  contained  solvent  of  crystallisation  and  melted  at  76 — 78°. 
When  kept  in  a  desiccator  over  sulphuric  acid  or  when  heated  in  the 
steam-oven,  these  crj-stals  lost  their  combined  solvent  and  also  their 
lustre,  becoming  appreciably  viscous ;  finally,  they  hardened  again 
and  then  melted  indefinitely  at  80 — 85°. 

0-3198  gave  29-3  c.c.  nitrogen  at  195°  and  766  mm.     N  =  10-59. 
Cj^Hj^OoN^S  requires  N  =  10  68  per  cent. 

(li-Benztnesu^jlionyl-'p-aininohenzylamine  (VIII)  was  obtained  when 
4  grams  of  nitro-compound,  8  grams  of  iron  filings,  4  c.c.  of  glacial  acetic 
acid,  and  100  c.c.  of  water  were  boiled  for  forty  minutes,  the  remainder 
of  the  preparation  being  carried  out  as  in  the  case  of  the  ortho-isomeride. 
The  base,  when  crystallised  from  benzene,  separated  in  colourless 
needles  melting  at  131—133°. 


01180  gave  IM  c.c.  nitrogen  at  19°  and  768  mm.     N  =  10-93. 
0-1808     „      0-1671  BaSO^.     S=12-68. 

^la^iANgS  requires  N=  10-68  ;  S  =  12-21  per  cent. 


Action    of    Nitrous    Acid    on    the    oi-B  enzenesulpho  ny  l- 

aminohenzylamints. 

Benzenesuljjhonyl-o-benzylenediazoimide,     CqH^-<^i^  .  J/N'SOg'CgHj. 

One  gram  of  o>-benzenesulphonyl-o-aminobenzylamine  was  diazot'sed 
with  9  c.c.  of  concentrated  hydrochloric  acid  and  2  c.c.  of  20  per  cent, 
aqueous  sodium  nitrite  ;  3  grams  of  ice  were  added  during  the  process 
aud  the  mixture  was  cooled  externally  with  ice  and  salt.  A  colourless 
solution  of  diazonium  chloride  was  obtained,  which  remained  perfectly 
clear  on  dilution  and  yielded  the  colourless  diazuimide  on  the  addition 
of  excess  of  aqueous  sodium  acetate.  The  precipitate  consisted  of 
minute,    colourless    leaflets;    the    filtrate    gave   no   coloration   with 
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jilkaline   ^  naplithol,   showing    tliat    the   condensation    was   complete. 
This  diazoimiile  decomposed  violently  at  about  130°. 

0-2650  gave  0-5569  CO..  and  0-1070  ll.p.     C  =  57-31  ;  H  =  4-40. 
0-2509     „     33-7  c.c.  nitrogen  at  19-5°  and  767  mm.     N  =  15-56. 
0-2370     „     0-2090  BaSO^.     S  =  1211. 
C13W11O2N3S    requires    C  =  5710;    H  =  403;    N  =  15-38;    S  =  ll-72 

per  cent. 

The  diazoimide  when  treated  in  the  cold  with  a  mixture  of  concen- 
trated hydrochloric  and  acetic  acids  dissolved,  leaving  only  a  slight 
viscid,  brown  residue ;  the  soluiiou,  when  diluted  considerably  and 
poured  into  alkaline  ^-naphthol,  yielded  at  once  a  light  red.  granular 
precipitate  of  benzenesulpJio n yl- ut-amiiiotoluene-l-azo- fi-napJithol, 

CHo-NH-S02-C,;H5 
•N^-C.oH.-OH     ' 


which,  when  crystallised  from  benzene,  separated  as  a  bright  scarlet, 
microcrystalline  powder  melting  at  161  — 163°. 

0-1860  gave  16  0  c.c.  nitrogen  at  20°  and  769  mm.     N  =  9  96. 
CjgHigOgNgS  requires  N  =  10-07  per  cent. 

This  azo-derivative  was  also  prepared  directly  from  the  diazonium 
chloride  of  w-benzenesulphonyl-o-aminobenzylamine. 

Benzenesulplionyl-ux-henzylenediazoimide. 

(i)-Benzenesulphonyl-??i-aminobenzylamine  w^as  diazotised  in  hydro- 
chloric acid  solution  according  to  the  method  adopted  in  the  case  of 
the  ortho-base.  The  pale  yellow  solution  thus  obtained,  which  con- 
tained only  a  slight  brown  turbidity,  was  diluted  considerably,  filtered, 
and  treated  with  excess  of  aqueous  sodium  acetate.  The  solution  then 
became  slightly  turbid,  but  no  further  change  occurred  until  excess  of 
potassium  hydrogen  carbonate  -was  added,  when  an  amorphous,  pale 
yellow  precipitate  slowly  separated,  and  was  collected  after  three 
hours,  washed  successively  with  water,  alcohol,  and  light  petroleum, 
and  finally  dried  in  the  desiccator ;  4  gleams  of  the  meta-base  yielded 
06  gram  of  the  diazoimide.  The  compouLd  could  not  be  obtained 
crystalline,  as  it  decomposed  on  warming  with  solvents. 

0-2192  gave  0-4538  CO^  and  00838  H2O.     C  =  56-46  ;  H  =  4-25. 
0-1144     „     14-2  c.c.  nitrogen  at  20°  and  764  mm.     N=  14-29. 
0  1131     „     0  0979  BaSO^.     S=  11-88. 
^^la^iANgS  requires  C  =  57-14;  H  =  4-03;  N  =  15-38;  8=1172  per 

cent. 
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These  data  indicate  that  the  substance  has  the  composition  of  a 
diazoimide.  It  is  insoluble  in  aqueous  alkalis  or  acids,  and  is  de- 
composed by  the  concentrated  mineral  acids  (30  per  cent.  HCl  or  50 
per  cent.  HoSO^)  even  in  the  cold,  evolving  two-thirds  of  its  nitrogen, 
and  leaving  a  dark  brown,  resinous  product.  When  this  experiment 
was  performed  in  the  volumeter  with  cold  sulphuric  acid,  9'5  per  cent, 
of  nitrogen  was  eliminated,  the  calculated  value  for 

C6H,<^f^>N.S0,-C,H,, 

namely,  two-thirds  of  the  total  amount,  being  10 '24.  This  compound 
differs  so  much  from  the  well-defined,  crystalline  ortho-diazoimide 
(p.  1162),  and  also  from  the  aromatic  para-diazoimides,  that  it  is 
by  no  means  certain  that  it  has  the  foregoing  simple  configuration. 
Its  reactions   would  be   equally  well  indicated  by  the  more  complex 

formula  <-^oH4\]vj;jJ.j^\gQ\Q^jj  x.Cjj^^C.jH^,  in  which  the  con- 
densation is  assumed  to  occur  between  two  molecules  of  the  diazonium 
base.  The  hydrogen  of  the  acylamino-group,  NH'SOo'CgH^,  is 
certainly  involved  in  the  condensation,  for  when  it  is  replaced  by 
methyl,  no  diazo-anhydride  is  produced  (compare  p.  1166). 

Benzenesulphonyl-ia-aminotoluene-Z-azo-P-naphthol, 

The  filtrate  from  the  preceding  condensation  product,  when  poured  f 
into  alkaline  ^-naphthol  containing  a  moderate  excess  of  caustic  alkali, 
immediately  gave  a  scarlet  precipitate  of  the  azo-derivative,  the 
amount  of  which  showed  that  the  greater  portion  of  the  diazonium 
chloride  had  not  undergone  condensation  or  any  other  radical  change. 
The  compound,  when  recrystallised  from  benzene,  separated  in  small, 
red,  flattened  needles  melting  at  170 — 172°. 

0-1130  gave  10-2  c.c.  nitrogen  at  17°  and  764  mm.     N  =  10-62. 
CggH^gOgNgS  requires  N  =  10*09  per  cent. 

Benzenesulphonyl-oi-aminotolv^ne-i-azo-l^-napJdhol, 
CH2-NH-S0,/C,H. 


N^-CioH^-OH 


a)-Beazenesulphonyl-/>-aminobenzylamine,    when    diazotised   like  its 
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isomerides,  gave  rise  to  a  soluble  diazoiiium  chloride,  the  solution  of 
which,  when  diluted  and  treated  successively  with  sodium  acetate  and 
potassium  hydrogen  carbonate,  yielded  no  insoluble  condensation  pro- 
duct and,  on  mixing  with  alkaline  /?-naphthol,  furnished  sufficient  of 
the  azo-/3-naphthol  derivative  to  show  that  the  diazo-compound  had 
not  been  affected  by  the  acetate  or  bicarbonate.  The  azo-derivative 
was  quite  insoluble  in  water  and  crystallised  from  glacial  acetic  acid, 
benzene,  or  alcohol,  separating  from  the  last  of  these  solvents  in 
orange-red  needles  or  prismatic  crystals ;  its  solutions  in  the  other 
media  deposited  minute,  felted  needles. 

0-2034  gave  182  c.c.  nitrogen  at  19-5°  and  765  mm.     N  =  10-34. 
Co3Hj,|03N3S  requires  N  =  10-09  per  cent. 

This  compound,  which  melts  at  188^^,  varies  considerably  in  colour 
and  crystalline  form,  sometimes  sepax'ating  from  its  solvents  in  dark 
red  prisms.  The  three  foregoing  azo-derivatives  all  develop  intense 
purple  colorations  with  cold  concentrated  sulphuric  acid  ;  they  dis- 
solve in  a  moderate  excess  of  caustic  alkali  to  form  sparingly  soluble 
alkali  salts  which  are  precipitated  by  a  large  excess  of  the  alkali. 
The  ortho-  and  parasalts  are-  readily  hydrolysed  by  water,  regenerat- 
ing the  free  azo-^-naphthol ;  the  meta-derivative  is  dissociated  much 
less  readily. 


Preparation    of   ta-Benzenesulphonyl-ui-methyl-o-    and 
m-aminobenz  1/1  amines. 

Benzenesuljyhonylmethyl-o-nitrohenzylamine, 

NOo-C,H,-CK/N(CH3)-SO,-C,H„ 
was  prepared  by  heating  together  in  alcoholic  solution  benzene- 
sulphonyl-o-nitrobenzylamine  (1  mol.),  potassium  hydroxide  (1  mol.), 
and  methyl  iodide  (1-5  mols.).  During  two  and  a  half  hours,  no  ap- 
preciable change  occurred,  but  subsequently  the  contents  of  the  flask 
became  nearly  solid.  The  alcohol  was  removed  by  evaporation,  the 
solid  product  extracted  with  dilute  aqueous  caustic  soda,  and  the 
residue,  which  consisted  of  almost  colourless  needles,  crystallised  with 
extreme  readiness  from  either  benzene  or  alcohol.  The  methylated 
nitro-componnd  was  thus  obtained  in  colourless,  lustrous  needles 
melting  at  110—141°.     The  yield  was  practically  quantitative. 

0-2572  gave  20-6  c.c.  nitrogen  at  23°  and  762  mm.     N  =  9-06. 
^14^14^4^2^  requires  N  =  9-15  per  cent. 

Benzenesulphonylniethyl-m.-nitrohenzylaviine  was  obtained  in  quantita- 
tive yield  by  heating  benzenesulphonyl-??i-nitrobenzylamine  in  alcoholic 
solution  with  the  calculated  amounts  of  caustic  potash  and  methyl  iodide. 
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After  boiling  the  solution  for  six  hours  in  a  reflux  apparatus,  the  liquid 
was  cooled,  when  the  whole  became  nearly  solid  owing  to  the  separation 
of  almost  colourless  needles  of  the  methylated  product ;  this  compound 
when  recrystallised  from  dilute  alcohol  separated  in  fern-like  aggre' 
gates  of  colourless,  transparent  plates  melting  at  128°. 

0-1959  gave  15-5  c.c.  nitrogen  at  22°  and  769  mm.     N  =  9-07. 
C,.jHj^O^N,,S  requii-es  N  =  9'15  per  cent. 

M- Benzenesulphonyl- iu-m,ethyl-o-aminohe7izylamine  (TX), 
NH,-CoH4-CH2-N(Cn3)-SO,,-C«H,, 
was  prepared  by  reducing  2  grams  of  nitro-base  with  4  grams  of  iron, 
2  c.c.  of  glacial  acetic  acid,  and  50  c.c.  of  hot  water.  After  boiling  for 
thirty-five  minutes  and  neutralising  with  sodium  carbonate,  the  reduc- 
tion was  quite  complete,  the  insoluble  residue  on  extraction  with  alcohol 
yielding  an  almost  theoretical  amount  of  the  diamine.  The  base  is 
very  soluble  in  alcohol,  although  dissolving  only  sparingly  in  hot 
water ;  it  crystallises  best  from  dilute  alcohol,  separating  from  this 
solvent  in  colourless,  nacreous  leaflets  or  transparent  plates  melting  at 
108—110°.      ■ 

0-2594  gave  23-0  c.c.  nitrogen  at  21°  and  771  mm.     N=  10-24, 
0-2596     „     0-2320  BaSO^.     8  =  12-27. 

Ci^HjyO^NgS  requires  N  =  10-14  ;  S=  11-60  per  cent. 

iji-Benzenesulphonyl-10-metliyl-m.-aminohenzylamine  (X),  when  obtained 
from  the  corresponding  nitro-compound  by  the  method  described  for  its 
ortho-isomeride,  crystallised  from  both  aqueous  and  alcoholic  extracts  in 
colourless,  glistening  leaflets,  the  yield  being  practically  quantitative. 
It  is  much  less  soluble  in  alcohol  than  the  unmethylated  base,  and 
separates  from  this  solvent  in  lustrous,  lath-like  crystals  melting  at 
128 — 129°.  This  melting  point  is  practically  identical  with  that  of  the 
nitro  compound,  but  a  mixture  of  the  two  substances  melts  at  110°. 

0-1413  gave  12-8  c.c.  nitrogen  at  22°  and  769  mm.     N=  10'37. 
0-2342     „     0-2114  BaSO^.     8=12-39. 

CuHigO^NgS  requires  N  =  10-14  ;  S  =  11-60  per  cent. 

Diazotisalion  of  the  (n-Benzenesuljyhonyl-w-methylaminohenzylaviines. 
— The  two  foregoing  w-benzenesulphonyl-w-methylaminobenzylamines 
behave  similarly  when  treated  with  excess  of  cold  concentrated  hydro- 
chloric acid  and  sodium  nitrite,  colourless  solutions  of  soluble  diazo- 
nium  chlorides  being  obtained  in  both  cases.  These  solutions  are  quite 
stable  on  dilution,  and  furnish  no  precipitate  on  successive  treatment 
with  sodium  acetate  and  potassium  hydrogen  carbonate,  but  on  pouring 
into  alkaline  yS-naphthol  solution  the  azo- derivatives  are  at  once  pro- 
duced as  orange-red  precipitates. 
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Benzenesulphoiiyhnethyl-{)i-aininotohiene-2-azo-(i-iiapJitholt 
:CH,-N(CH3)-S02-Cyi, 

•N2-C,oH,-OH. 


This  azo-derivative  crystallises  well  from  benzene  in  scarlet  lamella) 
melting  at  188—189° 

0-2128  gave  18-7  c.c.  nitrogen  at  21°  and  772  mm.     N  =  10-11. 
C24H21O3N3S  requires  N  =  9  -74  per  cent. 

Benzenesuljyhonylmethyl-ui-aminotoluene-^i-azo-P-naj^hthol, 

CH2-N(CH3).SO,-C,H5 


•N.-C,oH,,-OH. 

This  substance,  which  separates  from  alkaline  solutions  as  a  some- 
what viscid,  orange-red  precipitate,  crystallises  readily  from  benzene  in 
transpai'ent,  brownish-red,  massive  plates  containing  benzene  of  crystal- 
lisation ;  the  solvent  is  expelled  at  100°  and  the  residue  melts  very 
indefinitely  at  150—160°. 

0-6395  lost  0-0983  in  the  steam  oven.     C(.H,;=  15-37. 
0-3322  gave  23-7  c.c.  nitrogen  at  20°  and  769  mm.     N  =  8-26. 
Cg^HoiOgNgS.CgH^  requires  C.H,.  =  15-32  ;  N  =  8-25  per  cent. 

The  two  foregoing  azo-derivatives  develop  intense  crimson  colorations 
with  cold  concentrated  sulphuric  acid. 

The  authors  desire  to  express  their  thanks  to  tlie  Government 
Grant  Committee  of  the  Royal  Society  for  a  grant  which  has  partly 
defrayed  the  expenses  of  this  investigation. 

Royal  College  of  Science,  London, 
South  Kensington,  S.W. 


CXVI. — The  Mohility  of  Substituents  in  Derivatives  of 

^-NaphthoL 

By  John  Tueodore  Hewitt  and  Herbert  Victor  Mitchell. 

Whex  )8-naphthol  is  subjected  to  the  action  of  substituting  agents,  the 
hydrogen  atom  in  position  1  is  very  readily  replaced  ;  the  enti'ant 
group,  if  a  halogen  atom,  is,  however,  also  capable  of  easy  displacement, 
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SO  that  by  dissolving  a  halogen-substituted  ^-naphthol  in  alkali  and 
treating  with  the  solution  of  a  diazonium  salt,  halogen  is  eliminated 
and  an  azo-derivative  of  /5-naplithol  is  precipitated.  As  will  be  seen 
in  tlie  sequel,  this  is  apparently  only  a  special  case  of  mobility  of 
a-substituents  when  introduced  into  the  /S-naphthol  molecule. 

A  short  explanation  of  the  reasons  which  led  to  the  trial  of  the 
reaction  between  substituted  /3-naphthols  and  diazonium  salts  is 
necessary.  In  cases  where  a  phenol  is  converted  into  a  hydroxyazo- 
compound,  the  entering  azo-group  occupies  a  position  oriho  or  para  to 
the  hydroxyl  of  the  phenol  or  naphthol  employed.  It  occupies  those 
positions,  in  fact,  with  respect  to  which  a  quinonoid  structure  is 
possible,  or  which  would  be  occupied  by  nitro-grouj)s  if  treatment  with 
nitric  acid  had  been  resorted  to.  Thus,  phenol  and  nitric  acid  give 
successively  a  mixture  of  ortho-  and  joara-mono-niti'O-derivatives  and 
then  2  : 4-di-nitrophenol ;  whilst  with  a  diazonium  salt  a  mixture  of  o- 
and  ^>-hydroxyazobenzenes  (Bamberger,  Ber.,  1900,  33,  1950,  3188^ 
3192)  and  phenol-2  :  -i-disazobenzeu'e  are  successively  obtained  (Griess, 
Ber.,  1876,  9,  628).  When  /?-naphthol  is  nitrated,  1  : 6-dinitro-2- 
naphthol  is  always  produced  to  a  certain  extent  (Wichelhaus,  Ber.,  1870, 
3,  846),  and  a  quinonoid  structure  between  the  2-  and  6-positions  is  quite 
conceivable  ;  in  fact,  it  might  perhaps  be  possible  to  oxidise  2  :  6- 
dihydroxynaphthalene  to  a  new  2  :  6-naphthoquinone, 

O 

O 

Bearing  this  in  mind,  we  thought  it  worth  while  to  act  on  an 
alkaline  solution  of  a  l-substituted-2-naphthol  with  the  solution  of  a 
diazonium  salt,  and  chose  l-bromo-2-naphthol  and  diazotised  jo-nitro- 
aniline  with  which  to  carry  out  the  experiment  :  the  former  on 
account  of  the  ease  with  which  it  may  be  obtained,  the  latter  on 
account  of  its  stability  and  the  well-defined  physical  properties  which 
are  usually  associated  with  azo-derivatives  obtained  from  it.  We 
expected  that  coupling,  if  it  occurred,  would  be  slow,  but  that  the 
resulting  compound  would  possess  the  structure 

N02-CaH4-N2-CjoHj;(OH)Br  (N^ :  OH  :  Br=  6  :  2  : 1). 

To  our  surprise,  coupling  was  very  rapid ;  but  the  substance  pro- 
duced, when  purified,  was  found  to  be  free  from  halogen  and  to  exhibit 
all  the  properties  of  /j-nitrobenzeneazo-yS-naphthol.  During  the  pro- 
gress of  this  investigation,  a  paper  appeared  describing  the  preparation 
and  properties  of  l-methyl-2-naphthol  {Ber.,  1906,  39,  435),  it  being 
demonstrated  by  K.  Fries  and  E.  Hiibner  that  this  substance  will  not 
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react  with  diazonium  salts  in  alkaliut'  solution.  The  alkyl  gruup  is 
evidently  more  firmly  attached  to  the  naphthalene  nucleus  than  are 
halogen  atoms,  but  that  other  groups  besides  halogens  may  be  displaced 
from  the  a-position  is  rendered  evident  by  the  formation  of  1  :  G-dinitro- 
;8-naphthol  when  benzeneazo-;8-naphthol  is  warmed  with  dilute  nitric 
acid  (Hewitt  and  Auld,  Trans.,  1902,  81,  1203),  a  similar  result  having 
been  previously  obtained  by  Zincke  and  llathgen,  who  employed  con- 
centrated nitric  acid  {Ber.,  188G,  19,  218-1).  It  is  therefore  quite 
probable  that  the  conversion  of  nitroso-/3-naphthol  into  mono-  and 
di-nitronaphthols  by  the  action  of  nitric  acid  is  to  be  regarded  as 
a  substitution  of  the  nitroso-  by  the  nitro-group  rather  than  as  a 
direct  oxidation. 

Amongst  other  replacements  of  a-substituents,  the  following  cases 
may  be  mentioned  :  the  conversion  of  benzeneazo-/5-naphthyl-ethyl 
ether  into  the  ethyl  ether  of  1  :  6-dinitro-^-naphthol  (Meldola  and 
Morgan,  Trans.,  1889,  55,  608).  and  the  replacement  of  bromine  by 
chlorine  when  (ma-bromohydroxyquinolines  are  heated  under  pressure 
with  h3'drogen  chloride  (Howitz  and  Bcirlocher,  Ber.,  1905,  38,  887, 
and  Howitz  and  AVitte,  ibid.,  1260).  The  last  result  is  of  interest  in 
that  it  shows  that  the  mobility  of  the  a-substituent  seems  to  depend 
not  so  much  on  the  character  of  the  molecule  chemically,  but  rather  on 
its  shape. 

Experimental. 

(1)    Preparation   of   ■^■Xitrohenzeneazo-P-naphthol  from    \-Bromo-2- 

naphOiol. 

Finely-powdered  jo-nitroaniline  (13-8  grams)  was  stirred  with  30  c.c. 
of  fuming  hydrochloric  acid,  cooled  with  ice,  and  diazotised  by  the 
gradual  addition  of  7 '2  grams  of  sodium  nitrite,  dissolved  in  the 
minimal  quantity  of  water.  The  resulting  diazonium  solution  was 
decanted  into  an  ice-cold  solution  of  l-bromo-2-naphthol  (22-3  grams)  in 
dilute  caustic  soda,  containing  excess  of  crystallised  sodium  acetate. 
Immediate  coupling  occurred,  a  brown  product  being  precipitated. 
After  filtration,  the  washed  and  dried  azo-compound  was  crystallised 
first  from  glacial  acetic  acid  and  subsequently  from  toluene. 

It  then  consisted  of  small,  dark  red  crystals  with  a  metallic-green 
reflex,  obviously  suggestive  of  ordinary  j9-nitrobenzeneazo-j8-naphthol. 
It  melted  at  246°  (uncorr.),  a  qualitative  test  for  halogen  gave  a 
negative  result,  and  the  following  numbers  were  obtained  on 
analysis  : 

0-1467  gave  0-0507  H.p  and  0-3520  COg.     C-65-4  ;  H  =  3-8. 
^i6-^n^3-^3  I'equires  C  =  65 "5  ;  H  =  3-8  per  cent. 

These  results  plainly  indicated  that  the  arylazo-group  had  displaced 
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the  bromine  atom,  and  the  fact  that  this  substance  did  not  depress 
the  melting  point  of  a  specimen  of  jt?-nitrobenzeneazo-j8-naphthol, 
obtained  from  pure  /3-naphthol,  establishes  this  quite  conclusively. 

In  the  experiment  above  described,  ^^-nitroaniline  had  been  chosen 
for  diazotisation  solely  because  a  more  convenient  product  was 
expected  than  would  probably  have  been  the  case  with  aniline  itself, 
the  presence  of  a  nitro-gi'oup  in  such  compounds  often  materially 
enhancing  their  crystallising  power. 

Under  the  circumstances,  however,  we  now  felt  compelled  to  estab- 
lish the  generality  of  this  reaction  by  using 
(rt)  Other  diazotised  amines. 
(b)  Other  haloid  naphthols. 

The  following  experiments  were  therefore  made : 

(2)  Preparation     of     o-Nitrohenzeneazo-(i-naphthol    from     \-Bromo- 

^-naplithol. 

o-Nitroaniline  was  diazotised  and  added  to  an  alkaline  solution  of 
l-bromo-2-naphthol  in  a  manner  exactly  analogous  to  that  already 
described  in  the  case  of  the  ^«ra-isomeride. 

Again  coupling  occurred  immediately,  just  as  if  /?-naphthol  itself 
had  been  employed.  The  product,  after  two  crystallisations  from 
boiling  glacial  acetic  acid,  formed  small,  red  needles  and  melted  at 
203°  (uncorr.).  This  melting  point  agrees  with  that  assigned  by 
Meldola  and  Hughes  (Trans.,  1891,  59,  374)  to  o-nitrobenzeneazo-yS- 
naphthol,  and  when  mixed  with  a  pure  specimen  of  this  compound, 
obtained  from  yS-naphthol  in  the  normal  manner,  no  melting  point 
depression  was  observed.  The  substance  contained  no  halogen  and 
gave  the  following  results  on  analysis  : 

0-1199  gave  0-2863  CO2  and  0-0439  H.O.     C  =  G5-1  ;  H  =  4-0. 
C^^Hj^OgNg  requires  C  =  65-5  ;  H  =  3-8  per  cent. 

(3)  Preparation  of  ra-Nitrohenzeneazo-fi-napJitJiol  from  1  -Bromo-'2- 

naphthol. 

Diazotised  ?n-nitroaniline  instantly  coupled  with  bromonaphthol  in 
quite  the  same  way,  but  in  this  case  the  purification  of  the  product 
was  a  slightly  more  troublesome  matter.  However,  after  several 
recrystalhsations  from  boiling  glacial  acetic  acid,  the  substance  was 
obtained  as  glistening,  red  crystals  melting  at  186°  (uncorr.). 

It  contained  no  halogen,  and  gave  the  following  figures  on  analysis  : 

0-1096  gave  0-2626  COj  and  0-0392  HgO.     C  =  65-3  ;  H  =  3-9. 
^16^11^3^3  requires  C  =  65-5  ;  H  =  3-8  per  cent. 
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This  compound,  also,  had  been  previously  prepared  by  Meldola 
(Trans.,  1884,  45,  <iG8),  and  from  ?» nitrophonyldiazonium  chloride 
and  /3-naphthol  we  obtained  a  product  melting  at  192"  (Meldola  gives 
194°).  This  specimen  suffered  no  melting-point  depression  by  ad- 
mixture with  the  specimen  obtained  from  the  bromo-^-naphthol. 

(4)  Attempted  Preparation  of  Benzeneazo-fi-naphthol   from    \-Bromo-'2- 

napldhol. 

Diazotised  aniline  was  added  to  an  alkaline  solution  of  bromo- 
najththol  as  usual.  X  brown  product  separated  immediately,  and  was 
separated  and  dried.  All  attempts  to  obtain  this  substance  in  a 
crystalline  condition  were  unsuccessful.  At  this  we  were  not  alto- 
gether surprised,  benzeneazo-^-naphthol  not  possessing  very  strongly 
marked  crystallising  properties,  even  when  in  a  fairly  pure  condition. 

We  therefore  nitrated  the  crude  product  in  strong  sulphuric  acid 
solution,  one  of  the  authors,  in  conjunction  with  8.  J.  M.  Auld  (Trans., 
1902,  81,  1202),  having  shown  that  the  main  product  obtained  by 
nitrating  benzeneazo-^-naphthol  under  these  conditions  is  the  highly 
crystalline  /)-nitro-derivative. 

The  crude  nitro-compound  was  dried  and  twice  recrystallised  from 
pyridine,  the  red,  crystalline  powder  obtained  in  this  way  being  washed 
with  absolute  alcohol,  in  which  it  was  insoluble.  Under  the  micro- 
scope it  was  seen  closely  to  resemble  ^?-nitrobenzeneazo-^-naphthol  ;  it 
contained  no  halogen,  and  did  not  depress  the  melting  point  of  a  pure 
specimen  of  that  substance.  We  therefore  conclude  that  diazotised 
aniline  reacted  with  bromonaphtliol  as  in  the  other  cases,  the  ^-nitro- 
compound being  isolated  in  accordance  with  the  following  scheme  : 

\_/  \_/  _         \_/ 

OH  OH  OH 

Several  more  experiments  were  made  in  a  more  qualitative  manner, 
in  order  to  demonstrate  the  perfectly  general  nature  of  the  reaction ; 
bromo-yS-naphthol  was  found  to  react  immediately  with  all  the  diazo- 
tised amines  we  employed,  which  included  o-,  m-,  and  jt>-toluidines, 
;5-phenetidine,  2  : 4-dinitroaniline,  )8-naphthylamine,  o-  and  y>amino- 
benzoic  acids,  ^-naphthylamine-G-  and  -8-sulphonic  acids. 

(5)  Preparation  of  YhN^itrobenzeneazo-fi-napkthol  from  \-Io'lo-'l-naphthol. 

A  pure  specimen  of  l-iodo-2-naphtliol  was  prepared  by  Meldola's 
method  (Trans.,  1885,  47,  525),  the  purity  being  controlled  by  a 
melting-point  determination  and  by  analysis. 

VOL.   LXXXIX.  4   H 
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On  coupling  this  substance  with  diazotised  jo-nitroaniUne  and  re- 
crystallising  the  product  from  pyi'idine,  red  needles  were  obtained, 
melting  at  247°  (uncorr.).  This  specimen  did  not  depress  the  melting 
point  of  pure  ;?-nitrobenzeneazo-;S-naphthol,  contained  no  halogen,  and 
gave  the  following  analytical  results  : 

0-1977  gave  0-4772  CO2  and  0-0722  H2O.     C  =  65-8;  H  =  4-l. 
Cj^Hj^OgNg  i-equires  C  =  65-5  ;  H  =  3-8  per  cent. 

(6)  Preparation  of  ^-Nitrohenzetieazo-ji-naphthol  from  \-Chloro-'2-naphtJiol. 

A  pure  specimen  of  l-chloro-2-naphthol  was  obtained  by  chlorinating 
)8-naphthol  in  chloroform  solution  and  thrice  recrystallising  the  product 
from  light  petroleum. 

This  was  dissolved  in  alkali  and  treated  with  a  7>nitrophenyl- 
diazonium  solution,  just  as  in  the  other  cases.  Coupling  occurred 
as  in  the  previous  experiments,  the  product  after  crystallisation  from 
pyridine  again  proving  to  be  the  p-nitro- derivative  of  ordinaiy  benzene- 
azo-/S-naphthol. 

As  a  final  precaution,  all  four  specimens  of  this  substance,  obtained 
respectively  from  («)  ^-naphthol,  (b)  l-chloro-2-naphthol,  (c)  1-bromo- 
2-naphthol,  {d)  l-iodo-2-naphthol,  were  ground  to  a  paste  with 
acetone,  the  acetone  evaporated,  and  the  melting  point  of  the  mixture 
taken.     No  depression  was  observed. 

Action  of  Nitric  Acid  on  Nitroso-P-naphthol. 

l-Nitro-2-naphthol  is  obtained  by  the  "oxidation"  of  nitroso-^- 
naphthol  with  nitric  acid.  We  have  tried  the  reaction  between  these 
substances  under  very  varying  conditions,  and  have  noticed  the  pro- 
duction of  dinitronaphthol  in  all  cases  when  the  temperature  has  been 
allowed  to  rise  to  about  40°  or  50°.  The  yield  was  never  satisfactory  : 
in  one  case  we  obtained  2*3  grams  of  crude  1  :  6-dinitro-y8-naphthol 
from  10  grams  of  the  zinc  salt  of  nitroso-/3-naphthol  and  40  c.c.  of 
nitric  acid  of  sp.  gr.  1-5.  This  specimen,  which  had  been  isolated  by 
the  decomposition  of  its  potassium  salt  with  hydrochloric  acid,  melted 
at  174°;  after  recrystallisation  from  ethyl  acetate,  the  melting  point 
rose  to  190°  (uncorr.)  and  the  substance  then  gave  the  following 
results  on  analysis  : 

0-1118  gave  0-2119  CO^  and  0-0291  H,0.     C  =  51-7  ;  H  =  2-9. 
Cj^HgO-Ng  requires  0  =  51-3;  H  =  2-6  per  cent. 

The  i-ate  at  which  oxides  of  nitrogen  are  expelled  from  the  reacting 
mass  when  nitroso-/3-naphthol  is  added  to  concentrated  nitric  acid 
leads  us  to  the  belief  that  we  have  to  deal  here  with  the  x-apid  dis- 
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placement  of  a  nitroso-group  by  a  nitro-group  rather  than  with  an 
oxidation,  which  from  analogy  might  be  expected  to  proceed  more 
slowly. 

Note. — During  the  course  of  this  work  we  had  occasion  to  prepare 
bromo-^-naphthyl  acetate,  a  substance  which  has  been  described  as  a 
liquid  by  Canzoneri  {Gazzetta,  1882,  12,  431).  We  find  that  tlie 
substance,  like  the  corresponding  chloro-y8-naphthyl  acetate  (Zincke 
and  Kegel,  Ber.,  1888,  21,  3285),  is  a  crystalline  solid.  Bromo 
naphthol  was  warmed  for  a  whole  day  on  the  water-bath  with  its  own 
weight  of  acetic  anhydride  ;  the  melt  on  pouring  into  water  did  not 
solidify  for  three  weeks,  when  it  set  to  a  highly  crystalline  mass.  On 
solution  in  alcohol  and  evaporation,  no  crystals  were  deposited  for 
about  a  fortnight,  when  large  prisms  made  their  appearance.  AVhen 
one  is  in  possession  of  some  of  the  solid  substance,  no  difficulty  is 
experienced  in  recrystallising  a  new  preparation,  since  its  alcoholic 
solution  may  be  sown  with  a  fragment  of  the  solid.  The  substance 
melts  at  56°  and  is  soluble  in  the  usual  oi'ganic  solvents,  including 
light  petroleum. 

0-1718  gave  0-3419  CO2  and  00530  H,0.     C  =  54-3  ;  H  =  3-4. 
0-4589     „     0-3249  AgBr.     Br  =  30-1. 

CjjHgCBi'  requires  C  =  54-3  ;  H  =  3-4  ;  Br  =  30-2  per  cent. 

East  LoNnox  CoLLfXiK. 


CXVII. — A  Possible  Source  of  Error  in  Stas  Nitroyen 

Ratios. 

By  RoBKHT  Whytlaw  Gray. 

Ix  discussing  the  atomic  weight  of  nitrogen,  the  International 
Committee  on  Atomic  Weights  in  their  Report  for  1906  contrast  the 
value  obtained  for  this  element  by  llayleigh,  Leduc,  D.  Berthelot, 
Guye,  and  myself  with  the  value  determined  by  Stas  and  other 
chemists.  They  state  that  there  is  much  evidence  in  favour  of  both 
values,  and  they  suggest  that  should  Guye's  conclusions  respecting  the 
atomic  weight  of  silver  prove  correct,  the  new  number  for  this  element 
would  bring  the  higher  results  for  nitrogen  in  agi-eement  with  tlie 
lower. 

It  appears  to  the  author  of  this  paper,  after  a  careful  study  of  much 
experimental  evidence,  that  this  point  is  capable  of  an  alternative 
explanation, and  that  the  bulk  of  the  data  can  be  shown  to  support  the 

4   H   2 
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lower  value  for  nitrogen  without  requiring  the  assumption  of  a  lower 
value  for  silver.  To  set  forth  this  view  is  tlie  object  of  this  com- 
nuniication. 

To  summarise  the  evidence  for  the  low(>r  constant  for  the  element 
discussed,  mo  liave  : 

T    Physical  values : 

rtatios.  Atomic  weight. 

Rayleigh,  Leduc,  and  D.  Berthelot,  N^, :  0., 14-007 

Eecalculated  in  a  different  manner  by  Guye,  Ng  :  O^ 

and  N.^:  CO ' 14-009 

Guye,  N.,0:CO, U-007 

K.   W.   Gray   (including    new    unpublished    NO :  0.^ 

determinations)    14-009 

II.*  Chemical  values : 

Ratios.  Atomic  weijilit. 

Guye  ^2^:0,  N, :  O,  N^O:^^  14-010 

R.W.Gray   NO  :  0,  N  :  0,  NO  :  N  14-010 

The  chemical  values  are  supported  by  evidence  from  another  source. 

Marignac  {(Euvres  completes,  vol.  I,  p.  89). 

Atomic  weij^ht. 
From  the  ratio  Ag  :  AgNOg,  if  Ag  =  1 07 -93    14-010 

Scott  (Trans.,  1901,  79,  147,  and  Proc,  1905,  21,  309). 

I.  From  the  ratio  Ag  :  NH4CI  14-013 

II.         „         „         AgiNH^Br 14-010 

When  Ag=  107-93;  Cl  =  35-473;  Br  =  79-955;  H  =  l-0076. 

Richards  and  Archibald *(Zfi^■«.  anorg.  Chem  ,  1904,  34,  353). 
Taking  K  =  39-122,  found  by  Archibald   {Trans.  Boy.  Soc.  Canada, 

1904,  sect,  iii,  47),  Cl  =  35-473;  Ag  =  107-93. 

Atomi  •■  weight. 

I.   From  the  ratio  N2O5  :  K2O    14-017 

II.  Fi'om  a  preliminary  value  determined  from 
Na.,C03 :  2NaN03  («ee  Proc.  Am.  Phil.  Soc, 
1904,43,  116)     '.' 14-02 

Hence  for  a  mean  chemical  value,  we  have  : 

Marignac 14-010 

8cott 14-011 

Richards  14-017 

Guye     14-010 

R.  W.  Gray 14-010 


Mean     14012 
•  For  references,  see  t^aper  already  published  (Traus.,  1905,  87,  1601). 
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and    this    number    af)proxim:ite.s   chjsely  to  the  inc;ui    I'csult  dcdiiced 
from  physical  measuivments,  namely,  1-1  "OOS. 
From  these  two  means,  one  deduces  a  final  value 

N  =  14010, 

based  on  the  data  of  no  less  than  seven  independent  investigators. 

Now  if  this  vahie  be  accepted  as  correct,  one  is  confronted  with  the 
diHiculty  of  discovering  the  source  of  error  in  Stas'  researches  wliich 
led  to  an  inaccurate  result  for  this  atomic  weight. 

According  to  Guye  {loc.  cit.),  it  is  questionable  whether  the  indi- 
vidual links  in  Stas'  chain  of  ratios  are  known  with  sufficient  exactness 
to  estimate  correctly  the  second  place  of  decimals  in  the  atomic  weight 
of  nitrogen.  On  the  other  hand,  Stas'  different  values  for  this  constant 
show  a  remarkable  concordance. 

Admitting  that  the  ratios  have  been  measured  with  the  requisite 
degree  of  accuracy,  there  are  three  ways  in  which  this  error  may  have 
originated. 

(»)  Stas'  atomic  weight  of  silver  may  be  incorrect.  That  is  to  say, 
the  ratio  Ag  :  O,  depending  solely  on  the  analysis  of  a  few  oxyhalogen 
salts,  may  be  at  fault.  An  error  in  this  link  of  the  chain  would  mean 
that  Stas'  nitrogen  values  referred  through  silver  to  oxygen  are 
expressed  in  terms  of  a  different  standard  to  those  of  Guye,  which  are 
referred  directly  to  oxygen. 

(b)  It  is  possible  that  the  standards  are  exactly  commensurable,  but 
the  error  lies  in  one  or  moi'e  of  the  chemical  ratios  which  connect  silvei* 
with  nitrogen. 

(c)  The  total  error  may  be  due  to  an  error  in  the  atomic  wei<^ht 
of  silver  combined  with  one  or  more  errors  in  the  other  ratios. 

From  the  point  of  view  of  (a),  a  discussion  of  the  atomic  weight  of 
silver  by  Guye  in  the  paper  already  quoted  is  of  great  interest.  This 
constant  was  recalculated  from  a  number  of  ratios  involving  nitrogen 
taken  from  the  experiments  of  Penny,  Marignac,  Stas,  and  others. 
The  value  for  nitrogen  was  taken  to  be  14-009.  Further  calculations 
were  made  of  the  atomic  weight  of  silver  from  analyses  of  its  organic 
salts,  using  the  determinations  of  Liebig  and  Redtenbacher  and  other 
workers.  The  two  sets  of  numbers  deduced  agreed  with  each  other, 
and  the  mean  atomic  weight  of  silver  was  found  to  be  107  "885.  From 
this  result,  Guye  concluded  that  Stas'  Ag  :  0  ratio  is  erroneous.  This 
conclusion,  however,  accHjunts  only  imperfectly  for  Stas'  nitrogen 
values. 

Consider  the  following  ratios  taken  from  the  latest  determinations 
of  Stas. 
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Ag=107-93.  Ag  =  107-8&5. 

(1)  AgiAgCl  =100:132-850 01  =  35-455  35-440 

(2)  Ag:NaCl  =100:    54-205 Nca  =  23-048  23-039 

(3)  Ag:KCl    =100:    69-119 K  =  39-145  39-129 

(4)  Ag:NaBr  =  100:    95-438  Br  =  79-958  79-924 

Tf  these  atomic  weights  reduced  to  the  standard  Ag=  107-885  (last 
t'olunni)  are  used  to  calculate  the  atomic  weight  of  nitrogen  in  the 
otlier  Stas  determinations,  we  obtain  : 


Ag  =  107-93. 

Ag=107-885 

(5)  Ag:AgN03     =100 

157-495 

N=  14-054 

14-039 

(G)  NaCl:NaNO3=100 

145-468 

N  =  14-055 

14-029 

(7)  KCl :  KNO3     =  100 

135-642 

N=  14-044 

14-018 

(8)  Ag:NH,Cl      =100 

49-599 

N  =  14-047 

14-041 

(9)  Ag:NH,Br      =100 

90-830 

Mean 

N  =  14-045 

14-029 

14-049 

14-031 

*  H  =  1-0076. 

It  is  hence  apparent  that  the  assumption  of  a  lower  atomic  value 
for  silver  does  not  entirely  explain  the  discrepancy. 

PossibiKty  (b)  must  therefore  be  considered. 

Recent  researches  have  shown  that  Stas'  results  for  chlorine  and 
sodium  are  probably  slightly  incorrect,  and  the  question  arises  :  can  the 
high  atomic  weight  of  nitrogen  be  due  to  this  cause  ? 

The  revised  atomic  weights  of  sodium  and  chlorine  and  the  resulting 
value  for  potassium  can  be  deduced  from  the  following  ratios  : 


(10)  Richards  and  Wells 

{loc.cit.) Ag:AgCl      =100 

fAg:NaCl      =100 
i  AgCl:NaCl  =  100 

/I  ^x     i     1,-u  ij  //         •.  X    |Ag:KCl       =100 
(1-2)  Archibald  (/oc.  czO    ,  a^CI  :  KCl    =100 


(H) 


"•»" 


Ag=107-93. 

132-867         CI  =  35-473 
54-185 


40-780  j 
69-114  1 
52-025  / 


Na  =  23-008 
K  =  39-122 


If  one  assumes  the  correctness  of  .Stas'  ^aluc  for  bromine  expressed 
in  the  same  standard,  namely,  79-955,  a  number  confirmed  recently  by 
G.  P.  Baxter  (/.  Ai7ier.  Chem.  Soc,  1905,  28,  No.  7),  the  following 
numbers  result  when  the  revised  \alues  for  CI,  K,  and  Na  are  used  tp 
calculate  Stas'  nitrogen. 


-'o^ 


(6)  NaCl :  NaNOg N  =  14-041 

(7)  KChKNO, N=14-060 

(8)  Ag:NH4Cr. N  =  14-029 

(9)  Ag:NH,Br N=  14-047 

Mean  14  044 
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It  is  hence  manifest  that  errors  in  the  ratios  .Vg  ;  AgCi  antl 
Ag  :  NaCl  also  fail  to  ex])lain  the  results  for  nitrogen. 

There  still  remains  possibility  (c),  namely,  that  the  new  atomic 
weight  for  chlorine,  sodium,  and  potassium,  when  reduced  to  the 
standard  Ag=  107-885  and  applied  to  the  foregoing  ratios  (G),  (7),  (8), 
and  (0),  may  yield  a  solution  of  the  problem. 

The  new  atomic  weights  reduced  to  Ag=  107  "885  are  : 

CI  =  35459,  Na  =  -J2-99G,  K  =  39110,  Br  =  79-921, 
and  hence  the  I'esults  : 

(6)  NaCltNaNOy N  =  U-037 

(7)  KC'I  iKNOj N  =  14-037 

(BjAgrNH^Cl N  =  U-021 

(9)  AgiNH^Br N  =  14-041 

Mean         14  034 

Hence  the  difficulty  is  explained  by  none  of  these  three  possibilities, 
(a),  (h),  or  (c). 

Is  it  likely,  then,  that  the  atomic  weight  of  silver  can  lie  below 
107-885  ?  From  Guye's  calculations,  this  does  not  seem  probable.  An 
examination  of  the  question  in  the  light  of  the  latest  measurements 
tends  rather  to  a  higher  value  for  this  constant. 


'o' 


Consider  the  ratio  of  Stas'  Ag  :  AgN03=  100  :  107-495.  Tn  order  to 
find  N  =  14-009,  one  must  postulate  Ag=  107-85. 

On  this  assumption,  the  atomic  weight  of  chlorine  would  become  : 

Atomic  weight. 

From  the  ratios  of  Stas 35-429 

,,       ,,        ,,      „  Richards  and  Wells    35-447 

Now  even  the  higlier  of  these  two  values  is  in  all  probability  dis- 
tinctly too  low,  for  Dixon  and  Edgar  (Phil.  Trans.,  1905,  A,  205, 
169)  have  measured  directly  the  ratio  H:C1,  and  by  combining  this 
result  with  the  ratio  O :  H,  fixed  with  great  exactness  by  many 
researches,  they  have  obtained 

0:  CI  =  16:  35-463. 

This  value  is  confirmed  by  Scott's  Ag  :  NH^Cl  ratio  {loc.  cit.),  for  if 
one  assumes  N  =  14-009,  one  obtains,  when  Ag=  107-93, 

CI  =  35-467. 

The  experiments  of  Leduc  on  the  physical  constants  of  hydrochloric 
acid  gas  (ilnn.  Chim.  Phys  ,  1898,  [vii].  15,  l)also  confirm  this  value. 
He  found 

CI  =  35-470, 
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iind  a  recalculation  of  his  data  by  Guye  gave  {Bull.  Soc.  c/iini.,  1905, 
[iii],  33,  44) 

CI  =  35-475. 

It  has  hence  been  shown  that  the  lowest  possible  value  for  the 
atomic  weight  of  silver  does  not  bring  the  results  of  Stas  and  Guye  for 
nitrogen  in  accordance.  Neither  is  the  difficulty  explained  Ijy  the 
errors  discovered  by  Richards  and  Wells  in  8tas'  atomic  weights  of 
sodium,  chlorine,  and  potassium,  whilst  a  combination  of  the  suggested 
silver  standard  with  the  new  values  for  these  three  elements  yields  no 
better  solution  of  the  problem. 

The  error  then  must  lie  in  the  Stas  ratios  linking  nitrogen  with 
other  elements.     They  are  : 

Ag  :  NH.Cl,  Ag  :  NH.Br,  Ag  :  AgNOg,  NaCl :  NaNO^,  KCl :  KNO^. 

Of  these  equivalent  numbers,  the  two  first  are  probably  erroneous 
when  considered  in  the  light  of  the  same  ratios  remeasured  by  Scott 
{loc.  cit.). 

This  investigator  found  Ag  :  NH4C1=  100  :  49-584,  Ag:NH^Br  = 
100  :  90-795  ;  whilst  Stas  obtained  100  :  49-599,  100  :  90-830. 

What,  then,  is  the  explanation  of  the  larger  amounts  of  ammonium 
chloride  and  ammonium  bromide  found  by  Stas  to  unite  with  100  parts 
of  silver  ? 

A  clue  to  the  solution  of  this  problem  can  be  found  in  the  work  of 
Richards  and  Wells  {loc.  cit.). 

Comparing  the  ratios 

Richards  and  Wells.  Sta3. 

Ag  :  NaCl  =  100  :  54-185  100  :  54-205 

one  notices  that  the  difference  in  the  numbers  for  sodium  chloride  is  of 
the  same  order  as  the  difference  between  Scott  and  Stas'  numbers  for 
the  foregoing  ratios. 

A  minute  investigation  of  this  difference  convinced  Richards  and 
Wells  that  the  error  in  Stas'  work  was  due  : 

(1)  To  the  occlusion  of  some  sodium  chloride  by  the  precipitated 
silver  chloride. 

(2)  To  a  too  early  reading  of  the  opalescence  in  the  last  stages  of  a 
titration  which  led  to  an  erroneous  end-point. 

(3)  To  the  presence  of  traces  of  platinum  in  the  sodium  chloride. 

It  was  found  experimentally  that  the  quantity  of  sodium  chloride 
occluded  or  absorbed  by  the  silver  chloride  in  an  experiment  carried 
out  in  the  same  manner  precisely  as  Stas  used  in  his  later  determina- 
tions was  0-015  per  cent,  of  the  weight  of  sodium  chloride  taken.  The 
opalescence  error  was  estimated  for  sodium  chloride  to  be  about  five- 
.sevenths  of  this,  namely,  0-011  per  cent.,  and  the  error  due  to  platinum 
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of  abuut  the  same  niai^iiitude,  namely,  OOl")  per  cent.  lieariiiLC  in 
mind  tliat  Stas  determined  several  of  his  t>tlier  ratios  in  precisely  the 
same  way  as  the  Ag  :  NaCl  ratio,  namely,  Ag  :  XH^Cl,  Ag  :  NH^Br, 
Ag  :  NaBr,  Ag  :  KBr,  and  Ag  :  KCl,  it  is  possible  to  calculate  an 
approximate  correction  and  apjily  it  to  these  numbers.  This  correc- 
tion can  only  be  regarded  as  a  rough  appro.ximation,  for  experiments 
may  show  that  the  occlusion  and  opalescence  errors  are  by  no  means, 
of  the  same  ord(>r  of  magnitude  for  other  reactions  as  fcjr  that  between 
silver  nitrate  and  sodium  chloride.  The  presence  of  platinum  in  tlie 
other  salts  is  even  less  certain. 

It  must  be  remembered,  however,  that  a  lai-ge  error  in  the  correc- 
tion only  slightly  affects  the  resulting  atomic  weight. 

Bearing  these  reservations  in  mind,  we  have  : 

For  Stas'  ratio  Ag  :  NH^Cl  =   100  :  49-099. 

r\    1     •                 0-015  X  49-6  AAA'-) 

Ucclusion  error  U00<4 

100 

Platinum  error    0*0074 

Opalescence  error  1-0074  xi 00053 

A.  Total  error 0-0201 

/?.   Or  total   error  omitting   platinum   correction  ...    .      0-0127 

Hence  Stas'  ratio  becomes  : 

Ag  =  107-9:3.     Cl  =  35-473. 
A.  Ag:NH,Cl  =  100:  49-579.     N  =  14-007. 
£.         „     „        =100:49-586.     N=  14-015. 

The  mean  of  these  values  is  vei-}'  near  Scotts  ratio  already  quoted. 

For  Stas'  ratio  Ag  :  NH,Br  =  100  :  90-830,  the  errors  are  : 

r».  1     -  0-015x90-8  ^.m  < 

Ucclusion  error 0  014 

100 

Opalescence  error  0-014  x  i 0-010 

Platinum   '. 0014 

and  the  ratio  becomes 

Ag  =  107-93;  Br  =  79 -955. 
Corrected  A .  Ag  :  NH^Br  =  100  :  90-792.     N  =  1 4-006. 
£.        „     „        =100:90-802.      N  =  14-017. 
Hence  mean  corrected  atomic' 


weight  of   nitrogen    deduced  ,    becomes  14-011. 


.  J 


from  Stas'  measurement 

Fi't)m    the    other    ratios    one    obtains,  by    correcting    in   the    same 
manner  : 


A. 

Ag 

NaBr. 

Na  =  23-009\ 

B. 

n 

5> 

Na  =  23-024  j 

A. 

Ag 

KCl. 

K  =  39-097' 

B. 

J' 

M 

K=39-114 

A. 

Ag 

KBr. 

K  =  39-092  " 

B. 

M 

)> 

K  =  39-110, 
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Mean  23-010. 

Mean  39-103. 


It  is  hence  apparent  that  the  number  for  sotUuni  approximates 
closely  to  Richards  and  Wells'  value,  namely,  Na  =  23-008.  The  value 
for  potassium  agrees  well  with  that  deduced  from  8tas'  ratio, 
KCIO3  :  KCl  =100  :  60-843  when  01  =  35-473,  namely,  K  =  39-1 10. 
On  the  other  hand,  this  atomic  weight  is  distinctly  lower  than  the 
value  recently  found  by  Archibald  (loc.  cit.),  namely:  K  =  39-122 
when  01  =  35-473.  The  latter  number  for  potassium  agrees  with  the 
mean  value  resulting  from  the  above  tabulated  equivalents  of  Stas 
when  uncorrected  if  the  same  number  for  chlorine  be  used.  Hence 
the  question  may  be  asked  :  are  the  errors  then  discovered  by  Richards 
and  Wells  for  the  Ag  :  NaOl  ratio  non-existent  in  the  ratio  Ag  :  KOI  % 
It  is  also  noteworthy  that  Penny's  researches  led  to  an  atomic  weight 
for  potassium  lying  below  39  10. 

If  the  foregoing  deductions  reall}?^  explain  8tas'  error  in  the  atomic 
weight  of  nitrogen  for  the  equivalent  numbers  considered,  and  from 
the  measurements  of  Scott  it  seems  probable  that  they  do,  there 
remain  only  three  more  ratios  to  be  considered,  namely  : 

Ag  :  AgNOg,     NaOl  :  NaNOg,     KCl :  KNO3. 


For  the  first  of  the  three  Stas  found 


Aa  =  107-93 


Earlier  results  (salt  fused)  Ag  :  AgN03=  100  :  157-472.  N  =  14-029 

Later         „       (salt  dried)     „          „      "=100:157-495.  N  =  14-054 

But  Marignac  found               „          „        =100:157-455.  N  =  14-011 

And  Penny*                            „          „        =100:157-441.  N=  14-000 

Hence  it  may  be  questioned  whether  Stas'  numbers  are  as  exact  as 
he  claimed. 

Putting  this  ratio  aside  as  not  above  suspicion,  the  two  remaining 
series  of  determinations  must  be  considered. 

Na  =  2300S.  CU35-473.     K  =  3912-2. 

Stas     found     KCl  :KN03=  100: 135-642.  N  =  14-060 

Penny     „  „  "=100:135-636.  N  =  14056 

Stas         „     NaCl:NaNO,=  100: 145-468.  N  =  14-041 

Penny     „  „  "=100:145-410.  N  =  14029 

*  Phil  Trans.,  1839,  129,  i,  32. 
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Although  the  potassium  etjuivHlents  of  Stas  and  Penny  agree  per- 
fectly, the  sodium  ratios  exhibit  a  marked  divergence.  .Still  the  re- 
sulting values  for  nitrogen  approximate  to  the  higher  number.  For 
these  results  no  explanation  can  be  offered.  No  likely  variation  of 
the  atomic  weights  involved  can  account  for  the  discrepancy. 

Did  the  lialide  salts  contain  an  impurity  which  was  converted  into 
a  higher  state  of  oxidation  on  treatment  with  nitric  acid  ?  Did  the 
nitrates  weighed  contain  traces  of  occluded  water?  Many  possibilities 
of  this  kind  suggest  themselves.  As  is  well  known,  Stas  consistently 
obtained  lower  results  for  his  nitrate  ratios  when  the  nitrate  was  fused 
before  weighing.  It  seems  jjrobable  that  future  measurements  will 
reveal  an  error  of  this  nature  in  these  equivalent  numbers,  but  in  the 
absence  of  more  data  it  is  unwise  to  speculate. 

To  sum  up :  there  is  much  evidence  to  show  that  the  results  of 
Stas  for  the  atomic  weight  of  nitrogen  are  erroneous. 

His  different  ratios  interpreted  in  the  light  of  modern  researches  do 
not  yield  consistent  values  for  this  element. 

An  examination  of  his  experiments  leads  to  the  conclusion  that  the 
source  of  error  lies  in  the  equivalent  numbers  connecting  nitrogen  with 
other  elen)ents. 

Of  the  ratios  considered,  Ag  :  NH^Cl  and  Ag  :  NH^Br  admit  of  an 
approximate  correction,  and  the  validity  of  this  connection  is  confirmed 
by  the  close  agreament  of  the  results  with  those  of  Scott  for  the  same 
ratios. 

The  correctness  of  Stas'  Ag  :  AgNOg  numbers  is  questioned,  for  it  is 
not  in  accordance  with  the  results  of  Marignac  and  of  Penny. 

The  values  obtained  for  NaCl  :  NaNOg  and  for  KCl  :  KNO3  are 
concluded  to  be  infected  with  an  error  of  which  account  cannot  be 
taken. 

The  only  confirmations  of  the  highei-  value  for  nitrogen  found  by 
Stas  are  : 

(1)  The  experiments  of  Penny  already  quoted. 

(2)  The  value  obtained  by  Richards  and  Archibald  for  the  ratio, 

N205:Cs.,0=  100:  260-693. 
If  Cs=  132-879  ;  N  =  14-037." 

And  this  is  not  in  agreement  with  their  result  deduced  from  NgOr^ :  K.,< ) 
by  the  same  method,  namely,  N  =  14-017  if  K  =  39-1 22. 

(3)  The  number  obtained  by  Dean  (Trans.,  1900,  77,  117)  from  tlu- 
ratio  AgCN  :  Ag,  N  =  14-031. 

It  is  therefore  concluded  that  the  higher  value  for  this  constant  is 
supported  by  \ery  little  evidence.  The  correctness  of  the  lower  value 
is  rendered  highly  probable,  not  only  by  the  agreement  obtained  between 
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the  results  of  physical  me<asurement  and  direct  chemical  analysis,  but 
also  bv  the  results  yielded  by  several  indirect  comparisons  of  the 
atomic  weights  of  nitrogen  and  silver. 


CXVIII. — The  Dccorri'position  of  Nitrocellulose. 

By  Oswald  Silberrad,  Ph.D.,  and  Robert  Crosbie  Farmer, 

Ph.D.,  D.Sc. 

The  pi-oducts  resulting  from  the  gradual  deterioration  of  nitrocellulose 
on  storage  have  for  many  years  formed  the  subject  of  investigation  by 
different  workers.  Nitrous  and  nitric  acids  are  at  once  recognised, 
but  as  to  the  nature  of  the  organic  compounds  formed,  very  little  is 
known  with  certainty,  the  reactions  being  complicated  and  the  sub- 
stances difficult  to  sepai'ate. 

The  principal  investigations  on  this  subject  are  those  of  Kerckhoff 
(J.  jrr.  CJmm.,  1847,  40,  284),  Maurey  {Compt.  rend.,  1849,  28,  343), 
Vohl  {Dingl.  pohjt.  Jouni.,  1849,  112.  236),  Hadow  (Trans.,  1854,  7, 
201),  Bechamp  {Compt.  rend.,  1855,  41,  817;  Ann.  Chim.  Phyx.,  1856, 
46,338:  Bull.  Soc.  chim.,  1863,  5,  289),  Hofmann  {Annalen,  1860, 
115,  283),  De  Luca  {Compt.  rend.,  1861,  53,  298;  1864,  59,  487), 
Bonet  {Compt.  rend.,  18G1,  53,  405),  Divers  (Trans.,  1863,  16,  91), 
Pelouze  and  Maurey  {Compt.  rend.,  1864,  59,  363),  Blondeau  {Compt. 
rend.,  1864,  69,  963;  1865,  60, 128),  Abel  {Phil.  Trans.,  1867, 182),  Will 
ilier.,  1891,  24,  400,  3831),  and  Haussermann  {Ber.,  1903,  36,  3956; 
1904,  37,  1624).  In  all  of  these  investigations  the  amount  of  nitro- 
cellulose taken  was  relatively  small,  and  it  was  considered  advisable  in 
the  present  work  to  employ  a  much  larger  quantity  in  order  to  I'ender 
possible  the  isolation  of  products  which  occur  only  to  a  small  extent. 

The  compounds  identified  were  as  follows :  ethyl  nitrate,  ethyl 
nitrite,  ethyl  alcohol,  nitric  and  nitrous  acids,  ammonia,  formic,  acetic, 
butyi-ic,  dihydroxybutyric,  oxalic,  tartaric,  isosaccharinic,  and  hydroxy- 
pyruvic  acids.  Carbohydrates  were  found  to  be  present  by  the  fer- 
mentation test,  and  certain  other  compo"'^f'''  were  obtained,  but  could 
not  be  identified  by  reason  of  the  complexity  of  the  mixture  and  their 
minute  quantity.  ° 

Experimental. 

A  quantity  of  800  kilograms  of  a  gelatinised  nitrocellulose  was 
stored  in  a  magazine  which  was  maintained  at  54'4°  (130°  F.)  by 
means  of  steam  pipes,  the  flow  of  steam  being  regulated  electrically. 
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SO  that  the  temperature  did  not  deviate  more  tlian  1°  from  the  mean. 
Part  of  the  steam  was  blown  directly  into  the  chamber  containing  the 
powder  in  order  to  supply  enough  moisture  to  facilitate  a  hydrolysis  of 
the  nitric  ester.  After  twenty-three  weeks,  a  strongly  marked  de- 
terioration liad  set  in.  In  many  instances,  the  tubular  propeliant  was 
filled  with  a  crystalline  deposit  whicli  was  fountl  to  consist  of  almost 
pure  oxalic  acid. 

One  hundred  kilograms  of  the  nitrocellulose  were  taken  for  the  chemical 
investigation.  Previous  analyses  had  shown  that  the  deterioration  of 
nitrocellulose  is  accompanied  by  an  increase  in  the  amount  of  water- 
soluble  matter,  and  thus  it  appeared  that  the  best  method  of  extract- 
ing the  decomposition  products  would  be  to  treat  the  powder  with 
water.  It  was  accordingly  heated  to  80°  with  an  equal  weight  of 
water,  and  the  aqueous  solution  filtered.  The  decomposition  products 
were,  for  the  most  part,  extracted  by  the  water,  and  the  residue 
apparently  consisted  of  almost  unaltered  nitrocellulose,  as  is  shown 
by  the  following  analysis  : 

Analysis  of  Residue  after  Extraction  icith  Water. 

Insoluble  residue 
Unheated  sample      af'li-r  extraetion  witli 
dried  at  80^  water  dried  at  80°. 

Per  cent.  Per  cent. 

Insoluble  in  ether-alcohol 8-05  8-35 

Soluble  in  ether-alcohol 91-58  90-35 

Insoluble  in  acetone  0-27  1-30 

Nitrogen V1-?A  1-2-02 

Ignition  point     200'^  200'" 

For  the  separation  of  the  decomposition  products,  the  aqueous 
extract  was  first  distilled  to  a  quarter  of  its  bulk.  A  portion  of  the 
distillate  was  tested  for  nitrous  and  nitric  acids  by  the  well-known 
reactions ;  both  of  these  were  found  to  be  present  in  large  quantity. 
The  remainder  of  the  distillate  was  redistilled  with  a  fractionating 
column,  and  ethyl  nitrate  was  ultimately  isolated  in  a  state  of  purity. 
Its  identity  was  established  by  its  properties  and  saponification  pro- 
ducts, as  also  by  analysis  : 

Found,  N  =  15-6G.     C^H^O^N  requires  15-41  per  cent. 

The  presence  of  alcohol  in  excess  of  the  nitric  ester  was  proved  by 
the  iodoform  reaction,  and  ethyl  nitrite  was  detected  by  its  character- 
istic odour.  The  presence  of  these  products  is  due  to  the  ether-alcohol 
used  as  gelatinising  solvent  in  the  manufacture  of  the  powder. 

The  residue  from  the  above  distillation  was  saturated  with  calcium 
carbonate,  concentrated,  allowed  to  cool,  and  filtered.     The  semi-crys- 
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talline  residue  was  dissolved  in  water,  freed  from  calcium  by  precipita- 
tion with  oxalic  acid,  filtered,  and  the  filtrate  saturated  with  barium 
carbonate.  The  excess  was  separated,  the  filtrate  evaporated  to  dry- 
ness, and  the  ground  residue  extracted  with  alcohol.  The  insoluble 
part  was  dissolved  in  water,  the  barium  precipitated  as  sulphate,  and 
the  filtrate  saturated  with  calcium  carbonate,  again  filtered,  and 
evaporated  to  cr^'stallisation.  The  salt  was  further  purified  by  re- 
crystallisation  and  consisted  of  calcium  formate. 

Found,  Ca  =  30-68.     CgHgO^Ca  requires  Ca  =  30-82  per  cent. 

The  filtrate  from  the  calcium  formate  was  further  concentrated  and 
fractionally  precipitated  with  alcohol.  The  least  soluble  fraction  was 
dissolved  in  water  and  warmed  with  mercuric  chloride.  The  mercurous 
chloride  produced  by  the  formic  acid  piesent  was  separated  and  the 
solution  treated  with  oxalic  acid  to  precipitate  the  calcium.  The 
filtrate  was  saturated  with  barium  carbonate,  filtered,  evaporated  to 
dryness,  and  the  dry  powder  extracted  with  alcohol.  The  residue  was 
dissolved  in  water  and  the  concentrated  solution  treated  with  silver 
nitrate ;  the  precipitate  thus  obtained  was  thrown  into  boiling  water 
to  saturation,  filtered  rapidly,  and  allowed  to  cool,  when  long,  needle- 
shaped  crystals  of  silver  acetate  separated. 

Found,  Ag  =  64-82.     C2H302Ag  requires  Ag  =  64-57  per  cent. 

The  most  soluble  of  the  fractions  obtained  on  precipitating  with 
alcohol  was  dried  and  subjected  to  prolonged  shaking  with  ice-cold 
water.  The  solution  was  filtered  and  heated  to  boiling,  when  a  copious 
precipitate  separated.  This  was  removed  from  the  hot  solution ;  the 
filtrate  was  allowed  to  cool  and  again  saturated  with  the  crude  fraction 
at  0°,  filtered,  and  heated  as  before.  The  combined  precipitates  were 
dissolved  in  water  and  treated  with  silver  nitrate.  The  precipitated 
salt  agreed  in  its  composition  and  properties  with  silver  butyrate. 

Found,  Ag  =  55-82.     C4H702Ag  requires  Ag  =  55-35  per  cent. 

The  residual  liquid  from  the  oiiginal  distillation  was  saturated  with 
calcium  carbonate,  heated  to  boiling,  and  filtered.  A  distinct  odour  of 
ammonia  was  observed,  and  its  presence  was  further  confirmed  by  the 
Nessler  test.  The  insoluble  residue  consisted  of  calcium  oxalate  and 
tartrate,  which  were  separated  in  the  usual  manner. 

Calcium  oxalate  dried  at  210°. 
Found,  Ca  =  31-22.     C^O^Ca  requires  Ca  =  31-30  per  cent. 

Calcium  tartrate.  t. 

Found,  Ca  =  2 1  -20.     C^H^OgCa  requires  Ca  =  2 1  -3 1  per  cent. 

llie  filtrate  from  the  calcium  oxalate  and  tartrate  was  allowed  to  stand 
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for  twelve  hours  at  0*^,  when  a  sparingly  soluble  mass  separated  out. 
Tins  was  dissolved  in  twenty-five  times  its  weight  of  water,  and  the 
calcium  precipitated  by  the  addition  of  oxalic  acid.  The  calcium 
oxalate  was  separated  and  the  filtrate  evaporated  until  only  a  gummy 
mass  remained  behind.  This  was  dissolved  in  dilute  alcohol.  The  alcohol 
was  then  very  slowly  concentrated  by  removing  the  water  over  quick- 
lime in  a  vacuum.  After  some  time,  a  semi-crystalline  mass  was 
obtained,  and  this,  after  further  purification,  melted  at  92°.  It  agreed 
in  all  its  properties  with  the  lactone  of  isosaccharinic  acid  (m.  p.  95°). 

Pound,  C  =  U-12;  H  =  6-32. 

CgHj^Oj  requires  C  =  44-42  ;  H  =  6-22  per  cent. 

The  filtrate  from  the  calcium  isosaccharinate  was  concentrated  and 
allowed  to  stand,  but  no  crystals  were  obtained.  The  solution  was 
diluted  with  half  its  volume  of  alcohol,  whereupon  an  amorphous, 
brown  powder  separated  out.  The  filtrate  yielded  on  treatment  with 
lead  acetate  a  mixture  of  insoluble  salts  which  could  not  be  further 
separated  owing  to  its  complexity.  The  residue  from  the  alcoholic 
solution  was  washed  with  water  and  proved  to  be  the  salt  of  a  complex 
acid  whose  properties  did  not  agree  with  those  of  any  known  acid.  It 
gave  on  analysis  Ca=  12-48  per  cent. 

On  treating  the  aqueous  solution  with  phenylhydrazine  in  acetic 
acid  solution,  an  insoluble  comj^ound  was  obtained.  This  was  dis- 
solved in  caustic  soda,  filtered,  reprecipitated  with  hydrochloric  acid, 
and  recrystallised  from  alcohol.  It  melted  at  205°  and  proved  to 
consist  of  the  osazone  of  hydroxypyruvic  acid. 

Found,  N  =  19-G7.     Cij,H^^02N^  requires  N  =  19-89  per  cent. 

The  filtrate  from  the  osazone  was  rendered  slightly  alkaline  with 
lime-water  and  shaken  with  ether  to  remove  the  excess  of  phenyl- 
hydrazine  and  various  dark-coloured  products.  The  aqueous  solution 
was  concentrated  and  precipitated  by  the  addition  of  alcohol.  The 
precipitate  was  redissolved  in  water  and  fractionally  precipitated  with 
alcohol,  the  middle  fractions  being  retained  throughout.  In  this  way 
a  pure  salt  was  ultimately  obtained  whose  properties  agreed  with  those 
of  calcium  y8y-dihydroxybutyrate. 

The  salt,  after  being  dried  at  110°,  gave  Ca=  14-OG. 
CgHj^OgCa  requires  14-41  per  cent. 

In  order  to  ascertain  whether  fermentable  carbohydrates  were 
present,  a  fresh  portion  of  the  nitrocellulose  deteriorated  by  long 
storage  was  extracted  with  water.  The  aqueous  extract  was  neutralised 
and  distilled  until  all  traces  of  alcohol  were  completely  removed. 
Yeast  was  then  added  to  the  residual  liquor  and  the  mixture  maintained 
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at  about  25°  and  allowed  to  ferment.  A  considerable  disengagement 
of  caibon  dioxide  occurred.  The  residual  liquid  was  distilled  and  the 
distillate  treated  -with  iodine  and  alkali.  Iodoform  was  at  once  pre- 
cipitated, showing  that  a  fermentation  had  taken  place. 

Our  thanks  are  due  to  the  Director  of  Artillery  and  to  the  Explo- 
sives Connnittee  for  permission  to  publish  these  results. 

Chemical  Research  Laboratories, 
Royal  Arsekal,  AVoolwich. 


CXIX. — The  Esters  of  Triacetic  Lactone  and  Triacetic 

Acid. 

By  Foster  Sproxton,  B.Sc. 

Much  of  the  synthetic  organic  chemistry  of  recent  years  has  centred 
round  the  compounds  containing  the  group  -CO'CHo-,  and  of  these 
probably  the  most  important  is  ethyl  acetoacetate.  This  substance  is 
the  ethyl  ester  of  the  second  member  of  what  may  be  termed  the 
polyacetic  series,  four  members  of  which  are  known,  namely, 

CHg-CO^H,  CHg-CO-CHg-COaH, 

Acetic  acid.  Diacetic  acid. 

O-CO-CHg  O-CO-CH^ 

Me-C:CH-CO      ^^       CH3-C0-CH,-C:CH-C0    ' 
5-Lactone  of  triacetic  acid.     5-Laetoae  of  tetracetic  acid  (dehydracetic  acid). 

The  esters  of  the  first  two  compounds  are,  of  course,  well  known, 
whilst  methyl  dehydracetate  and  ethyl  dehydracetate  were  prepared  by 
Perkin  (Trans.,  1887,  51,  484)  and  Collie  and  Le  Sueur  (Trans.,  1894, 
65,  254)  respectively.  The  latter  compounds  possess  properties  noD 
usually  a.ssociated  with  esters.  They  dissolve  in  water,  yielding  solu- 
tions which  give  an  acid  reaction,  and  Perkin  found  {loc.  cit.)  tliat  if 
solutions  of  methyl  dehydracetate  and  sodium  ethoxide  in  dry  ether 
were  mixed,  a  pink  compound  was  precipitated.  This  he  regarded  as 
the  sodium  salt  of  the  ester. 

Apart,  therefore,  from  the  intrinsic  interest  of  the  esters  of  triacetic 
lactone  and  triacetic  acid  as  members  of  an  important  series  of 
organic  compounds,  it  seemed  possible  that  a  study  of  their  reactions 
might  throw  some  light  on  the  unusual  properties  of  the  analogous 
methyl  and  ethyl  deliydracetates. 
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It  has  not,  however,  been  found  possible  to  prcpai'O  the  ethyl  salt  of 
triacetic  lactone  in  a  pin^e  condition,  but  the  methyl  ester  of  the  lactone 
and  the  ethyl  ester  of  triacetic  acid  have  been  prepared  and  their  j)ro- 
perties  examined.  It  has  been  found  that  the  esters  of  triacetic  lactone, 
like  those  of  dehydracetic  acid,  possess  an  acid  reaction  in  aqueous  solu- 
tion. This  property,  however,  in  the  case  of  both  the  tetracetic  and  tri- 
acetic lactone  derivatives,  has  been  shown  to  be  due  not  to  any  acidity  of 
the  esters  themselves,  but  to  hydrolysis  of  these  compounds  by  water. 
Perkin  {Joe.  cit.)  noticed  that  methyl  dehydracetate  was  instantaneously 
saponified  by  cold  potash,  but  that  it  should  be  hydrolysed  by  water 
alono  is  still  mox'e  remarkable.  There  is,  therefore,  no  need  to  assume 
that  the  pink  compound  which  Perkin  obtained  by  the  action  of 
sodium  ethoxide  on  methyl  dehydracetate  is  the  sodium  salt  of  the  ester. 
Possibly  it  is  a  complicated  dehydration  product  similar  to  those 
strongly  coloured  compounds  known  to  bo  obtained  by  the  action  of 
solid  sodium  hydroxide  and  other  compounds  on  dimethylpyrone  (Collie, 
Trans.,  1904,  85,  974).  The  esters  of  triacetic  lactone  do  not  give 
similar  coloured  compounds  with  sodium  ethoxide. 


Experimental. 
Ethjl  Triacetate,  CH3-CO'CIl2-CO-CH2-COoEt. 

Three  methods  were  tried  for  the  preparation  of  this  compound, 
none  of  them  being  entirely  satisfactory,  as  only  small  yields  were 
obtained.  The  first  consisted  in  passing  dry  hydrogen  chloride  through 
a  warm  alcoholic  solution  of  triacetic  lactone  until  a  small  portion  of 
the  solution  left  no  crystalline  residue  on  evaporation.  The  whole  of 
the  solution  was  then  diluted  with  water  and  extracted  with  ether. 
After  being  dried  over  calcium  chloride,  the  ether  was  evaporated  on 
the  water-bath  and  the  residue  distilled  under  diminished  pressure.  A 
small  quantity  of  a  yellow  oil  passed  over  between  130°  and  140°  at 
20  mm.  pressure.  A  solution  of  the  oil  in  alcohol  gave  a  deep  red 
coloration  with  ferric  chloride,  and  a  sparingly  soluble  copper  salt  with 
cupric  acetate  and  a  little  ammonia. 

As  the  product  obtained  by  this  method  was  impure  and  the  yield 
small,  an  attempt  was  made  to  prepare  the  compound  by  heating  tri- 
acetic lactone  with  alcohol  in  a  sealed  tube.  The  tube  was  kept  at 
100 — 110°  until  triacetic  lactone  no  longer  crystallised  out  on  cooling. 
With  ordinary  absolute  alcohol,  considerable  decomposition  took  place, 
but  when  perfectly  pure  dry  alcohol  was  employed,  the  tube  opened 
without  pressure.  The  alcoholic  solution  was  then  fractionated  as 
before,  but  the  yield  was  still  small  and  impure. 

It  was  finally  found  best  to  prepare  the  ester  by  decomposing  its 
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copper  salt  by  means  of  sulphuretted  hydrogen.  The  copper  salt  (to 
be  described  afterwards)  was  suspended  in  water,  and  sulphuretted 
hydrogen  passed  through  until  all  the  copper  had  been  converted  into 
sulphide.  This  was  separated  and  the  ethyl  triacetate  extracted  with 
ether.  After  drying  the  extract  and  evaporating  the  ether,  first  on 
the  wator-bath  and  finally  in  a  vacuum,  ethyl  triacetate  was  left  as  a 
slightly  yellow  oil  which  could  not  be  crystallised.  Analysis  gave  : 
C  =  55-7,  H  =  7'08;  CgHioO^  requires  C  =  55-8,  H  =  6-98  per  cent. 

The  ester  has  an  odour  somewhat  resembling  that  of  ethyl  aceto- 
acetate  and  is  soluble  in  water,  yielding  a  solution  possessing  a  neutral 
reaction.  An  alcoholic  solution  develops  a  deep  red  coloration  Avith 
ferric  chloride.  When  heated  alone,  the  compound  decomposes, 
evolving  carbon  dioxide  and  alcohol,  whilst  a  yellow,  uncrystallisable 
oil  remains  which  is  soluble  in  caustic  alkalis. 

The  absorption  spectrum  of  ethyl  triacetate  was  taken,  and  found 
to  possess  a  strongly  characterised  enol-keto-band  similar  to  that  given 
by  acetylacetone. 

Copper  Salt  of  Ethyl  Triacetate. 

Dry  ethyl  alcohol  and  triacetic  lactone,  when  heated  together  under 
pressure,  yield,  as  stated  above,  an  alcoholic  solution  of  ethyl  tri- 
acetate. When  cupric  acetate,  dissolved  in  alcohol  with  the  addition 
of  a  little  ammonia,  is  added  to  this  solution,  a  copper  salt  •  slowly 
separates  as  a  flocculent,  blue  precipitate  consisting  of  fine,  needle-shaped 
crystals.  After  filtering  and  washing  once  or  twice  with  alcohol,  the 
compound  is  obtained  in  the  pure  state.  It  dries  to  a  light  blue 
powder,  melting  and  decomposing  at  183 — 184°.  A  combustion  and 
an  estimation  of  the  copper  as  cuprous  sulphide  gave  the  following 
result  : 

C  =  47a,H  =  5-47,  Cu=  15-77. 

CieHaaOgCu  requires  C  =  47-4,  H  =  5-40,  Cu  =  15-70  per  cent. 

Several  attempts  were  made  to  prepare  ethyl  tetracetate  by  heat- 
ing dehydracetic  acid  and  alcohol  in  a  sealed  tube.  It  was  found  that 
a  small  quantity  of  some  intensely  yellow  compound  was  found,  but 
not  sufficient  was  obtained  to  determine  its  properties. 

..,,.,      .  ^  .       .     .                      0-0(OEt):CH 
Ethyl  Salt  of  Triacetic  Lactone,  k-^u r\r\- 

To  obtain  this  compound,  the  silver  salt  of  triacetic  lactone  was 
suspended  in  alcohol  and  excess  of  dry  ethyl  iodide  added.  Care  was 
taken  to  keep  all  the  materials  thoroughly  dry,  as  in  one  or  two  early 
experiments  only  triacetic   lactone  was  obtained   from   the    reaction 
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mixture.  The  reaction  was  complete  after  heating  under  a  rellux 
condenser  for  an  hour.  The  silver  iodide  was  removed  by  fdtration 
and  most  of  the  alcohol  and  ethyl  iodide  distilled  off.  The  residue 
was  placed  in  a  vacuum  desiccator  over  sulphuric  acid.  A  yellow  oil 
with  a  characteristic  odour  remained,  and  after  standing  for  a  few  days 
a  solid  substance  began  to  separate.  The  mean  of  four  closely-agreeing 
analyses  of  the  product  is  given  below  : 

C  =  60-9,  H  =  6-5. 

C^H,P3  requires  C  =  57-1,  H  =  4-8. 
CgHj^^Og  requires  C  =  62-3,  H==6'5  per  cent. 

The  product  of  the  reaction  was  therefore  a  mixture  of  triacetic 
lactone  and  its  ethyl  ester,  and  it  was  not  found  possible  to  prepare 
a  pure  specimen  of  the  latter.  It  is  possible  that  even  the  slight 
acidity  of  ethyl  iodide  due  to  decomposition  may  be  sufficient  to  de- 
compose a  considerable  quantity  of  the  ester. 

The  impure  product  gave  no  coloration  with  ferric  chloride  and 
yielded  no  copper  salt.  Since  it  contained  triacetic  lactone,  its  aqueous 
solution  had  of  course  an  acid  reaction.  When  boiled  with  a  small 
amount  of  water  and  quickly  cooled,  pm-e  triacetic  lactone  (m.  p.  188°) 
crystallised  out,  showing  that  the  ethyl  salt  is  completely  hydrolysed 
under  these  conditions. 

,,,,„,      ,m-       .     T                    0'C(OMe):CH 
Methyl  bait  ot  Irmcetic  Lactone,  ,^    JL.^.'  i.^  • 

''  -^  Me-C.CH CO 

It  was  found  that  this  compound  could  be  easily  prepared  in  the 
pure  state  by  the  action  of  methyl  iodide  on  the  silver  salt  of  the 
lactone  suspended  in  diy  methyl  alcohol.  Here  also  great  care  must 
be  taken  to  keep  the  materials  quite  dry.  Exactly  the  same  method 
of  procedure  was  adopted  as  in  the  last  case,  and  on  evaporating 
the  alcohol  in  a  vacuum  over  sulphui'ic  acid  a  crystalline  substance 
remained.  This  was  recrystallised  from  dry  ether  and  melted  sharply 
at  81°.  The  crystals  consist  of  tufts  of  coloui-less  needles  closely  re- 
sembling triacetic  lactone. 

C  =  600,  11  =  5-76. 

C7H8O3  requires  C  =  60'0,  H  =  5-71  per  cent. 

This  compound,  like  the  ethyl  salt,  gave  no  coloration  with  ferric 
chloride  and  formed  no  copper  salt.  Its  aqueous  solution  had  an  acid 
reaction,  and  gave  the  lactone  on  boiling. 

The  properties  of  these  two  compounds  suggested  that  the  acidity 
of  the  methyl  and  ethyl  esters  of  dehydracetic  acid  might  also  be 
due  to  hydrolysis  in  aqueous  solution.     Specimens  of  these  two  sub- 
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stances  were  therefore  prepared,  and  it  was  found  lliat  on  boiling 
with  water  they  were  completely  decomposed  into  dehydracetic  acid 
and  the  alcohol.  The  former  compound  (m.  p.  108^)  crystallised  out 
on  cooling.  The  distillate  from  l)oiling  solutions  of  ethyl  dehydr- 
acetate  or  the  ethyl  ester  of  triacetic  lactone  was  found  to  contain 
appreciable  quantities  of  ethyl  alcohol,  which  was  recognised  by  apply- 
ing the  iodoform  test. 

In  conclusion,  I  desire  to  express  my  warmest  thanks  to  Professor 
Collie,  at  whose  suggestion  this  research  was  undertaken,  and  who  has 
given  me  every  assistance  throughout  the  course  of  the  work. 

OnnANic  Lahokatory, 

UXIVEUSITY   COLLKGE,    LONDON. 


—The  Behaviour  of  the  Vapours  of  Methyl  Alcohol 
and  Acetaldehyde  with  Electrical  Discharges  of 
High  Frequency. 

By  Herbert  Jackson  and  Dudley  Northall-Laurie. 

IMaky  experiments  have  been  made  on  the  behaviour  of  various  gases 
and  vapours  under  the  influence  of  electrical  discharges,  but  so  far  as 
we  know  no  experiments  have  been  published  dealing  directly  with 
the  first  change  and  not  with  the  accumulated  changes  which  occur 
when  such  vapours  as  those  of  methyl  alcohol  and  acetaldehyde  are 
subjected  to  the  rapid  oscillations  of  a  high  frequency  discharge. 

In  1901,  J.  K  Collie  (Trans.,  79,  1063)  described  the  behaviour  of 
carbon  dioxide  at  low  pressures  when  submitted  to  the  electric  dis- 
charge from  an  induction  coil  and  found  that  the  gas  was  rapidly 
decomposed  to  the  extent  of  65 — 70  per  cent,  into  carbon  monoxide 
and  oxygen.  The  same  author  (Trans.,  1905,  87,  1540)  has  described 
experiments  on  the  action  of  the  silent  discharge  on  ethylene  and  on 
the  production  of  complex  polymerised  substances  as  the  result  of  this 
action. 

Qualitative  experiments  on  the  action  of  electric  discharges  on 
various  saturated  and  unsaturated  compounds  led  one  of  us  to  the 
conclusion  that  as  a  general  rule  the  former  were  broken  down  to 
simpler  molecules,  whilst  the  latter  were  converted  into  complex  poly- 
merised substances.  In  t^e  case  of  methyl  alcohol  and  acetaldehyde, 
it  was  thought  worth  while  to  study  the  reaction  quantitatively  and 
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to  use  the  high  frequency  current  for  the  source  of  oscillation,  as  it 
would  be  possible  in  this  way  to  avoid  the  effect  of  heat  to  the  greatest 
extent. 

Moreover,  by  employing  this  form  of  current,  relatively  large  volumes 
of  the  vapours  could  be  used  and  the  immediate,  not  the  accumulated, 
effect  on  them  could  be  studied. 

The  character  of  the  apparatus  used  can  be  seen  from  the  accom- 
panying illustration  : 


To   induction 
coil. 


To  earth. 


To  earth. 


^  is  a  high  frequency  machine  similar  to  tliose  used  for  thera- 
peutical purposes',  and  consists  of  two  Leyden  jars  with  spark  gap,  the 
length  of  which  can  be  adjusted,  and  a  large  solenoid  on  a  drum  which 
can  be  revolved  and  the  length  of  wii-e  in  use-  adjusted  by  the  position 
of  the  side  terminal.  This  enables  the  apparatus  to  be  "  tuned  "  to 
give  the  best  results  with  the  current  and  size  of  bulb  used.  One  jar 
is  connected  to  earth,  and  the  two  jars  are  connected  on  the  inside  with 
the  secondary  poles  of  a  large  induction  coil  capable  of  giving  a  spark 
of  50  cm.  in  length  in  air,  and  on  the  outside  ^with  each  end  of  the 
solenoid.  A  current  of  2  amperes  at  100  volts  was  used  in  the 
primary  coil.  It  is  worth  while  noting  in  connection  with  the  use  of 
the  apparatus  the  employment  of  a  small  vessel,  "  a,"  containing  soda- 
lime  inside  the  spark  gap  box,  which  allows  of  the  apparatus  being 
used  for  a  very  much  longer  time  than  when  this  precaution  is  not 
taken.  Otherwise  the  acids  formed  by  the  jar  spark  rapidly  accumu- 
late and  render  the  sides  of  the  glass  box  conductors. 

B  shows  the  form  of  bulb  in  which  the  decompositions  took  place. 
It  was  about  12  cm.  in  diameter,  with  two  side  tubes  joined  in  the 
manner  shown.  The  platinum  electrode  is  shown  at  C,  and  was  made 
about  6  cm.  long  and  1"5  cm.  in  diameter,  shaped  like  a  small  nutmeg 
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grater.     The  pierced  and  roughened  surface  assisted  in  spreading  the 
discharge. 

The  bulb  was  hung  freely  inside  the  large  beaker  D,  round  the  out- 
side of  which  was  fixed  a  strip  of  tin  foil  7  cm.  wide,  connected  to 
earth.  The  action  of  the  tin  foil  caused  the  discharge  from  the  elec- 
trode C  to  spread  all  round  and  completely  fill  the  bulb  with  a  glow. 
The  purified  and  dried  liquid  required  was  contained  in  the  bulb  F. 

E  represents  the  mercury  gauge  to  indicate  the  pressure  in  the 
apparatus.  The  vacuum  pump  was  conveniently  arranged  for  the 
rapid  exhaustion  of  the  bulb  B  and  collection  of  the  gases  formed. 

Preliminai'y  experiments  and  a  number  of  analyses  of  the  gaseous 
products  showed  that  if  these  were  allowed  to  accumulate  by  continu- 
ing the  discharge  for  any  length  of  time  the  results  obtained  showed 
such  variety  as  to  be  of  little  value  for  interpi'etation.  If,  however, 
the  discharge  were  passed  for  a  few  seconds  only  comparable  results 
could  be  obtained.  The  vapours  were  under  a  pressure  of  about 
100  ram.  for  methyl  alcohol  and  180  mm,  for  acetaldehyde  and  the 
discharge  passed  for  from  one  to  ten  seconds.  The  products  were  then 
pumped  out^of  the  apparatus,  separated  from  the  vapours,  and  analysed. 
Working  in  this  way  no  solid  or  heavy  liquid  products  were  obtained, 
although  these  were  observed  if  the  discharge  were  continued  for 
a  long  time. 

Several  analyses  were  made  of  the  gaseous  products  obtained  in  this 
way,  and  it  was  found  that  the  shorter  the  time  the  current  was 
allowed  to  pass,  the  more  nearly  did  the  composition  of  the  products 
(from  methyl  alcohol)  approximate  to  carbon  monoxide  and  hydrogen, 
the  volume  of  the  hydrogen  being  very  nearly  double  that  of  the 
carbon  monoxide.  By  working  with  mere  flashes  of  the  discharge  and 
pumping  out  the  products  after  each  flash,  gases  were  obtained  which, 
when  freed  from  the  vapour  of  methyl  alcohol  and  traces  of  water,  gave 
the  following  results  as  the  mean  of  several  determinations  of  the 
main  products : 


CO. 
32-5 

H.               CxTj.           C2ri2" 

61-1            2-4           1-2 
(Percentage  by  volume.) 

C2H4. 
U-6 

We  conclude  that  the  immediate  action  on  the  vapour  of  methyl 
alcohol  of  such  oscillations  as  are  obtained  in  high  frequency  dis" 
charges  is  represented  by  the  simple  change 


CH3-OH  =  CO  +  2H2. 


In  the  case  of  acetaldehyde  a  double  reaction  apparently  takes 
place.  Analyses  of  many  samples  of  the  gaseous  products  showed  the 
presence  of  methane,  carbon  monoxide,  and  acetylene  in  large  quanti- 
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ties,  together  with  a  very  little  hydrogen  and  other  hydrocaibons. 
The  proportions  of  these  gases  varied  somewhat,  but  by  working  with 
discharges  of  very  short  duration  it  was  possible  to  prove  that  the 
vapour  of  acetaldehyde  decomposed  partly  into  carbon  monoxide  and 
methane  and  partly  into  acetylene  and  water. 

The  average  composition  of  the  gas  freed  from  water  and  the  vapour 
of  aldehyde  and  obtained  with  discharges  of  short  duration  is  shown 
by  the  following  numbers  : 

CO.  CH4.  CjH.,.  Ho. 

45-2  44-2  8-6"  04 

(Percentage  by  volume.) 

The  presence  of  water  as  one  of  the  products  was  ascertained  in  each 
experiment,  but  it  was  found  diflicult  to  obtain  concordant  results  for 
the  small  amounts  formed.  From  these  numbers  it  will  be  seen  that 
about  80  per  cent,  of  the  vapour  of  the  acetaldehyde  yielded  carbon 
monoxide  and  methane,  whilst  the  remainder  was  converted  into  acetyl- 
ene and  water.  The  changes  took  place  apparently  simultaneously 
and  were  the  pfimary  reactions,  whilst  the  formation  of  any  hydrogen 
and  other  hydrocarbons  was  probably  due  to  secondary  changes,  as  the 
amounts  of  these  gases  only  became  appreciable  when  the  discharge 
was  continued  for  a  minute  or  two.  A  relatively  considerable  quan- 
tity of  the  main  products  was  obtained  by  a  mere  flash  of  the  discharge. 

The  reaction  giving  rise  to  acetylene  and  water  is  apparently  a 
reversible  one,  as  when  steam  and  acetylene  were  subjected  to  the 
discharge  it  was  found  possible  by  quickly  removing  the  pi-oducts  to 
detect  an  aldehyde  readily  and  to  prove  that  it  was  acetaldehyde.  An 
aldehyde  was  also  obtained  from  carbon  monoxide  and  methane 
treated  similarly,  but  the  quantity  was  small  and  there  was  certainly 
some  formaldehyde  produced.  It  is  possible  that  the  greater  readiness 
of  acetylene  and  water  to  form  aldehyde  may  well  account  for  the 
observed  fact  that  the  proportion  of  acetylene  and  water  to  carbon 
monoxide  and  methane  was  greater  the  shorter  the  duration  of  the 
discharge. 

We  conclude  therefore  that  the  immediate  action  of  high  frequency 
dischax'ges  on  the  vapour  of  acetaldehyde  is  represented  by  the 
equations  : 

CH3-CHO  =  CO-hCH4; 
CII,-CHO  =  aH.,  +  H„0. 
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CXXI. — The  All'ijlation  of  Rhamnose. 

By  TuoMAs  PuRDiK,  F.R.S.,  and  Charles  Robert  Young,  B.Sc. 

In  previous  communications  on  the  alkylation  of  sugars  by  dry  silver 
oxide  and  alkyl  iodide  (Trans.,  1903,  83,  1021,  and  succeeding  papers), 
methylated  derivatives  of  glucose,  galactose,  mannose,  and  sucrose 
have  been  described.  The  present  paper  deals  with  the  products  of  the 
methylation  of  acetone-  and  methyl-rhamnosidcs,  namely,  dimethyl 
acetonerhamnoside  and  trimethyl  methylrhamnoside,  and  with  the 
dimethyl  and  trimethyl  rhamnoses  obtained  from  these  compounds  by 
hydrolysis.  Anhydrous  rhamnose  being  required  for  our  work,  the 
opportunity  was  taken  of  revising  some  of  the  divergent  and  per- 
plexing observations  recorded  by  various  authors  on  the  preparation 
and  properties  of  the  dry  sugar. 

The  melting  point  (86 — 88°)  and  permanent  specific  rotation  in 
water  ([a]',f  +9'06°)  of  the  hydrated  rhamnose  used  as  the  starting 
point  of  our  preparations  agreed  closely  with  the  values  recorded  by 
Tunret  (Bull.  Soc.  chim.,  1896,  15,  195),  namely,  87—88°  and +  9-1°. 
The  varying  values  given  by  Tanret,  Fischer,  and  others  for  the 
melting  point  and  rotatory  power  of  anhydrous  rhamnose  (see 
Lippmann's  Chemie  der  Zucke^-arten)  are  explicable  on  the  theoi-y  now 
accepted  by  Tanret  himself  {Bidl.  Soc.  chim.,  1905,  [iii],  33,  337),  and 
by  other  workers  in  this  field,  that  the  reducing  sugars  are  capable  of 
existing  in  two  isodynamic  forms,  the  a-  and  y8- forms  of  Lowry 
(Trans.,  1899,  75,  213),  which,  when  brought  into  the  liquid  state, 
undergo  interconversion  until  an  equilibrium  is  reached.  The  common 
crystalline  rhamnose  is  stable  at  the  ordinary  temperature  ;  on  the 
analogy  of  glucose  and  for  reasons  given  later,  it  is  to  be  regal'ded  as 
the  hydrated  a-form.  It  is  IjBvorotatory  in  a  freshly-made  aqueous 
solution,  but  owing  to  partial  conversion  into  the  dexti'orotatory 
y8-form  the  rotation  of  the  solution  changes  rapidly,  and  finally 
assumes  a  constant  value,  -f9-l°.  The  a-form  has  not  yet  been 
obtained  in  the  anhydrous  state.  a-Rhamnose  cannot  be  dehydrated 
by  heat  without  partial  conversion  into  the  /3-form,  this  change 
occurring  not  only  in  the  melted  state,  but  even  when  the  heating  is 
so  regulated  that  the  substance  does  nob  fuse.  Attempts  to  prepare 
pure  anhydrous  a-rhamnose  by  prolonged  heating  of  the  hydrated 
variety  at  70°,  and  finally  at  90°,  in  an  exhausted  flask  connected  with 
a  vessel  containing  calcium  chloride  or  phosphorus  pentoxide,  were 
unsuccessful.  Analysis  showed  that  the  dehydration  of  the  sugar  was 
incomplete,  whilst  the  rise  of  the  melting  point  to  105"^,  and  the 
initial  dextrorotation  of  its  aqueous  solution,  indicated  that  the 
change  a  — ^  fi  had  already  proceeded  to  a  considerable  extent. 
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The  crystalline  anhydrous  rhamnoso  of  Fischer  (m.  p.  122 — 12G°; 
initial  [ajf  +31-5°;  Ber.,  1895,  28,  1162;  189G,  29,  324),  obtained 
from  ordinary  rhamnose  by  repeated  heating  on  a  water-bath  and 
crystallisation  from  acetone,  is  the  /S-iovm  of  the  sugar.  Tanret's 
y-form  (m.  p.  110^;  initial  [a]u  +22-8'^;  Bull.  Soc.  chim.,  1890,  15, 
195,  547)  is  doubtless  the  same  substance  mixed  with  some  a-rhamnose. 
Tanret  on  repeating  Fischer's  experiments  failed  to  obtain  his  high 
values  for  the  melting  point  and  initial  specific  rotation.  We  there- 
fore repeated  Fischer's  experiments.  After  crystallising  the  de- 
hydrated rhamnose  three  times  from  acetone,  each  crystallisation 
being  followed  by  a  day's  heating  in  a  steam  oven,  the  crystalline 
sugar  melted  at  121 — 123"^  and  showed  the  initial  specific  rotation 
+  28-08°. 

By  a  slight  modification  of  the  process,  better  results  were  obtained 
more  expeditiously.  The  dehydrated  sugar  was  brought  into  solution 
by  prolonged  boiling  with  thirty  times  its  weight  of  dry  acetone,  to 
which  about  a  niuth  of  its  bulk  of  alcohol  was  added.  On  cooling, 
the  sugar  separated  more  slowly  than  from  pure  acetone,  with  the 
result  that  a  single  crystallisation  and  subsequent  heating  sufficed  to 
raise  the  melting  point  to  122 — 124°,  and  the  initial  specific  rotation 
in  water  to  -f30'19°.  Fischer's  results  are  thus  confirmed.  The  true 
solubility  of  /3-rhamnose  in  acetone  being  small,  tlie  efficiency  of  the 
modified  process  is  probably  attributable  to  the  slow  crystallisation 
promoting  complete  isomeric  change  in  the  direction  a  — ^  y3.  In 
applying  Fischer's  process,  we  found  that  each  crystallisation  from 
pure  acetone,  contrary  to  expectation,  caused  a  fall  of  the  melting 
point  and  initial  rotation.  The  quicker  ciystallisation  which  occurs 
when  this  solvent  is  used  yields  a  mixture  containing  more  of  the 
a-constituent  than  was  contained  in  the  sugar  befoi'e  solution.  On 
the  other  hand,  each  subsequent  heating  of  the  solid  sugar  increases 
the  proportion  of  the  /3-isomeride,  and  from  this  it  may  be  concluded 
that  the  /3-form  is  the  form  stable  at  higher  temperatures.  Tiiis 
conclusion  is  confirmed  by  the  observation  that  the  pure  ^-rhamnose 
referred  to  above,  after  being  kept  for  two  months  in  a  sealed  tube, 
gave  a  lower  melting  point  (113 — 115°)  and  lower  initial  rotation 
(-h25-0°)  than  when  freshly  prepared.  The  change  (3  — ^a  had 
partially  proceeded,  showing  that  a-rhamnose  is  the  form  which  is 
stable  at  the  ordinary  temperature. 

In  preparing  acetonerhamnoside,  Fischer's  directions  {JBer.,  1895,28, 
1145)  were  carefully  observed,  l)ut  we  failed,  notwithstanding,  to 
obtain  the  substance  in  a  crystalline  form.  The  product  used  in  our 
experiments  was  an  almost  colourless  syrup,  devoid  of  action  on 
Fehling's  solution,  and  giving  in  aqueous  solution  the  rotation 
[tt][;"    16 "04°,    a    value    not    differing    much    from    that    of    Fischer's 
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crystalline  substance  (17*5°).  If  acetonerhamnoside  is  capable  of 
existing  in  two  stereoisomeric  forms,  the  syrup  consisted  essentially  of 
the  same  isomoride  or  mixture  of  isomerides  as  Fischer's  solid  com- 
pound. By  methylation  with  dry  silver  oxide  and  methyl  iodide,  the 
syrup  gave  a  liquid  Itevorotatory  dimethyl  acetonerhamnoside,  and 
from  this,  by  hydrolysis  with  hydrochloric  acid,  dimethyl  rhamnose  was 
pi'epared.  The  sugar  was  an  uncx-ystallisable  syrup,  and,  as  the  nature 
of  the  compound  appeared  to  prohibit  its  purification  by  distillation,  it 
was  not  obtained  in  a  state  fit  for  analysis.  The  compound  was,  how- 
ever, identified  by  preparation  of  a  crystalline  phenylhydrazone. 
Dimethyl  rhamnose  appears  incapable  of  forming  an  osazone.  When 
the  hydrazone  was  heated  with  phenylhydrazine  in  alcoholic  solution  in 
a  sealed  tube  at  100°,  it  was  found  not  to  be  affected.  Direct  action 
of  excess  of  phenylhydrazine  acetate  on  an  aqueous  solution  of  the 
sugar  also  failed  to  give  an  osazone.  We  conclude,  therefore,  that  in 
dimethyl  rhamnose,  and  hence  also  in  dimethyl  acetonerhamnoside,  one 
of  the  two  methoxyl  groups  is  probably  in  the  a-position.  That  the 
dimethyl  rhamnose,  obtained  as  above,  had  the  constitution  of  an 
ordinary  reducing  sugar  was  further  evidenced  by  its  vigorous  action 
on  Fehling's  solution  and  by  its  ready  condensation  with  methyl 
alcohol  by  means  of  hydrogen  chloride.  The  available  quantity  of  the 
crystalline  condensation  product  so  obtained  was  too  small  to  admit  of 
satisfactory  analysis,  but  its  glucosidic  nature  and  high  Itevorotatory 
power  accorded  with  the  conclusion  that  it  was  a-dimethyl  methyl- 
rluimnoside. 

Considerable  uncertainty  prevails  with  respect  to  the  constitution  of 
the  compounds  of  sugars  with  ketones.  Our  experiments  with  acetone- 
rhamnoside, though  they  do  not  afford  conclusive  proof  of  the  con- 
stitution of  the  compound,  at  least  reduce  the  number  of  possible 
structural  formulae  that  may  be  assigned  to  it.     Of  the  two  formulae : 

I.     Me-CH(On)-CH-[CH-OH]2-CH-0'CMe:CH2, 
. 0 ' 

Me-C-Me 


0       0^ 

II.     Me-CH(OH)-CH-CH(OH)-CH-CH 
J 0 ' 

suggested  tentatively  by  Fischer  {loc.  cit.),  I  is  excluded,  seeing  that 
acetonerhamnoside,  under  an  action  which  in  similar  cases  effects  com- 
plete methylation  of  hydroxyl  groups,  yields  only  a  dimethyl  derivative. 
The  glucosidic  character  of  acetonerhamnoside  indicates  clearly  that 
one  of  the  linkings  of  the  acetone  residue  must  be  attached  to  the 
terminal  C  atom  as  in  II.     It  is,  however,  improbable  that  the  second 
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linking  is  attached  to  the  a-carbon  atom  as  represented  in  formula  II, 
for  we  have  already  shown  that,  in  methylating  acetoneihamnoside,  of 
the  two  -OH  groups  attacked,  one  is  in  all  probability  in  the  a-position. 
It  appears,  therefore,  that  the  second  linking  of  the  acetone  residue  is 
attached  to  tlio  (3-  or  S-carbon  atom. 

The  methylrhamnoside  used  in  our  experiments  was  the  crude  syrup 
resulting  from  Fischer's  method  of  pre[)aration  (loc.  cil.),  as  in  spite  of 
every  elfort  wo  failed  to  obtain  his  final  crystalline  product.  The 
material  gave  on  complete  alkylation  a  liquid  triviethyl  methyl- 
rhavwoside  which  it  was  possible  to  purify  by  fractional  distillation 
(b.  p.  112°  under  11  mm.  pressure).  The  aldoside  obtained  in  this 
manner  is  largely  in  the  a-form.  On  hydrolysing  the  compound  with 
dilute  liydrochloric  acid,  the  glucosidic  mebhoxy-group  only  was 
removed,  and  trbaeihyl  rhamnose  was  obtained  as  a  colourless  syrup 
(b.  p.  151 — 155°  under  15  mm.  pressure).  The  substance  has  the 
properties  of  an  ordinary  reducing  sugar.  It  acts  readily  on  Fehling's 
solution,  and  gives  a  crystalline  phe)iylhydrazo)ie  (m.  p.  126 — 128°). 

By  condensation  with  methyl  alcohol  by  means  of  hydrogen  chloride, 
a  trimethyl  viethylrhamnoside  is  obtained,  the  I'otatory  power  of  which 
closely  approximates  to  that  of  the  compound  obtained  by  methylating 
methylrhamnoside.  Like  the  completely  methylated  ethoric  derivatives 
of  glucose,  galactose,  and  mannose,  trimethyl  rhamnose  resists  the 
oxidising  action  of  silver  oxide  in  the  presence  of  methyl  iodide  and 
yields  trimethyl  methylrhamnoside  largely  in  the  ^-form. 

The  following  table  shows  the  relationships,  with  respect  to  their 
optical  activity,  between  the  rhamnose  derivatives  described  in  this 
paper : 


o-Eharaiiosc,  CgHioOj,  HoO    

)3-llhaiiinosr,  C^U^-jOr,     

a-Methylrhamnoside  (Fischer)    

Dimetliyl  niethyhhanniosidc  (probably  a-form) 
Trimethyl  ,,  (largely  a-form).. 

)»  ))  j>  >) 

»  „  (largely /3-form).. 

))  )l  ))  !) 

Trimethyl  rhamnose  

()  )i  

>>  )i  

Acetonerhamiioside  ( Fischer)    

Dimethyl  acetonerhamuoside    

)>  )>  »i  • 


Solvent. 


Water 

Alcoiiol 

Water 

Alcohol 

Water 

Alcohol 

Water 

Benzene 
Alcohol 
Water 
Methyl  alcohol 
Acetone 


w... 


-7-0°-> 
-16-5-> 


+  31- 


0 

-62 

-95 

-54 

-15 

+  29 

+  52 

+  24-15-^ 

+  3-25 -> 

-4-86^ 

+  17 

-31 

-35 


+  9-r 

-11-4 

+  10-1 

■5 

about 

•13 

•54 

•30 

•36 

+  25^44 
+  5-82 
-9^52 

•5 

•10 

•32 


Fischer  has  shown  that  the  a-  and  y8- series  of  glucosides  are  sharply 
distinguished  from  each  other   by  the  selective   action  of  hydrolytic 
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enzymes.  As,  however,  various  aldosides  and  ketosides  are  entirely 
proof  against  hydrolysis  by  all  the  common  enzymes,  it  is  doubtful 
how  far  these  agents  can  be  used  for  discriminating  between  the  two 
classes  of  glucosidic  derivatives  in  the  case  of  sugars  other  than  glu- 
cose and  galactose.  The  method  is  evidently  applicaljle  to  the  methyl- 
mannosides,  as  Fischer  surmised  {Ber.,  1895,  28,  1430).  a-Methyl- 
mannoside  is  left  untouched  by  maltase  and  is  scarcely  affected  by 
emulsin.  ^-Methylmannoside  is  still  unknown,  but  observations 
made  here  (Trans.,  1905,  87,  1462)  show  that  its  tetramethylated 
derivative  is  readily  hydrolysed  by  the  latter  enzyme.  Besides  this 
varying  behaviour  towards  enzymes,  other  characteristics  are  available 
as  distinguishing  marks  of  the  two  classes  of  stereoisomerides.  W.  A. 
van  Eckeustein  [Itec.  trav.  chim.,  1894,  13,  183)  and  E.  F.  Armstrong 
{Proc.  Roy.  Soc,  1904,  74,  188)  have  shown  that  y8-methylglucoside 
and  galactoside  are  hydrolysed  by  dilute  acids  much  more  quickly 
than  their  a-isomerides.  We  have  found  the  s-ame  to  hold  true  for 
the  corresponding  derivatives  of  tetramethylated  glucose,  galactose, 
and  mannose,  and  it  may  be  concluded  that  the  distinction  in  question 
is  a  general  one.  Another  practical  method  of  distinction  is  based 
on  the  observation  that  Fischer's  method  of  preparation,  owing  to  the 
transforming  action  of  alcoholic  hydrogen  chloride  on  the  /?-forms, 
furnishes  the  a-forms  in  preponderating  quantity.  The  crystalline 
aldosides  which  separate  first  from  the  final  product  of  the  reaction 
are  a-aldosides.  On  the  other  hand,  the  y8-aldosides  predominate  in 
the  mixture  produced  by  alkylating  methylated  aldoses  with  silver 
oxide  and  methyl  iodide.  Applying  the  above  criteria  to  the  gluco- 
sidic derivatives  of  rhamnose  given  in  the  table,  Fischer's  crystalline 
methylrhamnoside,  considering  its  method  of  preparation,  is  to  be 
assigned  to  the  a-series.  The  crystalline  dimethyl  methylrhamnoside 
obtained  from  dimethyl  rhamnose  by  direct  condensation  is  doubtless 
also  an  a-form.  The  syrupy  methylrhamnoside  used  in  our  experi- 
ments, which  was  similarly  obtained  from  rhamnose,  must  have  been 
chiefly  in  the  a-form,  and  the  same  is  therefore  true  of  the  trimethyl 
methylrhamnoside  (specific  rotation  -54"13°  in  alcohol)  which  was 
prepared  from  it.  This  was  confirmed  by  following  the  course  of  its 
hydrolysis  by  dilute  acid  polarimetrically,  as  described  in  the  experi- 
mental part  of  the  paper.  On  the  other  hand,  the  trimethyl  methyl- 
rhamnoside showing  in  alcohol  the  specific  rotation  +29-30",  obtained 
from  trimethyl  rhamnose  by  the  silver  oxide  and  methyl  iodide  pro- 
cess, should  contain  a  large  proportion  of  the  ^-form  of  the  com- 
pound ;  this  was  verified  by  the  changes  of  rotation  recorded  below, 
which  were  observed  during  its  hydrolysis  by  acid.  •! 

E.  F.  Armstrong  (Trans.,  1903,  83,   1306)  has  correlated  the  a-  and 
/3  methylglucosides  with  u-  and  /J-gluco.^e   (Tanret's  a-  and  y-lorms). 
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In  default  of  similar  experimental  evidence  in  the  case  of  rhamnose, 
it  may  be  assumed  on  the  analogy  of  glucose  that  the  form  of  tho 
sugar  stal)le  at  the  ordinary  temperature,  the  a-rhamnose  of  Tanrot, 
corresponds  with  the  a-rhamnosides,  and  that  Tanret's  y-rhamnose  is 
similarly  related  to  the  ^-rhamnosides.  Keeping  in  view  that 
rhamnose — in  respect  of  its  relationship  in  con6guration  to  ^-mannose 
or  ^gulose — must  be  regarded  as  ^rhamnose,  tho  tabulated  rotatory 
powers  will  be  seen  to  fall  into  line  generally  with  those  of  glucose 
and  its  corresponding  derivatives.  Thus  a-rhamnose  i^^  more  Itevo- 
rotatory  than  ^-rhamnose,  a-methylrhamnoside  considerably  more  so 
than  a-rhamnose,  whilst  the  rotatory  powers  of  trimethyl  a-  and 
/S-methylrhamnosides  are  respectively  higher  and  lower  in  the  Irevo 
sense  than  that  of  trimethyl  rhamnose. 

The  pei'manent  specific  rotations  recorded  for  this  sugar  in  water, 
benzene,  and  alcohol  ai-e  the  rotations  of  equilibrium  mixtures  of  the 
a-  and  /3-forms  ;  the  sugar  being  uncrystallisable,  these  fox'ms  cannot 
be  isolated,  but  it  may  be  safely  concluded  that  their  individual  rota- 
tory powers  are  respectively  greater  and  less  in  the  Itevo  sense  than 
the  numbers  recorded  for  the  mixture.  The  very  slight  multirotation 
displayed  by  the  aqueous  solution  shows  that  the  isodynamic  equilil)rium 
in  the  pure  liquid  substance  and  in  water  is  nearly  the  same.  Benzene 
as  compared  with  water  not  only  greatly  lowers  the  initial  dextro- 
rotation, but  also  affects  the  equilibrium,  the  multirotation  indicating 
that  the  fi-iorm  is  increased  in  this  solvent.  The  direction  of  the 
multirotation  both  in  water  and  in  benzene  is  the  same  as  that  of 
a-rhamnose  in  water. 

The  multirotation  of  trimethyl  rhamnose  in  alcohol,  it  will  be  seen, 
is  in  the  opposite  direction  to  that  displayed  in  the  other  solvents,  an 
increase  in  the  proportion  of  the  a-form  being  indicated  in  this  case. 
The  behaviour  of  the  substance  in  alcohol  is,  however,  quite  in  accord 
with  the  observations  of  Tanret  on  a  similar  mixture  of  the  a-  and 
j8-forms  of  the  parent  sugar.  The  rhamnose  (Tanret's  /3-variety), 
which  gives  at  once  a  permanent  dextro-rotation  (-f-10-l°)  in  water, 
shows  multirotation  in  alcohol  from  a  dextro  value  to  -  10'3°.  In 
the  case  of  both  sugars,  alcohol,  as  compared  with  water,  has  the 
effect  of  shifting  the  equilibrium  in  the  direction  ft  — >■  a.  Indepen- 
dently, however,  of  its  influence  on  the  isodynamic  equilibrium, 
alcohol,  like  benzene,  exerts  a  specific  effect  on  the  rotation  in  the 
Uevo  direction.  Thus,  even  the  trimethyl  a-  and  ^-methylrhamnosides, 
which  can  undergo  no  isodynamic  change  on  being  dissolved  in 
alcohol,  show  nevertheless  a  much  higher  rotation  in  the  la;vo  sense 
in  alcohol  than  in  water. 
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Experimental. 

Dimethyl  A  cetonerhamnoside. 

The  proportions  of  materials  used  for  the  methylation  were  1  inol.  of 
acetonerhaumosiile,  4  mols.  of  methyl  iodide,  and  2  mols.  of  silver  oxide. 
In  the  first  alkylation,  a  little  acetone  was  added  to  effect  solution,  but 
in  the  second  treatment,  which  sufficed  to  complete  the  action,  no  ex- 
traneous solvent  was  needed.  The  process  of  alkylation  and  the  isola- 
tion of  the  product  were  carried  out  as  in  previous  cases  (Trans.,  1904, 
85,  1058,  1074).  The  yield  of  the  pure  substance  was  approximately 
35  per  cent,  of  the  weight  of  acetonerhamnoside  taken.  Dimethyl 
acetonerhamnoside  is  a  colourless,  mobile,  highly  refractive  liquid, 
boiling  at  121 — 124°  under  22  mm.  pressure.  It  is  readily  soluble  in 
organic  solvents,  but  insoluble  in  water,  and  it  is  without  action  on 
Fehling's  solution, 

C  =  56-53  ;  H=8-75  ;  OCH3  (by  Zeisel's  method)  =27-36. 
CyHi^03(OCH3)2  requires  C  =  56-85  ;  H  =  8-70  ;  0CH3  =  26-73  per  cent. 

A  cryoscopic  determination  of  the  molecular  weight  in  benzene  gave 
219,  the  calculated  number  being  232.  Determinations  of  the  specific 
rotation  gave  the  following  results  :  A 

P- 

Piue  licjuid — 

Methyl-alcoholic  solution...     11-0260 
*Acetone  solution    12-4781 

Dimethyl  Rhamnose. 

Dimethyl  acetonerhamnoside  was  readily  hydi'olysed  by  heating  at 
100-'  with  3  per  cent,  aqueous  hydrochloric  acid,  acetone  being  evolved 
in  the  process.  The  solution  having  been  neutralised  with  barium 
carbonate,  filtered,  and  evaporated  to  dryness,  the  product  was  extracted 
from  the  residue  with  boiling  alcohol.  The  syrup  left  on  evaporating 
the  alcohol  was  extracted  with  acetone,  and  the  solution  was  dried 
with  sodium  sulphate.  After  removing  the  acetone  by  distillation,  the 
sugar  remained  as  an  amber-coloured,  uncrystallisable  syrup,  solidifying 
to  a  glass  after  being  heated  on  a  water-bath.  The  substance  was 
soluble  in  water  and  in  alcohol,  moderately  so  in  acetone,  only  slightly 
BO  in  ether.  It  reduced  Fehling's  solution  on  gentle  warming,  and 
was  found  to  be  feebly  dextrorotatory  in  methyl-alcoholic  solution. 
As  the  compound  could  not  be  purified  for  analysis,  it  was  identified 
by  preparing  its  hydrazone. 

*  This  observation  of  rotatory  power  is  to  he  substituted  for  that  niailc  on  a  pre- 
liminary preparation  of  the  substance  {Cliem.  Nev)s,  1902,  86,  191). 


d^'>\ 

I. 

«r. 

wr 

1-0795 
0-8194 
0-8202 

1 
2 
2 

-36-09° 
-5-62 
-7-23 

-33-43' 
-31-10 
-35-32 
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Dimetliyl  rliarnnose  and  phenylhydrazino  react  iniraediately  in 
ethereal  solution  with  precipitation  of  the  crystalline  hydrazone,  but 
owing  to  the  slight  solubility  of  the  sugar  in  other,  it  was  found  more 
convenient  to  add  the  calculated  quantity  of  the  base  in  the  form  of 
Fischer's  reagent  to  a  concentrated  aqueous  solution  of  the  sugar ;  in 
this  case  also  the  hydrazone  separates  at  once  in  the  crystalline  state. 
After  being  washed  with  acetic  acid,  it  crystallised  from  alcohol  in 
colourless,  glistening  prisms  melting  at  nearly  the  same  temperature  as 
rhamnose  phenylhydrazoue,  namely,  159 — IGO^*     Analysis  gave  : 

C  =  5S-59;  H  =  7-80;  N  =  10-15. 
CjJI^aO^No  requires  0  =  59-51  ;  H  =  7-87  ;  N=:9-95  per  cent. 

The  condensation  of  dimethyl  rhamnose  with  methyl  alcohol  was 
carried  out  by  heating  a  10  per  cent,  solution  of  tlie  sugar  in  methyl 
alcohol  containing  0*25  per  cent,  of  hydrogen  chloride  in  a  sealed  tube 
for  thirty  hours  at  90°.  During  the  process,  the  observed  rotation  in 
a  1-dcm.  tube  changed  from  +0-77°  to  -5-42°.  The  product,  isolated 
as  in  other  similar  cases  {loc.  cit.),  was  a  colourless  liquid,  without 
action  on  Fehling's  solution,  which  boiled  at  158 — 161°  under  19  mm. 
pressure  and  crystallised  partially  on  standing.  The  solid  matter 
after  di-ying  on  porous  porcelain  and  recrystallising  from  light 
petroleum  consisted  of  colourless  needles  melting  at  53 — 56°,  and 
having  a  specific  rotation  of  about  -  95°  in  alcoholic  solution.  The 
glucosidic  character  of  the  compound  and  its  high  Itevorotatory  power 
lead  us  to  conclude  that  it  is  dimethyl  a-methylrhamnoside. 

Trimethyl  Jfeth)/Miamnoside. 

In  methylating  methylrhamnoside  the  materials  used  were  in  the 
proportions  :  methylrhamnoside  1  mol.,  silver  oxide  3  mols.,  methyl 
iodide  6  mols.  A  few  c.c.  of  methyl  alcohol  were  added  as  solvent  in 
the  fii'st  alkylation,  but  although  the  product  from  this  was  freely 
soluble  in  methyl  iodide,  two  additional  alkylations  in  this  solvent 
were  needed  to  complete  the  action.  By  the  methods  described  in 
other  cases  (loc.  c('^.),  trimethyl  methylrliamnoside  was  isolated  from  the 
product  of  the  alkylation  as  a  colourless  liquid  boiling  steadily  at  112° 
under  11  mm.  pressure.  In  one  experiment,  27  grams  of  the  substance 
were  obtained  from  48  grams  of  methylrhamnoside.     Analysis  gave  : 

I.  C  =  54-68;  H  =  9-37;  0CH3  =  54-96. 
II.  0  =  54-53;  H  =  9-21;  OOH3  =  55-73. 
C6H30(0CH3)^  requires  0  =  54-49;  H  =  9-17;  00H3  =  56-37  per  cent. 

*  The  melting  point  of  rhamnose  phenylhyiliazone  is  variously  given  as  159°, 
154 — 156°,  and  151°.  A  specimen  prepared  and  recrystallised  in  the  same  manner 
as  our  dimethyl  rhamuosepheuylhydrazoue  melted  at  150— 152'5°. 
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A  cryoscopic  determination  of  the  molecular  weight  in  benzene  gave 
208.     CjoHjoOj  requires  220. 

Trimethyl  methylrhamnosiile  has  a  "  l)itter-s\veet  "  taste,  is  neutral 
in  reaction,  and  does  not  act  on  Fehling's  solution ;  it  is  readily  soluble 
in  water  and  in  the  ordinary  organic  solvents.  An  aqueous  solution 
of  the  rhamuoside,  after  being  heated  with  emulsin  at  37°  for  several 
days,  showed  only  a  slight  action  on  Fehling's  solution,  and  its  optical 
rotation  was  unaltered.  The  following  observations  of  the  specific 
rotation  were  made  : 

p.                 d"-0\  I.  af.                 [a]f. 

Pureliquid   —  1-0724  1  -66-68°  -62-18° 

Aqueous  solution 10-6651  1-0137  2  -3-36  -15-54 

Etliyl-alcuholic  solution 13-6455  0-8218  2  -12-14  -54-13 

Trimelhijl  Rkamnose. 

A  7*5  per  cent,  solution  of  trimethyl  methylrhamnoside  in  8  per 
cent,  aqueous  hydrochloric  acid  was  heated  at  100°  until  the  con- 
stancy of  the  rotatory  power  gave  proof  that  the  hydrolysis  was  com- 
plete. In  one  such  experiment  the  observed  rotation,  initially  -  0-83° 
in  a  1-dcm.  tube,  rose  after  two  and  a  half  hours  to  the  constant  value 
-1-1*39°.  The  rise  of  rotation  during  hydrolysis  was  perfectly  regular, 
a  result  which  confirms  our  previous  conclusion  that  the  trimethyl 
methylrhamnoside  ^consisted  mostly  of  the  a-form.  The  product  was 
isolated  in  the  same  manner  as  tetramethyl  glucose  (loc.  cit.)  and  dis- 
tilled fractionally  in  a  vacuum.  The  yield  of  pure  product  was  65  per 
cent,  of  the  theoretical  quantity.  Analysis  of  the  main  fractions  from 
two  diiferent  preparations  which  distilled  at  151 — 155°  under  15  mm. 
pressure  gave  : 

I.  C  =  52-16;  H  =  9-13;  OCH3  =  46-29. 
II.  C  =  52-28;  H  =  8-99;  0CH3  =  45-48. 
C^HyO^(OCH3)3  requires  0  =  52-38;  H  =  8-82;  0CH3  =  45-15  per  cent. 

Trimethyl  rliamnose  is  a  syrupy  liquid  which  reduces  Fehling's 
solution  vigorously.  It  is  i-eadily  soluble  in  water,  alcohol,  benzene, 
and  ether.  Observations  of  the  rotatory  power  of  the  compound  are 
given  below.  The  multi-rotation  was  promoted  in  each  case  by  adding 
a  trace  of  alkali. 

, ' ^ 

Solvent.                              c.  Initial.  Final. 

Water 4-638  +24-15°  +25-44° 

Benzene  5238  +3-25  +5-02 

Alcohol    4-938  -4-86  -9  52 

When  phenylhydrazine  in  diluted  acetic  acid  is  added  to  trimethyl 
ihamnose,  the  sugar  is  rapidly  dissolved,  and  a  heavy  oil  is  afterwards 
precipitated  which  solidifies  on  standing  some  time.  The  solid  product, 
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after  being   washed  with   diluto  acetic  acid,  dried  in  a   vacuum,  and 
recrystallised  from  ether,  gave  on  analysis  the  following  results  : 

C  =  6l-32;  H  =  8-38;  N  =  9-66;  OCH3  =  34-01. 
Ci2Hi50N,(OUIl3)3  requires  C  =  60-74;  H  =  8-18;  N  =  9-48j  00113  = 

31*42  per  cent. 

The  compound  is  therefore  trimethyl  rhamnosephenylhydrazo)ie.  The 
substance  is  slightly  soluble  in  water,  very  (soluble  in  alcohol,  and 
moderately  so  in  ether,  from  which  it  crystallises  in  irregular,  light 
yellow  prisms  melting  and  decomposing  at  12G — 128°. 

Methylation  of  Trimelhyl  Rhamnose. 

The  condensation  of  trimethyl  rhamnose  with  methyl  alcohol  was 
effected  by  heating  a  ^5  per  cent,  solution  of  the  sugar  in  methyl 
alcohol  containing  0*25  per  cent,  of  hydrogen  chloride  in  a  sealed  tube 
at  115°  for  four  and  a  half  hours.  The  product  was  isolated  as  in 
previous  cases,  and  fractionally  distilled  in  a  vacuum.  The  distillate 
(b.  p.  110 — 115°  under  11  mm.  pressure)  was  a  colourless,  mobile  oil 
which  had  no  action  on  Fehling's  solution.     Analysis  gave : 

C  =  54-07;  H  =  9-08. 

CjoHgoO^  requires  C  =  54'49  ;  H  =  9*17  per  cent. 

A  determination  of  the  specific  rotatory  power  in  water  gave  the 
following  result:  c  =  3-378,  ^=1,  a}r  -  0-46°  ;  hence  [a]},'' -  13-62°. 
This  number  corresponds  approximately  with  the  value  (-15-54°) 
found  for  the  same  compound  prepared  by  methylating  methyl- 
rhamnoside,  and  shows  that  the  substance  obtained  as  above  consists 
largely  of  the  a-form. 

Trimethyl  rhamnose  can  also  be  methylated  by  the  silver  oxide 
method.  The  process  was  carried  out  in  the  usual  manner ;  no  solvent 
other  than  methyl  iodide  was  re(iuired,  and  one  treatment  sufficed  to 
complete  the  action.  On  distilling  the  product,  the  main  fraction 
boiled  at  120 — 124°  under  17  mm.  pressure  and  gave  on  analysis  : 

0  =  54-64;  H  =  9-20;  OOHg^ 54-30. 
0,H^0(00H3)^  requires  0  =  54-49;  H  =  9-17;  0CH3  =  56-37  per  cent. 

The  following  observations  of  the  specific  rotation  were  made  in  a 
2-dcm.  tube:  in  ethyl  alcohol,  c  =  8-276,  ai;'^  +  4-85°,  [a]};' +  29-30°. 
In  water,  c  =  7-467,  ar  +  7-82°,  [a]r  + 52-36°. 

The  substance  is  therefore  trimethyl  methylrhamnoside,  containing, 
however,  as  explained  in  the  introduction,  a  much  larger  proportion  of 
the  /3-form  of  the  rhamnoside  than  the  product  of  the  condensation  of 
the  sugar  with  methyl  alcohol.  This  conclusion  is  borne  out  by  a 
study  of  its  hydrolysis.     As  in  all  the  other  aldosides  examined,  the 
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yS-form — here  dextrorotatory — undergoes  more  rapid  hydrolysis  than 
the  hcvorotatory  a-isomeride.  The  result  is  that  the  solution, 
initially  dextrorotatory,  becomes  gradually  lajvorotatory  during  the 
process,  then  again  dextrorotatory,  and  finally  attains  a  constant 
dextro- value.  The  hydrolysis  was  carried  out  by  heating  a  solution  of 
the  rhamnoside  in  8  per  cent,  aqueous  hydrochlox'ic  acid  at  80°.  The 
polarimetric  observations  made  during  the  process,  in  a  1-dcm.  tube. 


are  given  below  : 

Time  from  start. 

Before  heating  ..... 
10  minutes 

+  0-51° 
-0-03 
-0-18 
-0-36 

Time  from  start. 

70  mimites 

100        „      

160         ,,      

-0-11 
+  0-1.5 

30        ..           ..    .  . 

+  0-15 

50        

Chemical  Reseajich  Laboeatoky, 
United  College  of  St.  Salvator  and  St.  Leonard, 
University  of  St.  Andrews. 


CXXIL — The  Alkylation  ofl-Arahinose. 

By  Thomas  Purdie,  F.R.S.,  and  Robert  Evstafieff  Rose,  Ph.D. 

In   continuation  of  previous   work   on  the  alkylation  of    sugars,  we 
have  applied  the  process  of  methylation  by  means  of  the  joint  action 
of  silver  oxide  and   methyl  iodide   to   Fischer's  a-methylarabinoside. 
The  three  hydroxyl  groups  of  the  compound  are   readily  etherified  by 
this  method,  and  on  distilling  the  product  trimethyl  a-melhylarahinoside 
is  obtained  in  nearly  theoretical  yield.     The  distillate  solidifies  after 
some  time,  and  by  crystallisation  from  light  petroleum  the  substance 
is  procured  in  large,  beautiful  crystals  melting  at  43 — 45°.     This  com- 
pound is  readily  hydrolysed  when  heated  with  dilute  hydrochloric  acid, 
the  progress  of  the  action  being  manifested  by  a  steady  fall  of  the 
rotatory  power  to  a  final  constant  value  ;  the  aldosidic  methoxyl  group 
only  is  removed  by  the  process,   and  trimethyl  arabinose  is  formed. 
When    isolated    and    fractionally    distilled,    the    substance   was    ob- 
tained as  a  colourless,  uncrystallisable  syrup,  which  showed  the  usual 
properties  of  a  reducing  sugar,  including  that  of  multirotation.     When 
condensed   with  methyl  alcohol   by   means  of    hydrogen   chloride,    it 
yielded  a  liquid  mixture  of  trimethyl  a-  and  ^-methylarabinosides  in 
which  the  a-isomeride  was  present  in  such  quantity  that  it  separated 
in    crystalline    form    when    the    mixture    was    nucleated    with    this 
substance. 

It  was  found  that  trimethyl  arabinose,  like  the  other  etheric  sugars, 


THE   ALKYLATION   OF   L-ARAHINOSE.  1205 

conid  also  be  methylated  with  silver  oxide  and  methyl  iodide  without 
undei'going  oxidation.  The  product  was  again  a  mixture  of  the 
stereoisomeric  aldosides,  containing,  however,  such  a  large  proportion 
of  the  /3-form  that  the  liquid  could  not  be  made  to  crystallise  when 
nucleated  with  the  crystalline  a-form. 

The  specific  rotations  of  the  compounds  referred  to  are  summarised 
below  ;  (i-methylarabinoside,  which  is  included  in  the  table,  has  not  been 
isolated  hitherto.  The  compound  was  precipitated  in  the  crystalline 
state  (m.  p.  115 — ll?*^)  on  adding  ether  to  the  residual  mother  liquors 
obtained  in  the  preparation  of  the  a-isomeride. 

[a]f  [ajf  in 
iu  water.      methyl  alcohol. 

Z-Arabinose  (Tanret) +175°  -^  105°  — 

o-Methylanibinosi(le  (in.  p.  169—171°) 2457  — 

)3-Mcfh3-laraliinosidc  (m.  p.  115— 117°)...  73-2  — 

Tiinicthyl  o-melhylarabinoside  (m.  p.  43—45°).               250-8  +223*1° 
Tiinicthyl   niethylarabinoside    (liquid),    largely 

/3-form     121-9  97-8 

Trimethyl  arabinose  (liquid),  mixture  of  a- and 

/3-forms    122-3 ->  1-27-2  98-7^102-7 

Fischer  found  that  his  methylarabinoside  (m.  p.  169 — 171°)  was  not 
affected  either  by  yeast-enzymes  or  by  emulsin  {Ber.,  1894,  27, 
2985).  The  isomeric  arabinoside  (m.  p.  115 — 117°)  is  apparently  also 
proof  against  the  action  of  emulsin,  as  after  heating  it  for  a  week  at 
35°  with  a  solution  of  the  enzyme  we  failed  to  obtain  distinct  evidence 
of  hydrolysis.  The  selective  action  of  enzymes  is  therefore  at  present 
not  available  as  a  distinguishing  test  for  the  stereoisomeric  methyl- 
arabinosides.  In  view,  however,  of  their  method  of  preparation, 
which  is  pi-ecisely  like  that  of  the  corresponding  glucosides  and 
galactosides,  the  arabinoside  melting  at  169 — 171°  may  unquestionably 
be  assigned  to  the  a-series,  and  the  isomeride  (m.  p.  115 — 117°)  to  the 
j8-series.  The  trimethyl  methylarabinoside  (m.  p.  43 — 45°),  which  was 
obtained  by  methylating  a-methylarabinoside,  is  also  an  a-form. 
Trimethyl  /3-methylarabinoside  appears  to  be  a  liquid,  and  was  not 
isolated.  The  substance  was  contained  in  apparently  preponderating 
proportion  in  the  aldosidic  liquid  (specific  rotation  in  water  +121-9°), 
which  was  obtained  by  methylating  trimethyl  arabinose  by  the  silver 
oxide  method.  This  conclusion  is  justified,  independently  of  evidence 
based  on  the  rotatory  power  of  the  liquid,  by  previous  experience  with 
other  methylated  sugars,  which  shows  that  the  method  of  preparation 
employed  always  favours  the  production  of  the  /3-aldoside.  The 
presence,  in  quantity,  of  thismore  hydrolysable  form  was  also  established 
by  the  rise  and  subsequent  fall  of  rotation  to  the  value  for  trimethyl 
arabinose,  observed  in  the  course  of  hydrolysing  the  liquid. 

The  relation  of  the  trimethyl  a-  and  /3-methylarabinosides  with  re- 
spect to  rotatory  power  is  evidently  the   same  as  that  of   the  cor- 
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responding  nictbylarabinosides,  the  a-compounds  being  more  dextro- 
rotatory and  the  /3-compounds  less  so  than  the  parent  sugars.  The 
mean  of  the  specific  rotations  of  the  two  methylglucosides  and  of  the 
two  tetramethyl  methylglucosides  is  approximately  the  same,  namely, 
621°  and  65°.  If  a  similar  i-elation  applies  to  the  arabinosides,  which  is 
probable,  the  specific  rotation  of  trimethyl  /3-methylarabinoside  in 
aqueous  solution  must  be  about  68°,  and  the  liquid  mixture  referred  to 
above  must  have  contained  about  70  per  cent,  of  this  isomeride.  The 
specific  rotations  of  the  methylated  arabinosides  are  considerably  less 
in  the  dextro  sense  in  alcohol  than  in  water,  resembling  in  this  respect 
the  methylated  galactosides,  and  differing  from  the  corresponding 
glucosides,  mannosides,  and  rhamnosides,  for  which  the  converse  holds 
true. 

According  to  Lowry's  explanation  of  multirotation  (Trans.,  1899,  75, 
213),  arabinose,  like  other  reducing  sugars,  must  exist  in  two  iso- 
dynamic  forms,  only  one  of  which,  however,  the  ordinary  crystalline 
sugar  (specific  rotation  in  water  about  +  175°),  is  as  yet  known.  As 
the  more  dextrorotatory  of  the  two  forms,  it  is  to  be  correlated  with 
the  more  dextrorotatory  methylarabinoside,  which,  on  evidence  in- 
dependent of  its  I'otatory  power,  we  have  already  assigned  to  the 
a-series ;  the  ordinary  form  of  arabinose  must  therefore  also  be  re- 
ferred to  this  series.  The  rotatory  powers  of  the  a-  and  ,iS-arabinoses 
and  a-  and  ^-arabinosides  thus  fall  into  line  with  those  of  the 
corresponding  rf-glucoses  and  (Z-glucosides.  It  must,  however,  be  noted 
that  if  ordinary  arabinose,  in  virtue  of  its  configui'ation,  is  to  be  re- 
garded as  a  derivative  of  Z-glucose,  relationships  of  a  converse  order 
might  be  expected,  that  is  to  say,  a-arabinose  and  the  a-arabinosides 
might  be  expected  to  be  less  rotatory  in  the  dextro  sense  than  the 
corresponding  /3-forms. 

Trimethyl  arabinose  being  a  liquid,  the  rotatory  powers  quoted  for 
it  ai-e  necessarily  those  of  mixtures  of  the  a-  and  ^  forms  of  the  sugar. 
The  a-isomeride,  as  in  the  case  of  the  parent  sugar,  is  the  more  dextro- 
rotatory of  the  two  forms.  It  will  be  seen,  however,  that  the  multi- 
rotation  is  upwards,  that  is  to  say,  in  the  opposite  direction  to  that  of 
a-arabinose.  This  is  explained  by  the  fact  that,  with  the  object  of 
increasing  the  proportion  of  the  presumably  less  stable  /3-form  in  the 
mixture,  the  liquid  was  heated  and  rapidly  cooled  immediately  before 
the  solutions  were  prepared.  The  heating  had  the  expected  effect,  the 
multirotation  being  due  to  the  reverse  change  (i  — ^  a  occurring  in 
the  solutions. 
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Experimental. 

a-  and  fi-Methylarabinosides. 

The  a-methylarabinoside  used  in  our  experiments  was  prepared  from 
Z-arabinose  by  Fischer's  method  [Ber.y  1895,28,  1156);  the  yield  of 
crystalline  substance  (m.  p.  165 — 166")  was  more  than  40  per  cent,  of 
the  weight  of  ai'abinose  taken.  The  specific  rotation  of  the  compound, 
which  does  not  appear  to  have  been  recorded  hitherto,  was  found  to  be, 
for  c  =  10*01  in  aqueous  solution,  [a J^' +  245 "7°.  On  adding  ether 
to  the  methyl-alcoholic  mother  liquors  from  which  the  a-arabinoside 
had  been  obtained,  a  further  crystalline  crop  separated.  The  substance 
after  being  recrystallised  from  ethyl  acetate  formed  beautiful  prisms 
melting  at  115 — 117°,  which  showed  the  following  specific  rotation  in 
aqueous  solution:  c  =  8-1575,  1  —  2,  a'j;''+ 11-95° ;  hence  [aj'o' 
+  73*24°.     Analysis  gave  : 

0  =  43-78;  H  =  7-61. 

C^Hi^Oj  requires  C  =  43-90  ;  H  =  7-32  per  cent. 

The  compound  is  therefore  jS-mefhylarabmoside.  The  yield  of 
material  amounted  to  only  about  8  per  cent,  of  the  arabinose  taken. 

Trimethyl  a-Methylarabinoside. 

This  compound  was  obtained  Ijy  methylating  a-methylarabinoside  in 
the  manner  described  in  previous  papers  (Trans.,  1904,  85,  1058);  the 
proportions  of  materials  used  were  6  mols.  of  silver  oxide  and  12  mols. 
of  methyl  iodide  to  1  mol.  of  arabinoside.  After  three  alkylations,  the 
action  was  complete,  and  the  product  was  then  isolated  in  the  usual 
manner  and  distilled  fractionally.  From  28-5  grams  of  a-methylara- 
binoside there  were  obtained  30  grams  of  the  trimethylated  derivative 
in  the  form  of  a  colourless  liquid  which  boiled  at  124 — 124-5'^  under 
14  mm.  pressure,  and  after  some  time  solidified  to  a  crystalline  mass. 
The  substance  had  no  action  on  Fehling's  solution;  it  was  very  soluble 
in  water  and  all  organic  solvents  except  light  petroleum,  from  which 
it  separated  in  large  crystals  melting  at  43 — 45^. 

The  results  of  analysis  were  : 

C  =  52-38;  H  =  8-86;  0CH3  =  60-02. 
C^H^OlOCHJ^  requires  C  =  52-42;  H  =  S-74  ;  OCH3  =  60-19  per  cent. 

A  cryoscopic  determination  of  the  molecular  weight  in  benzene  gave 
197  instead  of  the  calculated  number  206,  and  determinations  of  the 
specific  rotations  showed  the  following  results  :  in  aqueous  solution, 
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;)  =  9897,(P'  =  10119,  1  =  2,  air"  +  50-38°;  hence  [a];?"  +  250-78'';  in 
methyl-alcoholic  solution,  p=  12-134,  (i'-"  =0-8253,  ^  =  2,  ab">  44-68°; 
hence  [a]i;'+ 223-08°. 

Trimethyl  Arabinose. 

The  compound  was  prepared  by  hydrolysing  trimethyl  a-methyl- 
arabinoside.  The  process  was  carried  out  by  heating  a  9  per  cent.  j 
solution  of  the  substance  in  8  per  cent,  aqueous  hydrochloric  acid,  in 
the  first  instance  at  70°  and  finally  at  100°,  until  the  rotatory  power 
became  constant.  During  the  hydrolysis  the  observed  rotation  de- 
creased steadily  from  +  19-83°  (^=  1)  to  the  constant  value  +12-98°. 
The  specific  rotation  calculated  from  the  latter  number  on  the  assump- 
tion that  the  arabinoside  was  entirely  converted  into  trimethyl 
arabinose  is  -\- 153-4°;  as  the  actual  specific  rotation  of  this  compound 
(see  below)  is  +127-2°,  it  would  appear  that  the  hydrolysis  was  not 
quite  complete.  The  product  having  been  isolated  in  the  usual 
manner  {loc.  cit.)  and  fractionally  distilled,  from  17-8  grams  of  tri- 
methyl a-methylarabinoside  taken  there  were  obtained  9-6  grams  of 
trimethylarahinose  as  a  colourless  syrup  boiling  at  148 — 152°  under 
19  mm.  pressure.  Previous  experience  has  shown  that  the  alkylated 
sugars  are  more  readily  obtained  in  a  pure  state  from  the  correspond- 
ing /3-aldoside  than  from  the  less  easily  hydrolysable  a-isomeride.  As 
the  results  of  analysis  in  the  present  instance  were  not  quite  satisfac- 
tory (C  =  49-44,  H  =  8-37,  calculation  requiring  C  =  50-0  and  H  =  8-34 
per  cent.),  the  trimethyl  arabinose  was  accordingly  converted  into  a 
mixture  of  the  a-  and  ^-arabinosides  by  methylation  with  silver  oxide 
and  methyl  iodide,  as  described  below,  and  from  this  mixture,  consist- 
ing largely  of  the  ^-isomeride,  trimethyl  arabinose  was  recovered  by 
hydrolysis  and  fractional  distillation.     Analysis  now  gave  : 

C  =  49-87;  H  =  8-59;  0CH3  =  47-36. 
C-H70o(OCH3)3  requires  C  =  5000  ;  H  =  8-34;  0CH3  =  48-44  per  cent. 

A  cryoscopic  determination  of  the  molecular  weight  in  water  gave 
174  instead  of  the  calculated  number  192.  The  value  found  in  benzene, 
namely,  333-5,  indicates  the  existence  of  associated  molecules,  as  was 
also  found  to  be  the  case  for  tetramethyl  glucose  in  the  same  solvent 
{loc.  cit.). 

Trimethyl  arabinose  is  a  colourless  syrup  very  soluble  in  water  and 
all  organic  solvents,  less  soluble  in  light  petroleum,  from  which  it 
separates  in  the  liquid  state.  It  behaves  in  general  like  a  reducing 
sugar,  acting  vigorously  on  Fehling's  and  ammoniacal  silver  solutions  ; 
it  becomes  yellow  when  heated  with  caustic  alkali,  answers  to  the 
Schiff  and  Molisch  tests,  and  under  the  conditions  described  below  it 
exhibits  multirotation.     A  freshly-prepared  methyl-alcoholic  solution 
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of  the  substance,  which  immediately  before  being  dissolved  had  been 
heated  for  an  hour  at  130°  and  then  rapidly  cooled,  gave  (c  =  7'528  and 
1  =  2)  a^'+ 14-86°;  hence  [a]j?'  + 98-69°.  After  seventy-two  hours,  the 
specific  rotation  had  risen  to  the  constant  value  102-68°.  A  freshly- 
distilled  sample  gave  in  aqueous  solution,  for  c  =  7-978  and  1  =  2, 
a?;'' +19-52°;  hence  [a]r';'+ 122-33^  which  rose  in  one  and  a  half  hours 
to  +127-22°,  this  value  remaining  unaltered  when  a  trace  of  alkali 
was  added. 

Condensation  of  Trimethjl  Arahinose  with  Methyl  Alcohol. 

The  condensation  was  effected  by  heating  an  8  per  cent,  solution  of 
the  sugar  in  methyl  alcohol  containing  0-25  per  cent,  of  hydrofcn 
chloride  in  a  sealed  tube  at  110°,  After  seven  hours,  the  observed 
rotation  had  risen  from  +  6-48°  to  +  8-50°  (1=  1)  and  the  action  on 
Fehling's  solution  had  disappeared.  The  product,  after  being  isolated 
in  the  usual  manner  and  distilled  (b.  p.  128 — 134°  under  22  mm.  pres- 
sure), crystallised  partially  on  being  nucleated  with  trimethyl  a-methyl- 
arabinoside,  and  the  crystals  were  identified  with  this  compound  by 
their  melting  point,  42 — 45^  The  rotation  of  the  mixture  in  methyl 
alcohol,  for  c  =  6-9715  and  1=2,  was  af  +  17-13°; hence  [a]i?'  +  122-86°. 
The  specific  rotation,  as  was  to  be  expected,  is  lower  than  that  of  the 
pure  a-isomeride  and  higher  than  that  of  the  isomeric  mixture  obtained 
by  alkylation  as  described  below. 

Methylation  of  Trimethyl  Arahinose  by  the  Silver  Oxide  Reaction. 

The  sugar  was  methylated  with  a  large  excess  of  methyl  iodide  and 
silver  oxide,  and  the  product  was  isolated  in  the  customary  way  and 
purified  by  distillation.  From  10-3  grams  of  trimethyl  arahinose,  8-5 
grams  of  a  mixture  of  the  a-  and  /J-arabinosides  were  obtained  (b.  p. 
121 — 129°  under  22  mm.  pressure).  The  distillate  had  only  a  very 
slight  action  on  Fehling's  solution,  and  gave  on  analysis  : 

C  =  52-28;H  =  8-81;  OCH3  =  60-9. 
C5H,0(OCn3)^  requires  C  =  52-42  ;  H  =  8-74  ;  0CH3  =  60-19  per  cent. 

As  in  the  case  of  the  tetramethyl  methylglucosides,  trimethyl 
^-methylai-abinoside  boils  at  a  somewhat  lower  tempei^ature  than  its 
a-isomeride.  Thus,  on  redistilling  the  mixture  of  arabinosides  and 
collecting  the  distillate  in  two  fractions,  boiling  at  128 — 132°  and  at 
13- — 136°  under  22  mm.  pi-essure,  it  was  found  from  observations  of  the 
rotatory  powers  that  the  lower  boiling  fi-action  contained  a  larger  pro- 
portion of  the  less  dextrorotatory  /S-form.  This  fraction  in  aqueous 
solution  gave,forc  =  8-777and;  =  2,  4'  +21-40°;  hence  [aji;'  +  121-90°; 
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and  iu  methyl-alcoholic  solution  for  c  =  6'28  and  1  =  2,  a™' +  12-29°; 
hence  [ajo"  +  97"8°  The  specific  rotations  of  the  higher  boiling  frac- 
tion in  the  same  solvents  and  for  similar  concentrations  were  respec- 
tively +  127*35°  and  +  107-64°.  The  presence  of  the  a-  and  /3-arabino- 
sides  in  the  mixture  was  confirmed  by  the  occurrence  of  the  character- 
istic rise  and  subsequent  fall  of  the  rotation  during  hydrolysis  which 
has  been  observed  in  other  similar  cases.  Thus  a  solution  of  the  lower 
boiling  fraction  in  5  per  cent,  aqueous  hydrochloric  acid,  when  heated 
at  100°,  showed  the  following  variations  of  ail'°  for  l  =  \  and  c  =  9-732. 
At  the  beginning,  +12*13°,  after  ten  minutes,  +13*12°,  and  after 
fifteen  minutes  +11*37°,  this  value  remaining  constant  on  further 
heating.  The  specific  rotation,  calculated  from  the  final  number  on 
the  assumption  that  the  mixture  of  arabinosides  had  been  entirely 
converted  into  ti'imethyl  arabinose,  is  +125*4°.  The  specific  rotation 
of  the  pure  sugar  in  aqueous  solution  is  actually  +127*2°;  the  hydro- 
lysis was  therefore  practically  complete.  The  hydrolysis  of  the  higher 
boiling  fraction  of  the  arabinosides  gave  similar  results. 

Chemical  Research  Labokatory, 

United  College  of  St.  Salvator  and  St.  Leonard, 

University  of  St.  Andrews. 


CXXIII. — Sapo'aarin,  a  Neiv  Ghicoside,   Coloured  Blue 

tvith  Iodine. 

By  Geobge  Barger. 

The  epidermal  cells  of  the  leaves  of  certain  flowering  plants,  belonging 
to  various  natural  orders,  have  long  been  known  to  contain,  dissolved 
in  their  cell  sap,  a  substance  which  is  coloured  blue  by  iodine.  The 
colour  disappears  on  warming  and  returns  on  cooling,  as  is  the  case 
with  starch  ;  it  is,  however,  not  confined  to  well-marked  grains,  but 
extends  uniformly  throughout  the  cell  as  a  fine  blue  precipitate.  On 
this  account  the  substance  was  regarded  as  an  amorphous  variety  of 
starch  by  Sanio,  its  discoverer  {Botanische  Zeitung,  1857,  15,  420). 
Sanio  found  the  substance  in  the  leaf-epidermis  of  Gagea  lutea,  and 
showed  by  plasmolysis  that  it  is  confined  to  the  cell  sap.  The 
publication  of  this  note  led  Schenk  to  record  similar  observations  on 
the  closely  allied  genus  Ornithogaluvi  {Botanisclie  Zeitung,  1857,  16, 
407,  555).  Schenk  doubted  whether  the  substance  was  identical  with 
starch,  because  fragments  of  the  epidermis  of   Ornithogalum  leaves. 
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when  coloured  blue  by  iodine,  lost  their  colour  when  placed  in 
water. 

The  substance  was  next  observed  in  a  species  of  Ornithogalum  by 
Trecul  {Bull,  Soc.  hot.  de  France,  1858,  5,  711),  and  later  it  was 
studied  in  the  same  genus  by  Niigeli,  who  definitely  declared  against  it 
being  starch  [Beilrdge  zur  wissensch.  Botanik,  18G0,  2,  187).  The 
next  reference  to  the  substance  is  by  Kraiis,  who  found  it  in  Arum 
(Botanische  M itlheilungen,  Halle,  1885).  A  detailed  account  of 
"  soluble  starch  "  was  publislied  by  the  Swiss  botanist  Dufour  {Bull. 
Soc.  vaud.  Sci.  nat.,  1885,  21,  227).  He  found  it  in  about  twenty 
species  of  I'hanerogams,  but,  like  his  predecessors,  he  did  not 
isolate  it. 

The  present  work  was  started  in  1901  in  the  botanical  laboratory  of 
Brussels  University,  at  the  suggestion  of  the  late  Professor  L.  Errera, 
to  whose  stimulating  interest  the  author  owes  much,  and  some 
preliminary  results  were  communicated  at  the  meeting  of  the  British 
Association  in  1904.  Saponaria  ojicinalis  was  chosen  as  the  source 
of  material ;  this  plant  is  relatively  rich  in  the  substance,  and  is 
grown  on  the  continent  for  pharmaceutical  purposes,  so  that  large 
quantities  were  easily  obtainable.  The  substance  proved  to  be  a 
glucoside,  and  the  name  Sajwnarin  was  suggested  for  it,  leaving  open 
the  question  of  its  probable  identity  with  the  "soluble  starch"  of 
other  plants. 

E  X  P  E  K I  M  E  N  T  A  L. 

The  method  of  isolation  was  as  follows.  Dried  shoots  of  Saponaria 
were  boiled  several  times  w^ith  10 — 20  times  their  weight  of  water  for 
half  an  hour.  Since  the  saponarin  is  confined  to  the  epidermis,  there 
is  no  advantage  in  powdering  the  leaves.  The  various  decoctions  wei'e 
strained  through  linen  and  concentrated  on  the  water-bath  to  one- 
quarter  of  their  original  volume ;  they  were  next  acidified  with  acetic 
acid  and  left  standing  for  several  weeks,  during  which  time  a  grey 
deposit  was  slowly  formed,  the  saponins  present  hindering  precipita- 
tion. The  precipitate  was  separated,  made  into  a  thin  cream  with 
water,  and  poured  into  a  hot  one  per  cent,  sodium  carbonate  solution 
(1  litre  per  kilogram  of  dry  leaves),  in  which  nearly  the  whole  of  the 
precipitate  dissolved  with  a  yellow  colour.  The  alkaline  solution  was 
so  dilute,  that  it  could  be  acidified  with  acetic  acid  without  causing 
any  immediate  precipitation  (because  of  the  presence  of  the  saponins). 
Neutral  lead  acetate  solution  was  then  added,  which  produced  a  bulky 
precipitate  of  gums  and  other  impurities.  These  were  separated  and 
the  acid  filtrate  was  left  standing  for  several  weeks  in  order  to  allow 
the  crude  saponarin  to  precipitate.  This  substance  has  a  tendency  to 
adhere  to  the  sides  of  glass  vessels.   It  still  contained  more  than  30  per 
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cent,  of  imjnirities ;  the  complete  elimination  of  these  was  at  first 
very  dillicult,  for  the  ghicoside  is  almost  or  quite  insoluble  in  nearly 
all  organic  solvents.  It  could  to  some  extent  be  purified  by  repeated 
solution  in  alkalis  and  precipitation  by  acids,  when  it  separated  in 
minute  sphaero-crystals.  The  only  organic  solvent  available  was 
pyi'idine,  in  which  it  is  extremely  soluble  on  warming.  On  cooling, 
the  substance  does  not  separate  out,  even  when  a  largo  quantity  of 
water  or  alcohol  is  added.  With  ether  and  light  petroleum,  an 
amorphous  precipitate  is  fomned,  but  the  following  method  proved 
eminently  successful.  The  crude  saponarin  was  dissolved  in  boiling 
pyridine ;  the  dark  brown  solution  was  filtered  and  the  filtrate  was 
evaporated  in  a  vacuum  on  the  water-bath.  A  dark  syrup  remained 
behind,  which  retained  traces  of  pyridine  and  was  readily  soluble  in 
hot  water  (although  the  glucoside  itself  is  insoluble  in  water  containing 
pyridine).  The  aqueous  solution  was  diluted,  and  on  standing  deposited 
isolated  microscopic  needles  (not  sphaero-crystals,  as  when  an  alkaline 
solution  is  .acidified). 

The  needles  were  collected  on  a  hardened  filter  paper  by  means 
of  the  pump  and  washed  by  suspension  in  hot  water.  When 
dried  in  the  air,  saponai-in  is  a  white  powder ;  after  being  dried 
in  a  vacuum  it  becomes  pale  yellow.  It  is  quite  insoluble  in  cold 
water,  but  readily  dissolves,  with  an  intense  yellow  coloration,  in 
dilute  solutions  of  caustic  alkalis  and  alkali  carbonates,  especially  on 
warming.  Hence,  if  boiled  for  some  time  in  a  glass  vessel,  a  little  is 
dissolved  by  the  alkali  of  the  glass.  The  glucoside  is  also  soluble  with 
a  bright  yellow  colour  in  concentrated  mineral  acids,  the  solution  in 
sulphuric  acid  showing  a  blue  fluorescence.  On  acidifying  an  alkaline 
solution  and  on  diluting  a  solution  in  concentrated  acids  with  water, 
the  yellow  colour  disappears,  but  the  glucoside  is  not  immediately 
precipitated  if  the  solution  is  dilute.  This  power  of  remaining  in  a 
state  of  pseudo-solution  is  a  characteristic  property  of  saponarin,  and  in 
this  condition  it  gives  with  iodine  in  potassium  iodide  the  blue  or  violet 
coloration  which  led  to  its  discovery.  This  coloration  disappears  on 
warming,  but  returns  again  on  cooling,  and  in  other  respects  closely 
resembles  that  j^roduced  by  iodine  and  starch ;  the  differences  are 
merely  quantitative,  in  the  sense  that  saponarin  has  by  far  the  smaller 
power  of  absorbing  iodine.  Accordingly  the  blue  colour  disappears 
completely  on  dilution  with  a  little  alcohol  or  much  water,  and  can 
then  be  regenerated  by  adding  starch  solution.  It  is  possible  to 
obtain  crystalline  saponarin,  coloured  blue  with  iodine,  by  allowing  a 
solution  of  the  glucoside  in  dilute  acetic  acid  containing  a  little 
iodine  to  evaporate  slowly  on  a  Avatch-glass,  Blue  needles  separate 
out.  A  solution  of  saponarin  can  further  be  distinguished  from  a 
starch  solution  by  the  fact  that  it  is  coloured  reddish-brown  by  ferric 
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c^hloride  and  bright  yollow  by  alkalis.  Normal  lead  acetate  does  not 
precipitate  it,  but  basic  lead  acetate  gives  a  bulky,  yellow  precipitate. 
Saponariu  is  almost  or  quite  insoluble  iu  nearly  all  organic  solvents. 
It  dissolves  to  a  small  extent  in  hot  glacial  acetic  acid  and  in  aniline, 
more  readily  iu  the  chloroacetic  acids,  in  })iperidine,  (piinoline,  and 
phenylhydrazine ;  it  is  very  soluble  in  pyridine.  When  heated  slowly, 
it  melts  and  decomposes  at  231 — 232  ',  but  if  the  batii  is  previously 
heated  to  230°  the  melting  point  is  236°. 

The  glucoside  is  Isevorotatory.  A  solution  containing  0*924  gram 
in  100  c.c.  of  pyridine  gave  au  -  0"73°  in  a  1-dcm  tube,  whence 
[a]o-7-90°. 

The  air-dried  substance  contains  water  of  crystallisation  which 
cannot  be  removed  by  heat  alone,  but  which  is  completely  expelled  on 
standing  for  a  week,  at  the  ordinary  temperature,  in  a  vacuum  over 
sulphuric  acid,  so  that  no  further  loss  occurs  when  the  substance  is 
heated  in  a  vacuum  at  100°.  The  anhydrous  substance  is  extremely 
hygroscopic ;  when  left  in  the  balance  case  for  half  an  hour,  it 
absorbs  the  whole  of  the  water  of  crystallisation  which  it  had  lost. 
On  this  account  some  difticulty  was  at  first  experienced  in  analysing 
the  anhydrous  substance,  and  the  boat  had  always  to  be  weighed 
enclosed  in  a  stoppered  weighing  bottle.  The  various  samples  were 
recrystallised  two  or  three  times  by  the  pyridine-water  method  and 
dried  in  a  vacuum. 

C  =  53-68;  H  =  5-09. 
C  =  53-68;  H  =  5-19. 
0  =  53-95;  H  =  5-22. 
C  =  53-78;  H  =  5-08. 
0  =  53-95;  H  =  4-95. 
OgiHg^Ojg  requires  0  =  5385  ;  H  =  5-13  per  cent. 

The  water  of  crystallisation  in  the  air-dried  substance  was  deter- 
mined by  drying  in  a  vacuum  until  constant. 

At  the  ordinary  temperature  0-1854  lost  0-0131  H2O.  H2O  =  707. 

„      „         „  „  0-1580    „    00115  HoO.  H._,0  =  7-28. 

„      „         „  „  0-3529    „    0-0248  H2O.  HoO  =  7-03. 

At  100°  0-2553    „    0018111,0.  lllo^T-Od. 

The  air-dried  substance  was  also  analysed. 

1.  Obtained  by  exposing  the  moist  substance  to  the  atmosphere: 
0-2166  gave  0-3942  00.^  and  0-1105  H._,0.     0  =  49-64  ;  H  =  5-67. 

2.  Obtained  by  exposing  the  anhydrous  substance  to  the  atmosphere  : 
01 735  gave  0-3216  OO2  and  00846  H2O.     0  =  50-55  ;  H  =  5-42. 

CjingPio/^HgO  requires  H2O  =  7-14. "  0  =  50-00  ;  H  =  5-56  per  cent. 


0-1883 

gave 

)  0-3706  00., 

and  0-0862  H2O. 

0-1446 

yj 

0-2846  OOg" 

»j 

0-0675  H2O. 

0-1192 

>i 

0-2358  CO., 

»> 

0-0559  H.O. 

01714 

>3 

0-3380  OO2 

5) 

0-0784  H2O. 

0-1465 

)I 

0-2898  COo 

» 

0-0653  H2O. 
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The  raolecuLir  weight  was  determined*  in  pyridine  solution  (a)  with 
the  substance  dried  at  100°  :  0299  gram  in  2*96  gi'ams  of  pyridine  was 
between  0*223  and  0"238  mol.,  benzil  as  standard,  ordinary  tempera- 
ture, hence  M  =  424 — 453,  mean  438;  (6)  with  the  substance  dried  in 
a  vacuum,  the  pyridine  dried  over  caustic  potash  :  0"209  gram  in  1'98 
grams  pyridine  was  between  0'22  and  0*23  mol.,  benzil  as  standard, 
temperature  90°,  hence  M  =  459 — 480,  mean  4G9. 

Cj^Hg^Ojo  requires  468. 

The  lead  salt  was  also  analysed.  It  was  prepared  by  precipitating 
a  solution  of  the  glucosidein  dilute  ammonia  with  neutral  lead  acetate, 
filtering,  and  washing  the  yellow  precipitate  by  suspension  in  hot 
water.  The  lead  salt  was  dried  in  a  vacuum  until  constant  in  weight 
and  completely  decomposed  by  heating  with  fuming  nitric  acid  in  a 
sealed  tube,  the  lead  being  then  estimated  as  sulphate. 

0-3489  gave  0-2444  PbSO^.     Pb  =  47'8. 

CoiHooOjoPbg  requires  Pb  =  47-2  per  cent. 


Ennea-acetylsaponarin . 

The  glucoside  is  readily  acetylated  by  boiling  for  a  few  seconds  with 
a  large  excess  of  acetic  anhydrida  and  a  few  drops  of  concentrated 
sulphuric  acid.  The  acetyl  derivative  is  easily  soluble  in  hot  alcohol 
and  crystallises  on  cooling  in  microscopic,  curved  needles,  melting  at 
183 — 185°.  It  is  extremely  soluble  in  ethyl  acetate,  benzene,  and 
chloroform,  and  was  purified  by  dissoh'ing  in  ethyl  acetate,  which  leaves 
a  small  quantity  of  an  impurity  behind,  and  then  crystallising  from  a 
dilute  solution  in  alcohol;  0915  gram  in  10  c.c.  of  ethyl  acetate  gave, 
in  a  1-dcm.  tube,  ai,  -4-90°,  whence  [ajo  -5-33°. 

0-1436  gave  0-2911  CO,  and  0-0618  HgO.     C  =  55-29;  H  =  4-78. 
0-2078    gram   in   0-8586    gram    of   ethyl    acetate  was  intermediate 
between  0-2875  and  0-300  mol.  benzil. 

Hence  M  =  807— 842,  mean  =  825. 
C2iHi.Oi.2(aH30)9  requires  C  =  55-32  ;  H  =  4-96  per  cent.    M  =  846. 

The  number  of  acetyl  groups  was  determined  by  A.  G.  Perkin's 
ethyl  acetate  method  (Trans.,  1905,  87,  107). 

1.  0-4246  gram  gave  0-2748  gram  acetic  acid  =  64-8. 

2.  0-7223      „        „     0-4632      „         „        „      =  64-1. 
Theory  for  nine  acetyl  groups  requires  63-8  per  cent. 

*  All  molecular  weight  determinations  in  this  paper  were  made  by  the  author's 
microscopic  method  (Trans.,  1904,  85,  '286;  1905,  87,  1756). 
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Acetyl-saponarin  does  not  give  a  blue  coloration  with  iodine,  neither 
is  it  coloured  by  alkalis  or  ferric  cliloride.  Wlien  boiled  witli  acids  iu 
alcoholic  solution,  the  acetyl  groups  are  not  only  eliuiinated,  but  the 
glucosido  itself  is  hydrolysed.  Hapouarin  was,  however,  easily  recovered 
by  pouting  the   alcoholic   solution   of  the  acetyl  compound   into   hot 

[dilute  caustic  soda  solution,  which  was  kept  stirred.  The  acetyl  com- 
pound is  thus   precipitated  in  a  finely-divided  condition  aud  at  onco 

undergoes  saponification,  the  glucoside  dissolving  with  a  yellow  colour. 

[On  acidifying,  the  saponarin  is  precipitated,  and  on  recrystallisation 
from    pyridine  and   water  is  found  to  be  identical   with   the    purest 

j  saponarin   previously  obtained,  melting  at  exactly  the  same  tenipera- 

fture. 

J ft/d roll/sis  oj  Saponarin  ;  Formation  of  Vitexin  and  Saponaretin. 

When  saponarin  is  boiled  with  dilute  mineral  acids  it  is  slowly 
hydrolysed  according  to  the  equation  : 

C,,H,,0,,  +  H,0  =  C,,H,,07  +  C.Hi^O,. 

A  sugar  is  formed  which  reduces  Fehling's  solution  and  gives  an 
'osazone  melting  at  205  \  This  osazone,  after  I'ecrystallisation  from 
alcohol,  was  mixed  with  an  equal  quantity  of  pure  glucosazone,  and 
the  melting  points  of  the  mixture  and  of  both  constituents  were 
determined  simultaneously  and  found  to  be  identical.  The  sugar  is 
therefore  glucose.  In  accoi'dance  with  its  glucosidic  nature,  saponarin 
gives  Molisch's  furfiiraldehyde  reaction  with  sulphuric  acid  and 
a-naphthol  or  thymol. 

An  estimation  (by  Fehling's  solution)  of  the  amount  of  sugar 
produced  did  not  yield  a  very  satisfactory  result.  As  usual  iu  such 
cases,  it  fell  considerably  short  of  the  theoretical  quantity. 

r2692  gram  saponarin,  dried  in  a  vacuum,  gave  on  hydrolysis 
0'4:253  gram  glucose  =  33'5. 

^21^24^12  I'equires  glucose   =  38'5  per  cent. 

The  isolation  of  the  phenolic  product  of  the  hydrolysis  was  attended 
with  much  difficulty,  as  it  appeared  for  the  most  part  as  an  un- 
crystallisable  resin,  however  much  the  conditions  were  varied.  The 
best  results  were  obtained  by  boiling  10  grams  of  the  glucoside  for 
sixteen  hours  with  200  c.c.  of  2  per  cent,  sulphuric  acid.  The 
.saponarin  was  slowly  dissolved,  forming  a  dark  yellow  solution,  which 
at  tirst  still  gave  the  blue  coloi-ation  with  iodine.  When  this  reaction 
was  no  longer  obtained,  a  small  quantity  of  a  black,  resinous  decomposi- 
tion product  was  separated  and  the  solution  was  cooled.  Oily  drops 
appeared  and,  on  standing  for  some  hours,  collected  at  the  bottom  of 
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the  flask  as  a  viscid,  brown  mass.  Tlie  aqueous  solution  was  decanted 
and  the  brown  syrup  dissolved  in  a  little  absolute  alcohol.  On  stand- 
ing, the  alcoholic  solution  deposited  a  small  quantity  of  a  crystalline 
substance,  which  was  ultimately  found  to  be  identical  with  vitexin,  a 
colouring  matter  obtained  by  A.  (1.  Perkin  from  the  dye-wood  of  the 
New  Zealand  tree  Vitex  Uttondis  (Trans.,  1898,  73,  1030;  and  1900, 
77,416). 

After  decantation,  the  sulphuric  acid  in  the  aqueous  solution  was 
precipitated  with  baryta.  On  separating  the  barium  sulphate,  the 
solution  was  found  to  be  dark  yellow,  owing  to  a  very  slight  excess  of 
baryta  having  been  employed,  which  formed  a  salt  of  the  colouring 
matter,  but  left  the  solution  neutral  to  litmus.  On  boiling,  this 
solution  also  deposited  a  quantity  of  vitexin,  which  at  first  separated 
in  isolated  characteristic  leaflets,  as  from  the  alcoholic  solution  already 
referred  to.  Later,  groups  of  such  leaflets  and  sphaero-crystals  were 
formed,  of  a  much  darker  (brown)  colour.  The  highest  yield  of 
vitexin  obtained  in  several  experiments  only  amounted  to  13  per  cent, 
of  the  theoretical.  It  was  often  much  lower,  and  this  poor  yield 
suggested  that  vitexin  was  present  as,  or  derived  from,  an  impurity  in 
the  saponarin  employed.  Accordingly  1  gram  of  a  sample  of  the 
glucoside,  which  had  been  purified  for  analysis  by  two  crystallisations 
from  pyridine  water  and  consisted  entirely  of  isolated  needles,  was 
hydrolysed  with  2  per  cent,  sulphuric  acid.  This  sample  also  yielded 
more  than  10  per  cent,  of  vitexin,  so  that  the  latter  substance  is  un- 
doubtedly a  product  of  the  hydrolysis  of  saponarin. 

The  rest  of  the  glucoside  had  been  converted  into  another  amorphous 
substance,  which  remained  dissolved  in  the  alcohol,  and  may  be  called 
saponaretin  (in  analogy  to  saliretin). 

Often,  especially  if  the  alcohol  is  dilute,  some  of  the  saponaretin 
was  eventually  deposited  along  with  the  vitexin  as  a  spongy,  yellow 
mass.  A  separation  can,  however,  be  readily  effected  by  means  of 
boiling  alcohol,  which  dissolves  the  amorphous  saponaretin  and  leaves 
the  crystals  of  vitexin  behind. 

Vitexin  {from  Saponarin). 

This  substance  crystallises  in  microscopic,  rhomb-shaped,  glistening 
plates  of  a  pale  yellow  colour,  melting  at  260°  with  characteristic 
frothing.  The  bath  was  heated  to  240°  before  the  introduction  of  the 
sub.stance.  Vitexin  is  soluble  in  water,  and  slightly  so  in  alcohol. 
Like  the  parent  substance,  saponarin,  it  readily  dissolves  in  pyridine, 
and  in  dilute  alkali  with  a  golden-yellow  colour.  The  solubility  in 
boiling  alcohol  is  so  small  that  this  is  not  a  satisfactory  solvent  for 
recrystallisation.     This  difliculty  can   be  overcome   by  acidifying  an 
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alkaline  solution  in  hot  alcohol  with  acetic  acid,  but  better  results  aro 
obtained  by  dissolving  in  pyridine,  adding  a  little  water,  and  extracting 
repeatedly  with  light  petroleum  until  crystallisation  takes  place  in  the 
aqueous  layer.  With  ferric  chloride,  its  alcoholic  solution  gives  the 
same  reddish-brown  coloration  as  saponarin  itself,  but  it  does  not  give 
the  blue  coloration  with  iodine.  The  substance  contains  no  water  of 
crystallisation.  For  analysis  it  was  dried  in  a  steam  oven,  and  then 
did  not  undergo  a  further  loss  of  weight  when  dried  in  a  vacuum  at 
100'^. 

0-1395  gave  0-3022  CO.,  and  0-0606  HgO.     C  =  59-08  ;  H=4-83. 
00922     „     0-1993  CO2     „    0-0395  H,0.     0  =  58-95 ;  11  =  4-75. 
C15H14O7  requires  C  =  58-82  ;  H  =  4-57  per  cent. 

The  molecular  weight  was  determined  at  the  ordinary  temperature 
in  pyridine  solution. 

A  solution  of  00634  gram  in  1*849  grams  pyridine  was  intermediate 
between  0103  and  0-1065  mole.,  azobenzene  as  standard. 

Hence  M  =  327  ;  Oj^H^^O.  requires  306. 


Aceti/lv{texi7i. 

As  Perkin  observed,  the  acetylation  of  vitexin  proceeds  best  in  the 
absence  of  sodium  acetate  ;  he  therefore  boiled  the  substance  with 
acetic  anhydride  for  six  hours.  If,  however,  a  few  drops  of  sulphuric 
acid  are  added,  the  change  is  complete  in  a  few  seconds. 

The  acetyl  derivative  is  white,  difficultly  soluble  in  hot  alcohol, 
readily  soluble  in  glacial  acetic  acid,  and  crystallises  from  the  latter 
solvent  in  stout,  microscopic  crystals  melting  at  257 — 258°. 

0-1533  gave  0-3256  OOo  and  0-0648  H.O.     0  =  57-93 ;  H  ^  4-70. 
Oi-H90-(02H30)5  requires  0  =  58-14  ;  H  =  4-65  percent. 

The  molecular  weight  was  determined  in  chloroform  solution,  u.sing 
azobenzene  as  standard.  0'3076  gram  dissolved  in  3*135  grams  of 
chloroform  was  intermediate  between  0-18  and  0*19  mole.  Hence 
M  =  516— 545,  mean  530. 

Oi5HgO.(02H30)5  requires  M  =  516. 

The  number  of  acetyl  groups  was  determined  by  Perkin's  ethyl  acetate 
method  : 

0*4006  gave  0'2292  acetic  acid  =  57*2; 

and  also  by   weighing  the  regenerated   vitexin  (in  a  Gooch  cruciljle) 

0-2040  gave  0-1194  vitexin -58-5. 

4  L  2 
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Theory  for  five  acetyl  groups  requires  acetic  acid  =  58'l  and  vitexin 
=  09 '3  per  ceut. 

The  same  acetyl  derivative  is  obtained  by  the  use  of  acetyl  chloride 
in  pyridine  solution. 

Saponarelin. 

This  substance  is  the  chief  product  when  saponarin  is  hydrolysed 
with  dilute  acids.  Most  of  it  sepax'ates  from  the  acid  solution  on  cool- 
ing in  the  form  of  a  dark  yellow  syrup,  and  can  be  freed  from  accom- 
panying vitexin  by  alcohol  as  already  described.  If  the  alcoholic 
solution  after  sepai-ation  of  the  vitexin  is  evaporated  on  the  water- 
bath  in  a  vacuum,  a  viscous  syrup  is  left  behind,  but  if  this  is  re- 
dissolved  in  absolute  alcohol  and  again  evaporated,  so  as  to  remove  all 
the  water,  the  saponaretin  can  be  obtained  as  a  light  yellow  powder. 

After  most  of  the  saponaretin  has  been  deposited  as  a  thick  syrup 
from  the  acid  solution  on  cooling,  further  quantities  separate  out  in 
the  course  of  a  few  days  as  a  pale  yellow  solid,  which  consists  of 
minute,  sphaero-crystals  embedded  in  a  gelatinous  matrix.  After 
filtering  it  can  be  purified  by  redissolving  in  boiling  water  and  allow- 
ing to  cool,  when  it  separates  again  in  the  same  form,  without  ever 
assuming  a  definitely  crystalline  form,  AVhen  the  moist  substance  is 
heated,  it  melts  below  100^  and  forms  a  resin.  If,  however,  it  is  first 
dried  at  the  ordinary  temperature  in  a  vacuum,  the  jelly  shrinks  very 
much  and  darkens.  It  can  then  be  heated  without  melting  to  above 
200°,  and  it  is  gradually  decomposed  at  a  higher  temperature  without 
showing  a  true  melting-  point.  Saponaretin  has  not  yet  been  obtained 
pure.  From  its  hot  aqueous  solution  it  separates  as  a  syrup,  from  a 
cold  solution  as  a  jelly.  In  alcohol  it  is  extremely  soluble,  and,  although 
crystals  are  formed  when  a  concentrated  solution  is  allowed  to 
evaporate  slowly,  these  crystals  could  not  be  freed  from  the  mother 
liquor.  Saponaretin  is  insoluble  in  most  other  organic  solvents,  and 
from  mixtures  of  such  solvents  with  alcohol  it  always  separates  as  a 

jelly- 
On  acetylation,  a  very  soluble   acetyl  compound  is  obtained  which 
melts  at  a  low  temperature  and   could  not  be  crystallised,  nor  could 
other  crystalline  derivatives  be  isolated. 

In  other  respects  the  substance  closely  resembles  vitexin,  for  instance, 
in  its  behaviour  with  alkalis  and  with  ferric  chloride. 

At  first  it  was  supposed  that  the  two  substances  differed  by  a 
molecule  of  water,  but  saponaretin  also  seems  to  have  the  formula 
CjgHj^O,.,  although,  as  the  substance  was  amorphous,  conclusive  proof 
is  wanting.  For  analysis,  the  substance  was  twice  allowed  to  separate 
in  the  gelatinous  condition  from  water,  and  was  then  dried  in  air  and 
finally  in  a  vacuum  over  sulphuric  acid,  when  it  underwent  a  fui'ther 


li 
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considerable  loss  of  weight.  As  in  the  case  of  saponarin,  saponaretiu 
is  very  hygroscopic,  so  that  the  boat  had  to  be  weighed  while  enclosed 
in  a  stoppered  tube. 

0-2062  gave  0-4412  CO2  and  0-0853  H,0.     C  =  58-36  ;  H  =  4-60. 

0-1221     „     0-2595  CO2    „     0-0527  H2O.     C  =  57-97 ;  H  =  4-78. 

CijHi^y  requires  C  =  5882  ;  H  =  4-57  per  cent. 

When  dried  at  130 — 160°,  the  substance  loses  a  little  more  water  and 
corresponds  with  the  formula  Cj^H^g^viHoO,  but  prolonged  heating  at 
this  temperature  decomposes  saponaretin,  and  in  no  case  did  it  approxi- 
mate to  the  formula  CJjgHj.^O^;. 

It  may  be  that  saponaretin  is  identical  with  Perkin's  homovitexin, 
to  which  he  assigns  the  formula  Cj(.Hj(;0-  or  CjgHjgOj,.  Both  svib- 
stances  differ  from  vitexin  in  being  readily  soluble  in  boiling  alcohol ; 
the  composition  of  saponaretin  dried  at  160°  approximates  to  that  of 
homovitexin.  Roth  substances  yield,  on  fusion  with  caustic  alkali, 
phloroglucinol  and  ^;-hydroxybenzoic  acid.  Both  separate  from  the 
vitexin  mother  liquor  on  exposui-e  to  air  as  an  amorphous  product,  but 
homovitexin  was  finally  obtained  by  Perkin  in  a  crystalline  form. 

Decomposition  hy  Caustic  Alkali. 

Caustic  potash  (7  grams),  to  which  a  little  water  had  been  added,  was 
melted  in  a  nickel  crucible  and  finely-powdered  saponarin  (16  grams) 
was  gradually  dropped  in.  The  temperature  was  kept  between 
190°  and  200°.  After  each  addition  of  the  glucoside,  the  fused  mass 
was  stirred  with  a  platinum  wire.  The  fused  mass,  which  was  dull  red, 
was  dissolved  in  water,  acidified  with  hydrochloric  acid,  and  extracted 
with  ether  ;  the  ethereal  solution  Avas  shaken  with  sodium  carbonate 
and  then  evaporated.  It  left  a  minute  quantity  of  a  substance  readily 
soluble  in  water,  which  I'eddened  a  pine  wood  splinter,  previously 
dipped  in  hydrochloric  acid ;  the  presence  of  phloroglucinol  was  thus 
indicated.  The  sodium  carbonate  solution  on  acidification  and  extrac- 
tion with  ether  gave  a  crystalline  acid,  which  was  recrystallised  from 
water  containing  a  little  animal  charcoal  and  then  melted  at  210°. 
With  ferric  chloride,  no  coloration,  but  a  yellow  precipitate,  was  pro- 
duced. When  rapidly  heated,  phenol  was  formed,  and  was  detected  by 
its  odour  and  by  the  tribromophenol  test.  The  substance  was  evidently 
79-hydroxybenzoic  acid. 

The  quantity  available  was  used  for  the  determination  of  the  water 
of  crystallisation. 

0-0574  of  the  air-dried  crystals  lost  0-0069  gram  nhen  heated  to 
110"^.     Hence  H,0=  120. 

C^H^O^yli^O  requires  Ti.20  —  11-5  per  cent. 
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A  larger  quantity  of  the  acid  was  then  prepared  in  the  same  Avay  and 
analysed  : 

0-] 398  gave  0-3102  CO^  and  0-0539  IIoO.     C  =  60-51 ;  H  =  4-28. 
CyH^Pg  requires  C  =  60-87  ;  H  =  4-34  per  cent. 

Although  sufficient  of  the  acid  was  thus  obtained,  the  amount  of 
the  other  substance  (phloroglucinol)  was  too  small  for  identification, 
so  that  experiments  were  next  made  with  aqueous  caustic  alkali. 

Several  grams  of  saponaretin  were  boiled  for  one  and  a  half  hours 
with  a  solution  containing  equal  parts  of  caustic  potash  and  water. 
At  the  end  of  that  time,  the  solution  no  longer  became  bright  yellow 
on  diluting  with  water.  It  was  slightly  acidified,  neutralised  with 
sodium  bicarbonate,  and  extracted  with  ether.  The  bicarbonate  solu- 
tion was  found  to  contain  a  little  ^>hydroxybenzoic  acid.  The 
ethereal  extract  left  a  residue,  which  gave  a  very  intense  crimson 
coloration  with  pine  wood.  This  residue  was  recrystallised  from  water 
containing  animal  charcoal,  and,  on  standing  in  a  vacuum,  needles 
which  did  not  give  the  pine  wood  reaction  appeared,  and  finally  a  few 
large,  stout  prisms  were  obtained,  which  eftloresced,  gave  an  intense 
crimson  colour  with  pine  wood  and  with  vanillin,  a  bluish-violet 
colour  with  ferric  chloride,  and  melted  at  214°,  Doubtless  this  sub- 
stance was  phloroglucinol.  In  an  attempt  to  recrystallise  the  needles 
which  accompanied  the  phloroglucinol,  they  melted  in  boiling  water. 
On  leaving  the  aqueous  solution  in  a  vacuum,  stout,  glassy  prisms 
melting  at  106°  were  obtained. 

The  substance  was  prepared  in  the  pure  state  by  recrystallisation 
from  benzene;  it  then  melted  at  108°.    It  was  ^;-hydroxyacetophenone. 

0-1108  gave  0-2860  CO2  and  0-0575  HgO.     C  =  70-40;  H  =  5-77. 
CgHgOa  requires  C  =  70-59  ;  H  =  5-88  per  cent. 

The  substance  gave  with  ferric  chloride  a  brownish-violet  coloration. 
The  semicarbazone  was  prepared  and  melted  at  199°;  the  benzoyl 
derivative  melted  at  134°. 

The  ^^-hydroxybenzoic  acid  produced  by  the  fusion  with  potash  is 
formed  by  secondary  decomposition  of  the  ^j-hydroxyacetophenone. 

Identity  of  the  Vitexin/rom  Saponaria  with  that  from  Vitex. 

Mr.  A.  G.  Perkin,  who  was  good  enough  to  read  this  paper  in 
manuscript  before  the  identity  of  the  two  substances  was  suspected, 
pointed  out  their  close  resemblance,  and  sent  the  author  a  small 
specimen  of  vitexin,  the  absolute  purity  of  which  he  could  not 
guarantee.  The  probability  of  the  two  substances  being  identical  was 
at  once  evident  from  the  following  comparison  of  their  properties. 
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Vitexiii.  Substance  from  Saponarin. 

CgiHonOi,^  or  CisHj^O;,  melts  at  Cj-Hi^O;,  melts  at  260°. 

264—265°. 

Prismatic  or  hair-like  needles  of  Pale  yellow,  glif^tening  plates. 

a  canary-yellow  colour. 

Hepta-  or  penta-acetyl  derivative  Penta-acetyl  derivative  melts  at 

melts  at  251 — 256°.  252°,  after  a  second  crystallisa- 
tion at  257—258°. 

Both  substances  give  in  alcoholic  solution  with  ferric  chloride  the 
same  reddish-brown  coloration,  dissolve  in  alkali  with  a  light  yellow 
colour,  yield  on  hydrolysis  with  caustic  potash  phloroglucinol  and 
^)-hydroxyacetophenone,  are  reduced  by  sodium  amalgam  to  a  brown 
solution,  which  turns  scai'let  on  neutralisation,  and  both  dissolve  in 
sulphuric  acid  in  the  cold  to  a  pale  yellow  solution,  which  becomes  dull 
olive-green  on  heating. 

The  chief  differences  were  in  the  formulse  assigned  to  the  two  sub- 
stances, and  in  their  crystalline  form.  Perkin  had  adopted  the 
formula  Cj^HoqOjq,  because  he  obtained  from  his  substance  tetra- 
nitroapigenin,  and  regarded  vitexin  as  a  very  stable  glucoside  of 
apigenin  (CjsHjfP^).  He  did  not,  however,  determine  the  molecular 
weight  of  the  substance.  This  determination  was  therefore  attempted 
with  the  minute  specimen  received  from  Mr.  Perkin,  using  pyridine, 
the  only  solvent  in  which  vitexin  is  readily  soluble.  0*0466  gram  in 
0"6726  gram  pyridine  was  intermediate  between  0*24  and  0*25  mole., 
using  benzil  as  standard.     Hence 

,,  0-0466  X 1000  OQQ 

0-6726  X  0-245 

CjjHj^Oy  requires  306. 

The  specimen  was  dark  yellow  and  crystallised  in  sphaerites,  but  it 
was  not  perfectly  pure.  In  order  to  recrystallise  it,  a  few  drops  of 
water  were  added  to  the  pyridine  solution  used  in  the  molecular  weight 
determination. 

As  in  the  case  of  saponarin,  the  addition  of  water  did  not  produce  a 
precipitate,  but  when  nearly  all  the  pyridine  had  been  removed  1)y 
shaking  with  light  petroleum,  crystallisation  began  in  the  lower 
(aqueous)  layer.  The  substance  now  separated  in  isolated,  glistening 
leaflets  which  had  been  found  to  be  so  characteristic  of  the  substance 
obtained  from  saponarin. 

The  substance  was  light  yellow  and  melted  at  260°  when  placed  in 
the   bath    at    240°    and    rapidly    heated.     Vitexin,    obtained    from 
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sapooarin  and  purified  in  the  same  way,  also  melted  at  this  temperature, 
as  did  a  uiixtiu'e  of  the  two  substances  in  equal  proportions.  The 
difference  from  the  melting  point,  or  rather  from  the  temperature  of 
decomposition,  given  by  Perkin  (264 — 265"),  is  probably  not  due  to 
an  impurity,  but  to  differences  in  manipulation,  and  the  identity  of  the 
two  substances  is  therefore  well  established. 

IMr,  Perkin  verj'  kindly  examined  the  tinctorial  properties  of  the 
vitexin  from  both  sources  and  of  saponaretin.  The  three  specimens 
gave  similar  greenish-yellow  shades  on  woollen  cloth,  with  chromium 
as  mordant,  and  pale  brown  shades  with  iron;  all  three  possessing 
only  slight  tinctorial  properties. 

Constitution  of  Vitexin. 

The  production  of  phloroglucinol  and  ^)-h3"droxyacetophenone  by  the 
action  of  caustic  alkali,  and  especially  the  production  of  tetranitro- 
apigenin  by  the  action  of  nitric  acid  on  vitexin,  proved  that  this 
substance  is  closely  related  to  apigenin,  as  Perkin  pointed  out  (Trans., 
1898,  73, 1030),  suggesting  that  it  might  be  apigenin  with  a  side  chain 
attached  ;  later  (Trans.,  1900,  77,  422),  he  regarded  this  side  chain  as 
a  sugar,  and  vitexin  as  a  very  stable  glucoside  of  apigenin.  The 
molecular  weight  determination  of  vitexin  (from  both  sources)  and  of 
acetylvitexin,  together  with  the  j^roduction  of  vitexin  by  hydrolysi.s 
from  saponarin,  prove  that  vitexin  has  only  the  formula  CjjjHj^O-,  so 
that  there  can  be  no  side  chain.  Vitexin  therefore  only  differs  from 
apigenin  by  the  elements  of  two  molecules  of  water.  That  apigenin  is 
1:3:  4'-trihydroxyflavone, 

-0-,  ,—^ 


OH/    \/         >— /        >0H 


OH  ^^^^ 

has  been  established  by  the  researches  of  Perkin  and  by  the  synthesis 
due  to  Czajkowski,  von  Kostanecki,  and  Tambor  {Ber.,  1900,33,  1988). 
The  two  additional  hydroxyl  groups  which  vitexin  contains  are  very 
likely  not  in  either  of  the  two  benzene  nuclei ;  for  otherwise  it  is 
difficult  to  understand  the  fission  into  phloroglucinol  and  ;>hydroxy- 
benzoic  acid.  Hence,  these  two  hydroxyls  would  appear  to  be  in  the 
pyrone  ring  or  in  a  chain  which  can  give  rise  to  it  (in  the  formation  of 
tetranitroapigenin).  This  would  lead  to  a  reduced  flavanone 
formula : 

0 


on/'^./^\(j;(OH)— <^   \oH 


CH-OH 
OH    CH-OII 
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or  to  the  coirespondiug  reduced  chalkone  formula  : 

oh/Noh 


'       iCO-CH(OH)-CH(OH)-<^      NOH. 


UH 

Both  these  formulae  contain  six  hydroxyl  groups,  whereas  both 
Perkin's  determinations  and  those  of  the  author  show  that  there  are 
but  five  acetyl  groups  in  acetylvitexiu.  As  the  number  of  hydroxyl 
groups  is  unusually  large,  it  may  be  that  one  escapes  acetylation. 
Acetylf^aponarin  contains  nine  acetyl  groups.  Assigning  to  the 
glucose  part  of  the  molecule  the  structure  of  an  ay-anhydride,  this 
would  have  four  hydroxyl  groups ;  the  vitexin  part  Avould  therefore 
have  five,  and,  after  hydrolysis,  six,  hydroxyl  groups.  The  formation 
of  ;;-hydroxyacetophenone  from  an  u/?-hydroxypyrone  compound  of  the 
type  figured  would  probably  take  place  through  the  elimination  of 
water,  yielding  the  complex  CII.2''^{0iI)'C^li^'01I,  the  process  being 
analogous  to  the  formation  of  Ifevulic  acid  from  dextrose.  Mr.  Perkin 
has,  by  letter,  raised  objections  to  the  above  constitution  for  vitexin, 
and  has  suggested  the  presence  of  a  reduced  phloroglucinol  nucleus, 
which  would  lead  to  a  formula  of  the  following  type,  with  five  hydroxyl 
groups : 

H     O 

OH  CO 

The  study  of  vitexin  is  complicated  by  the  difficulty  experienced,  by 
Perkin  as  well  as  by  the  author,  of  preparing  crystalline  derivatives 
other  than  the  acetyl  compound.  Numerous  attempts  were  made  to 
prepare  a  crystalline  azobenzene  derivative  and  an  alkyl  ether  ;  in  the 
former  case,  a  resinous  product  was  formed,  and  in  the  latter  the  reaction 
was  very  slow  and  incomplete,  whether  methyl  iodide  or  dimethyl 
sulphate  were  used. 

Vitexin  seems  to  belong  to  a  new  class  of  colouring  matters  which 
are  closely  allied  to  the  flavone  group,  and  differ  from  the  correspond- 
ing flavone  derivatives  by  two  molecules  of  water.  Scoparin,  which, 
according  to  Perkin,  is  probably  methoxy  vitexin,  would  also  belong  to 
this  group. 

Whether  saponaretin  is  a  chalkone  derivative  corresponding  to 
vitexin,  or  whether  it  is  identical  with  homovitexin,  cannot  at  present 
be  determined,  nor  is  it  known  if  the  glucoside  in  Vitex  liltoralis,  from 
which  vitexin  is  formed  by   hydrolysis,  is  identical  with   saponarin. 
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In  conclusion,  the  author  gratefully  acknowledges  his  indebtedness  to 
INIr.  A,  G.  Perkin,  F.R.S.,  for  a  specimen  of  vitexin,  for  having  carried 
out  some  dyeing  experiments,  and  especially  for  his  valuable  ciiticism 
after  reading  this  paper  in  manuscript. 

The  Wellcome  rHYsiOLOGicAL  RKSEARcn  Laboeatories, 
IIerne  Hill,  London,  S.E. 


CXXIV. — llie  Action  of  Ethyl  Iodide  and  of  Projyyl 
Iodide  on  the  Disodiutn  Derivative  of  Diacctyl- 
acetone. 

By  Alexander  William  Bain,  B.A.,  B.Sc. 

The  present  research  was  undertaken  with  the  view  of  determining 
how  the  basicity  of  dimethylpyrone  would  be  affected  by  the  intro- 
duction of  alkyl  groups  into  the  molecule. 

Collie  and  Steele  (Trans.,  1900,  77,  961)  .attempted  to  prepare  tetra- 
methylpyrone  by  the  action  of  methyl  iodide  on  the  disodium  deriv- 
ative of  diacetylacetone ;  the  yield  of  this  substance,  however,  was  very 
small,  and  other  substances  were  also  obtained. 

It  was  with  the  expectation  that  the  course  of  the  reaction  would 
be  less  complex  and  the  yields  perhaps  better,  that  the  action  of  ethyl 
iodide  and  ^-propyl  iodide  on  the  disodium  derivative  of  diacetylacetone 
was  studied. 

In  the  case  of  ethyl  iodide,  it  was  anticipated  that  the  main 
reaction  would  be  similar  to  that  by  which  tetrameth}^pyrone  was 
obtained,  and  that  the  chief  product  would  be  dimethyldiethylpyrone, 
thus  : 

CH:C(0Na)-0H3  CH:C(0Et)-CH3  CEtlC-CHg 

CO  -^     CO  — >     CO    O 

CH:C(0Na)-CH3  CH:C(0Et)-CH3  CEt:C-CH, 

Disodium  derivative  of  Diethyldiacetyl-  Dimelhyldiethyl- 

diacetylacetone.  acetone.  pyionc. 

which  might  be  expected  to   have  similar  general   properties  to  di- 
methylpyrone. 

In  the  first  preparation,  however,  contrary  to  all  expectation,  the 
main  product  was  not  dimethyldiethylpyrone,  but  an  oil  which  dis- 
tilled without  decomposition  at  289°  under  the  atmospheric  pressure, 
and  which  gave  none  of  the  reactions  by  which  dimethylpyrone  is 
characterised.  After  long  standing,  the  substance  solidified  to  a  pale 
yellow  solid  of  low  melting  point, 
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On  warming  with  sodium  hydroxide,  alcohol,  and  chloroform,  it 
gave  the  orcinol  reaction,  namely,  a  deep  red  coloration,  and  the 
mixture  on  dilution  with  water  showed  a  beautiful  green  fluorescence. 

Analysis  agreed  with  the  formula  Cj^HjgOo,  which  showed  i-hat  it 
was  isomeric  with  dimethylethylpyrono. 

In  four  successive  preparations,  good  yields  of  this  compound  were 
obtained,  but  it  was  only  after  long  trial  that  the  dimethylethyl- 
pyrone  and  dimethyldiothylpyrono  were  isolated  in  any  considerable 
quantity,  the  conditions  of  experiment  determining  the  production  of 
this  derivative  on  the  one  hand,  or  the  mono-  and  di-ethyl  derivatives 
on  the  other.  As  in  the  case  of  the  compounds  obtained  by  the  action 
of  acetyl  chloride  on  the  disodium  derivative  of  diacetylacetonc 
(Collie,  Trans.,  lOOi,  85,  971),  so  in  the  case  of  the  similar  .substances 
formed  by  the  action  of  ethyl  iodide,  the  formula  hitherto  adopted  for 

dimethylpyrone,  namely, 

p^^CHICMe^^ 
^^^CH:CMe^^' 

seems  to  be  quite  inadequate  for  the  explanation  of  the  formation  of 
such  compounds,  and,  indeed,  is  quite  at  variance  with  the  properties  of 
dimethylpyrone. 

The  new  formula  suggested  by  Collie  (Trans.,  1904,  85,  971), 
namely, 

^CH-CMe^ 

cP O ^0, 

\CH:CMe/ 

which  agrees  with  the  observed  properties  of  this  substance  and 
accounts  for  its  very  high  refractive  index,  makes  the  way  clear  for 
similar  suggestions  as  to  the  formulte  and  the  course  of  the  reactions 
in  the  present  investigation. 

The  formation  of  the  compound  isomeric  with  dimethylethyl- 
pyrone  may  be  explained  by  the  interaction  of  ethyl  iodide  and 
the  monosodium  derivative  of  diacetylacetone,  which  takes  place 
probably  thus  : 

C(0H)<gg:^|^Jj3)>0-0Na  +  EtI      --> 

Monosoiliuiii  derivative  of 
diacetylacetone. 

C(0H)<^g:^i|^g3)>0-0Et  +  Nal. 

Monoethyl  derivative  of 
diacetylacetone. 

Rearrangement  and  subsequent  loss  of  water  take  place,  when  we 
have  : 
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OEt     OH  i  OH;     Kt  H  OHi 

CH^-CrCH-CiCH-CO-CHg         ~^       CH3-C==C-C(OH):C-C:CH2 

_^       ^'CEt==CMe> 


C(OH)<---->0. 


The  experiments  made  with  the  substance  suggest  that  its  constitu- 
tion is  best  represented  by  the  tautomeric  form  : 

^CEt CJMe^ 

C^ 0 ^O. 

\CHo-C(:CH2K 

The  formation  of  the  monosodium  derivative  mentioned  above  is 
possibly  due  to  the  interaction  of  ethyl  iodide  on  the  hydrated 
disodium  derivative  of  diacetylacetone.  This  substance,  after  heating 
on  the  water-bath  under  diminished  pressure,  has  the  composition 
CyHgOgNagjHgO,  and  it  may  react  thus  : 

CyHsOgNagjHgO  +  EtI  =  C^HgOgKa  +  Nal  +  EtOH. 

Also  the  formation  of  an  orcinol  derivative  by  the  action  of  sodium 
hydroxide  solution  on  the  compound  may  be  represented  thus  : 


n^^-p-^^CEt=CMev^^      NaOH      ^w^-u-x^CEt — CMe — :0H 
C(OH)<cH.c(:CH,)>0        -^       ^(^^)<CH.C(ONa):CH:H 


--> 


Intermediate  compound. 


C(OH)<CE^CM;>CH, 

Monoethylorcinol . 

and,  lastly,  the  oil,  after  prolonged  boiling  with  strong  hydrochloric 
acid,  yields  dimethylethylpyrone  hydrochloride,  thus  : 

r,.-,. ^,^  x-CEt'CMe^ 

CH  C(.CH,)  -^  \CH=CMe/ 

DimethylelliylpjTone. 

The  production  of  dimethyldiethylpyrone  hydrochloride  from  the 
disodium  derivative  of  diacetylacetone  by  the  action  of  ethyl  iodide 
may  be  explained  in  a  precisely  similar  manner. 

With  n-propyl  iodide  also  an  oil  was  formed,  which  possessed  pro- 
perties very  similar  to  those  of  the  oil  which  was  obtained  by  the 
action  of  ethyl  iodide  on  the  disodium  derivative  of  diacetylacetone. 
The  same  difficulty  was  experienced  in  obtaining  any  dimethyl-mono- 
or  -di-propylpyrone. 

It  was  only  after  more  than  a  year's  continuous  work  that  the  true 
nature  of  these  changes  was  discovered,  the  oil  being  obtained  some- 
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what  easily,  but  in  varying  yielils,  whilst  hariUy  any  pyrono  deriv- 
atives were  produced,  and  considerable  quantities  of  dituethylpyrone 
itself  were  fornied  during  the  progi-ess  of  the  reaction. 

The  probable  cause  of  this  trouble  was  that  in  the  earlier  experi- 
ments the  reacting  substances  were  not  quite  dry,  and  also  that 
the  disodium  derivative  of  diacetylacetone  has  the  constitution 
CyH803Na.„2HoO  when  prepared  by  precipitation  from  95  per  cent, 
alcohol. 

This  hydrated  derivative  probably  reacts  with  ethyl  iodide  in  the 
following  way  : 

j lEt 

C-H,0.ka„     ^ S^i^     -^      aH,0.,  +  H..0  +  2EtOH  +  2NaT. 

:  1  hit         j  ■''■•' 

In  the  later  experiments,  this  was  avoided,  as  far  as  possible,  by 
preparing  pure  dry  diacetylacetone  from  the  barium  salt  of  dimethyl- 
pyrone,  and  the  anhydrous  derivative  was  obtained  by  treating  this 
with  sodium  dissolved  in  dry  alcohol  (see  below). 

Considerable  quantities  of  the  oil  were  obtained  by  adopting  this 
method  of  work,  but  the  production  of  the  pyrone  derivatives  was 
most  disappointing  until  it  was  found  that  prolonged  boiling  with 
concentrated  hydrochloric  acid  was  the  determining  factor  for  a  satis- 
factory yield. 

Experimental. 

When  dimethylpyrone,  prepared  according  to  the  method  employed 
by  Collie  (Trans.,  1891,  59,  617),  is  dissolved  in  95  per  cent,  alcohol 
and  a  solution  of  sodium  ethoxide  in  95  per  cent,  alcohol  added,  a 
hydrated  form  of  the  disodium  derivative  of  diacetylacetone  is  obtained, 
which  is  almost  insoluble  in  boiling  alcohol.  This  has  the  composition 
C,H303Na2,2H20. 

Twenty-four  gi'ams  of  dimethylpyrone  were  employed  in  the  first 
experiment,  and  the  requisite  amount  of  sodium  ethoxide  for  the 
reaction  was  prepared  by  dissolving  9  grams  of  sodium  in  150  c.c.  of 
ordinary  absolute  alcohol  and  then  adding  the  dimethylpyrone,  which 
had  been  previously  dissolved  in  a  little  absolute  alcohol.  The 
mixture  was  warmed  on  the  water-bath,  when  the  disodium  deriv- 
ative of  diacetylacetone  separated.  In  the  earlier  experiments,  this 
precipitate  was  not  filtered.  After  several  hours,  65  grams  of  ethyl 
iodide  (that  is,  about  4  grams  in  excess  of  the  calculated  quantity) 
were  added  to  the  contents  of  the  flask,  and  the  whole  was  heated  on 
the  water-bath  for  nearly  six  hours.  At  the  end  of  this  time,  all  the 
suspended  sodium  derivative  had  disappeared,  and  the  contents  of  the 
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flask  had  a  brownish-red  colour  and  were  only  faintly  alkaline  to 
litmus. 

The  excess  of  alcohol  and  ethyl  iodide  was  distilled  oft'  on  the  water- 
bath,  dilute  hydrochloric  acid  was  added  until  tho  contents  of  the 
tlask  were  just  acid,  and  the  remaining  traces  of  alcohol  evaporated. 
The  mixture  was  then  diluted  with  water  to  dissolve  the  sodium  iodide 
which  had  separated  out,  and  extracted  with  chloroform. 

The  chloroform  extract  was  dried  over  calcium  chloride  and  the 
chloroform  then  removed  by  distillation.  The  residual  liquid,  which 
was  somewhat  viscous,  was  distilled  under  diminished  pressure 
(35  mm.),  when  a  small  fraction  was  collected  between  130°  and  180°, 
but  the  greater  part  distilled  at  190°  as  a  pale  yellow  oil.  The  oil 
was  redistilled  under  ordinary  atmospheric  pressure,  when  nearly 
10  grams  were  obtained,  which  passed  over  without  decomposition 
at  a  constant  boiling  point  of  289°. 

I.  0-2000  gave  0-5189  COo  and  0-1472  H..0.     C  =  70-7  ;  H  =  8-2. 
II.  0-1929     „     0-4991  CO2    „    0-1428  H2O.     C  =  70-6  3  H  =  8-2. 
III.  0-1919     „     0-4980  CO2    „    0-1404  HoO.     C  =  70-8;  H  =  8-l. 
CgHjgO.,  requires  C  =  71-l  ;  H  =  7-9  per  cent. 

A  determination  of  the  molecular  weight  was  made  by  the  boiling 
point  method,  the  dried  alcohol  being  used  as  solvent. 

With  4*249  grams  of  solvent  and  0*1535  gram  of  substance,  a  rise 
of  0-25°  was  observed,  whence  molecular  weight  =  166.  The  molecular 
weight  calculated  for  0^11^202  is  152. 

After  standing  for  nearly  six  weeks,  the  substance  crystallised, 
forming  pale  yellow  crystals,  which  melted  at  66 — 67°.  It  is  only 
very  sparingly  soluble  in  water,  but  easily  dissolves  in  alcohol,  chloro- 
form, and  ether.  It  is  easily  soluble  in  acetic  acid,  and  the  acetic 
acid  solution  at  once  decolorises  bromine  water.  Cold  aqueous 
solution  of  potassium  permanganate  is  instantly  reduced  by  the 
substance. 

The  existence  of  the  ICICHo  group  was  further  confirmed  by 
oxidising  some  of  the  compound  with  dilute  chromic  acid  solution  and 
then  distilling.  The  distillate  was  strongly  acid  to  litmus  and  when 
ju.st  neutralised  with  dilute  sodium  hydroxide  solution,  at  once  reduced 
ammoniacal  solution  of  silver  nitrate,  thus  indicating  that  the  ICHg 
group  had  been  oxidised  to  formic  acid. 

Ferric  chloride  solution  gives  no  coloration,  indicating  the  absence 
of  a  hydroxyl  group  in  the  molecule.  Concentrated  sulphuric  acid 
produces  a  yellowish-red  coloration,  which  darkens  on  warming.  Cold 
sodium  hydroxide  solution  dissolves  the  substance  easily,  giving  a 
yellow  solution  which,  on  warming,  changes  to  a  red  colour  and  has  a 
fragrant  smell  resembling   that   of  oil   of   juniper;   the   addition   of 
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hydrochloric  acid  destroys  the  colour  and  odour,  which,  moreover,  can 
both  be  destroyed  by  addition  of  excess  of  sodium  hydroxide. 

When  heated  with  sodium  hydroxide,  alcohol,  and  chloroform,  it 
immediately  gives  a  deep  red  solution,  which,  on  dilution  with 
water,  shows  a  beautiful  green  iluorescence,  a  reaction  common  to 
orcinol  derivatives. 

On  distilling  with  ferric  chloride  solution  and  subsequent  addition 
of  sodium  hydroxide  to  the  distillate,  a  purple  coloration  is  developed, 
which  is  discharged  by  hydrochloric  acid  and  reappears  on  the  addition 
of  more  sodium  hydroxide. 

The  conclusion  that  oxygen  does  not  appear  to  be  doubly  bound  to 
carbon  in  the  molecule  as  a  carbonyl  group  was  arrived  at  by  the  fact 
that  all  attempts  to  prepare  an  oxime,  a  hydrazone,  and  a  semicarb- 
azone  failed. 

The  structural  formula  which  is  suggested  for  this  compound, 
namely, 

xCEt CMe^ 

C^ 0—^0, 

\CH2-C(:CH2K 

appears  to  explain  the  .above  I'eactions  quite  sjxtisfactorily.  Tho 
manner  in  which  an  orcinol  derivative  may  be  formed  has  already 
been  indicated. 

Lastly,  on  long-continued  boiling  with  concentrated  hydrochloric 
acid,  the  hydrochlox-ide  of  dimethylethylpyrono  was  obtained  (see 
later). 

Thus,  this  most  interesting  compound  possesses  the  remarkable 
property  of  undergoing  isomeric  change  on  being  treated  with  acids 
or  alkalis,  resembling  tho  diacetyl  derivative  isolated  by  Collie 
{loc.  cit.). 

Dimethylethyljyyrone  and  Dimethyldiethylpyrone  and  their  Salts. 

It  has  already  been  mentioned  that  the  earlier  attempts  to  prepare 
these  compounds  proved  a  complete  failure,  only  very  small  amounts 
of  crystalline  substances  being  extracted,  which  consisted  chiefly  of 
dimethylpyrone,  and  it  was  suggested  that  this  was  at  all  events  partly 
due  to  the  presence  of  water,  which  reacted  in  the  way  indicated  above- 
In  order  to  eliminate  as  far  as  possible  this  cause  of  failure,  all  tho 
reacting  substances  Avere  very  carefully  dried.  The  disodium  derivative 
of  diacetylacetone  was  filtered  off  immediately  after  precipitation  in 
absolute  alcohol  and  heated  under  reduced  pressure  on  the  water-bath 
until  free  from  alcohol  and  water.  The  ethyl  iodide  was  dried  over 
phosphorus  pentoxide  and  redistilled,  and  the  alcohol  was  boiled  for 
several  hours  over  lime  and  redistilled. 
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Forty  grams  of  the  carefully  dried  disodium  derivative  were  sus- 
pended in  50  c.c.  of  the  dry  alcohol  and  70  grams  of  the  dry  ethyl 
iodide  (an  excess  of  4  grams)  were  added.  The  contents  of  the  flask 
were  boiled  on  the  water-bath  until  the  suspended  substance  had  dis- 
appeared and  the  mixture  was  nearly  neutral  ;  this  required  about 
three  hours.  The  alcohol  and  excess  of  ethyl  iodide  were  removed 
by  distillation  under  reduced  pressure,  and  the  residual  liquid  was 
filtered  from  the  precipitated  sodium  iodide  which  had  separated. 
Fifty  c.c.  of  cold  concentrated  hydrochloric  acid  were  added,  and  the 
mixture  was  warmed  on  the  water-bath  for  two  hours  and  then  allowed 
to  cool.  By  this  means  the  alkyl  derivatives  of  dimethylpyrone  were 
formed  as  hydrochlorides.  A  little  water  was  added  to  the  mixture, 
which  was  then  extracted  with  chloroform.  By  this  treatment  it  was 
hoped  that  the  whole  of  the  oil  formed  would  be  removed,  since  it  is 
extremely  soluble  in  chloroform  and  is  only  attacked  by  concentrated 
hydrochloric  acid  after  prolonged  boiling.  This  was  found  to  be  the 
case,  as  after  distilling  off  the  chloroform  the  oil  was  left  (b.  p.  289°), 
but  this  time  only  a  comparatively  small  yield  was  obtained  (about  2 
grams),  the  way  in  which  the  reaction  had  been  carried  out  apparently 
not  favouring  its  formation  in  quantity.  The  hydrochloric  acid  solution 
of  the  hydrochlorides  was  then  heated  on  the  water-bath  and  most  of 
the  hydrochloric  acid  removed  by  distillation.  The  liquid  was  just 
neutralised  with  solid  sodium  carbonate,  then  made  just  faintly  acid 
with  very  dilute  hydrochloric  acid  and  extracted  with  ether.  The 
ether  was  removed  by  distillation  and  the  residue  fractionated  under 
reduced  pressui-e  (about  35  mm.).  Nearly  5  grams  were  collected 
between  155°  and  160°,  and  4  grams  between  185"  and  190°.  These 
fractions  were  redistilled  under  the  ordinary  atmospheric  pressure, 
and  the  distillates,  which  passed  over  between  245°  and  247°  and  275° 
and  278°  (about  3'5  grams  and  2  grams  respectively),  solidified 
immediately  on  cooling. 

The  above  method  of  procedure  was  repeated,  using  the  same 
quantities,  until  a  sufficient  amount  of  each  fraction  had  been  obtained 
for  examination. 

DimethyletJtylpyrone,  CyHjgOg. 

A  portion  of  the  compound  which  came  over  between  245°  and  247° 
was  recrystaliised  from  water,  in  which  it  was  easily  soluble,  and  from 
which  it  separated  as  colourless  needles.  These  were  dried  over  sul- 
phuric acid  in  a  vacuum  desiccator  and  then  melted  at  58°. 

0-1945  gave  0-5081  CO^  and  0-1383  11,0.     G  =  71-2;  H  =  7-9. 
CjjHjgO^  requires  0  =  71-1  ;  H  =  7-9  per  cent. 

Dimethylethylpyrone  in  aqueous  solution  gives  no  coloration  with 
ferric  chloride.      When   ground   with   solid  potassium  hydroxide  in  a 
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mortar,  it  gives  a  1  night  pink  coloration,  suggesting  the  formation  of 
a  qiiinonoid  compound — this  colour  disappears  when  water  is  added. 
It  gives  no  precipitate  with  barium  hydroxide,  even  when  boiled 
with  it,  and  its  basic  properties,  though  well  marked,  are  not  so 
strongly  defined  as  those  of  dimethylpyrone  itself. 

The  hydrochloride,  (CgHj^Oo)o,HCl,2HoO,  obtained  by  evaporating 
dimethylethylpyrone  with  concentrated  hydrochloric  acid,  is  quite 
stable  at  the  ordinary  temperature,  but  on  being  heated  in  a  test-tube 
loses  water  and  hydrogen  chloride.  Some  of  the  salt  was  prepared 
and  dried  on  a  porous  tile.  On  titration  with  decinornial  silver  nitrate 
solution  : 

0"1  gram  reacted  with  2'6  c.c.  of  the  silver  solution,  this  being 
equivalent  to  0-00923  gram  chlorine.     01  =  9-23. 

(C.jHi202).^,nCl,2H,0  requires  01  =  9-4  per  cent. 

As  already  mentioned,  the  hydrochloride  of  dimethylethylpyrone  is 
also  formed  fi'om  the  oil  which  distilled  at  289°  by  boiling  it  with 
hydrochloric  acid.  This  transformation  is  only  effected  by  boiling  the 
oil  with  concentrated  hydrochloric  acid  for  at  least  twenty-four  hours, 
and  thus  was  overlooked  in  the  earlier  experiments. 

Hydrochloric  acid  only  very  slowly  attacks  the  substance,  the 
hydrochloride  of  dimethylethylpyrone  being  obtained  afler  evaporation 
of  the  excess  of  hydrochloric  acid.  That  it  was  actually  this  compound 
was  proved  by  converting  it  into  the  base  by  addition  of  sodium 
carbonate  solution  and  subsequent  extraction  with  ether,  from  which 
crystals  were  obtained  which  melted  at  58". 

0  =  71-4;  H  =  7-9.      OyH^Pa  requires  0  =  71-1  ;  H  =  7-9  percent. 

The  platinichloride,  (0,|Hj202)o,H.,Pt01^,2H.,0,  obtained  ])y  adding 
platinic  chloride  to  a  solution  of  dimethylethylpyrone  in  hydrochloric 
acid,  separates  out  on  stirring  the  mixture  with  a  glass  rod.  This  salt, 
which  is  yellow,  can  be  recrystallised  from  warm  water.  From  1  gram 
of  the  base,  nearly  0-7  gram  of  the  recrystallised  platinichloride 
was  prepared.  This  was  dried  on  a  porous  plate,  and,  after  remaining 
for  three  hours  in  a  desiccator,  was  analysed.  That  the  compound 
prepared  as  described  above  possessed  water  of  crystallisation  was 
rendered  evident  by  heating  some  in  a  test-tube,  when  water  was 
driven  off. 

0-2150  gave  0-2261  00.,,  00086  H,0,  and  00556  Pt. 
OigH3„0^01^Pt  requires  0  =  28-8  ^H  =  4-0  ;  Pt  =  26-0  per  cent. 

The  ethyl  derivative  also  gave  a  picrate  when  added  to  a  boiling 
aqueous  solution  of  picric  acid.  The  picrate  separates  as  an  orange 
precipitate,   but  the   (quantity  prepared    was  insufficient   for  analysis 
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owing  to  loss  of  material  in  previous  unsuccessful  attempts  to  prepare 
the  oxalate,  nitrate,  and  liydriodide. 

I) imethydiethylpyrone,  C^ ^11  j^Og. 

A  portion  of  the  compound  which  came  over  between  275°  and  278°, 
after  recrystallisation  from  alcohol,  was  obtained  in  the  form  of 
colourless  crystals  similar  in  appearance  to  those  of  the  monoethyl 
compound.  After  having  been  dried  over  sulphuric  acid  in  a  vacuum 
desiccator,  they  melted  at  64°. 

I.  0-1939  gave  0-5207  CO2  and  0-1509  H.A     C  =  73-2;  H  =  8-6. 
II.  0-2170      „     0-58-25    „       „    0-1725     ,',        0  =  73-2;  H  =  88. 
III.  0-2296      „     0-6153    „       „    0-1825     „        C  =  73-l ;  H  =  8-8. 
CjjHjjjOg  I'equires  C  =  73-3  ;  H  =  8-9  per  cent. 

Dimethyldiethylpyrone  gives  no  coloration  with  ferric  chloride 
solutioD,  neither  does  it  form  a  precipitate  with  barium  hydroxide  even 
on  boiling.  Attempts  to  prepare  an  oxime  and  a  hydrazone  were  made, 
but  did  not  meet  with  success.  A  pink  coloration  was  obtained  when 
the  crystals  were  ground  with  solid  sodium  hydroxide  in  a  mortar, 
and  in  fact  the  chemical  properties  of  this  substance  are  almost 
identical  with  those  of  dimethylethylpyrone.  It  seems,  however,  to 
possess  decidedly  less  basic  properties  than  the  monoethyl  compound. 

Repeated  attempts  were  made  to  prepare  salts  of  this  compound, 
but,  except  in  two  instances,  Avere  unsuccessful.  On  adding  the 
calculated  amounts  of  oxalic,  sulphuric,  and  hydriodic  acids  respectively 
to  a  concentnxted  aqueous  solution  of  the  base  and  allowing  the 
mixtures  to  evaporate  spontaneously  in  a  desiccator,  either  syrupy 
solutions  which  would  not  crystallise  resulted  or  the  base  itself 
crystallised  out  in  a  hydrated  form. 

When  evaporated  with  concentrated  hydrochloric  acid,  dimethyl- 
diethylpyrone gives  a  hydrochloride,  which  separates  out  in  colour- 
less needles.  This  compound,  however,  is  extremely  unstable,  and 
rapidly  loses  hydrogen  chloride,  even  in  contact  with  air  at  the 
ordinary  temperatm-e.  Ko  satisfactory  analytical  results  could  be 
obtained,  although  repeated  attempts  were  made. 

The  platinichloride,  (Cj^Hj(;02)25HoPtClg,2H20,  obtained  by  adding 
excess  of  platinic  chloride  to  a  solution  of  the  base  in  concentrated 
hydrochloric  acid,  separates  as  a  pale  brown  precipitate  after  well 
shaking  and  stirring  with  a  glass  rod.  Some  of  this  compound  was 
recrystallised  from  warm  water,  in  which  it  is  sparingly  soluble, 
and  dried  on  a  porous  plate. 

0-2020  gave  0-2425  CO^,  0-0870  H2O,  and  0-0489  Pt.  C  =  32-7; 
H  =  4-8;  Pt  =  24-2. 

CooHggO^ClgPt  requires  C  =  32-8;  H=«=4-7  3  Pt=24'2  per  cent. 
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This  platinichloride  is  not  nearly  so  stable  as  the  corresponding 
platinichloiide  of  dimethylethylpyrone,  since  it  not  only  loses  water  on 
heatingj  but  even  decomposes  when  placed  in  a  vacuum  desiccator, 
losing  dimethyldietbylpyroue  and  water. 

biethyldiacetylacetone,  Cj^HjgOg. 

In  one  of  the  experiments  which  were  cariied  out,  an  attempt  was 
made  to  get  rid  of  what  may  be  termed  the  "  water  of  constitution," 
contained  in  the  molecule  of  the  disodium  derivative  of  diacetyl- 
acetone,  by  acting  on  diacetylacetone  itself  with  sodium  ethoxide 
suspended  in  absolutely  dry  alcohol,  since  it  has  been  shown  (Collie, 
Trans.,  1904,  85,  976)  that  the  compound  prepared  as  previously 
described,  even  after  being  heated  under  diminished  pressure,  had  the 
composition  C^HyOgNa.^,!!^©. 

Some  diacetylacetone  was  carefully  dried  in  a  desiccator  and  then 
weighed  exactly  T'iS  grams.  The  requisite  quantity  of  sodium 
ethoxide  for  the  reaction  was  prepared  by  dissolving  2*5  grams  of 
sodium  in  75  c.  c.  of  dry  alcohol  and  the  diacetylacetone  added.  The 
di.sodium  derivative  at  once  separated ;  it  was  filtered,  washed  with 
dry  alcohol  until  free  from  sodium  ethoxide,  and  20  grams  of  ethyl 
iodide  (an  excess  of  3  grams)  added.  After  boiling  on  the  water-bath 
for  two  hours  in  a  flask  fitted  with  a  reflux  condenser,  the  preparation 
was  left  until  the  following  day,  when  large,  colourless  plates  had 
separated.  Several  of  these  were  removed  mechanically  and  rapidly 
dried  between  filter-paper  and  then  left  for  three  hours  in  a 
desiccator.  AVhen  dissolved  in  water,  they  gave  a  purple  coloration 
with  ferric  chloride  solution.  On  analysis,  the  substance  proved  to  be 
diethyldiacetylacetone. 

0-2025  gave  0-4930  CO^  and  0-1687  H,0.     C  =  66-4;  H  =  9-2. 
CjjH^g^s  I'equires  0  =  66*6  ;  H  =  9-l  per  cent. 

Diethyldiacetylacetone  appears  to  be  a  very  volatile  substance,  as 
the  remainder  of  the  crystals  left  oveinight  on  a  porous  plate  in  the 
air  had  entirely  disappeared  by  the  next  day,  leaving  a  slight  stain  on 
the  white  surface  of  the  plate. 

Scarcely  any  dimethylethylpyrone  was  extracted  from  the  remainder 
of  the  contents  of  the  flask,  but  a  very  good  yield  of  the  diethyl 
derivative  was  obtained.  This  suggests  that  the  presence  of  water, 
resulting  as  it  may  do  in  the  formation  of  the  monosodium  derivative 
of  diacetylacetone,  is  an  important  factor  in  the  production  of  the 
mono-ethyl  compound. 


4  M   2 
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Dimelhyljiropylpyrone  (?)  and  its  Isomeride,  C^qH^^Oo. 

Several  experiments  were  made  with  the  object  of  ascertaining  if 
the  action  of  w-propyl  iodide  on  the  disodium  salt  of  diacetylacetone 
would  produce  compounds  similar  to  those  obtained  by  the  action  of 
ethyl  iodide.  The  method  of  procedure  was  pi-ecisely  similar  to  that 
employed  in  tlie  investigation  of  the  action  of  ethyl  iodide.  The  dried 
disodium  derivative  of  diacetylacetone  was  suspended  in  dry  alcohol 
and  a  slight  excess  of  the  n-propyl  iodide  added.  The  mixture  was 
then  heated  on  the  water-bath  until  all  the  solid  particles  had  dis- 
appeared and  the  contents  of  the  flask  were  of  a  deep  red  colour. 
The  alcohol  and  excess  of  propyl  iodide  were  distilled  ofp,  the  latter 
under  slightly  reduced  pressure,  when  a  considerable  amount  of  sodium 
iodide  separated  out.  This  was  removed  by  filtration  and  a  large 
excess  of  strong  hydrochloric  acid  was  added  and  the  mixture  warmed 
on  the  water-bath  for  two  hours.  After  cooling,  the  mixture  was 
diluted  with  water  and  extracted  with  chloroform.  On  distilling  off 
the  chloroform,  an  oil  was  obtained  which  boiled  at  about  205°  under 
35  mm.  pressure. 

Only  small  yields  of  the  oil  were  obtained  as  the  result  of  several 
experiments.  It  apparently  undergoes  slight  decomposition  on  dis- 
tillation under  the  ordinary  atmospheric  pressure  (b.  p.  over  300°), 
since  darkening  occurs. 

After  standing  for  a  fortnight,  the  oil  solidified  and  analysis  gave 
the  following  result : 

0  2004  gave  0-5289  CO^  and  0-1515  H^O.    C  =  71-9  ;  H  =  8-4. 
Cj^Hj^Og  requires  C  =  72*3  ;  H  =  8-4  per  cent. 

The  compound  gave  no  colox'ation  with  ferric  chloride,  and  at  once 
reduced  potassium  permanganate  solution  without  warming.  It  dis- 
solved in  acetic  acid  readily,  and  bromine  water  was  instantly  de- 
colorised. It  thus  seemed  to  possess  similar  properties  to  those  of  the 
corresponding  ethyl  compound,  but  sufiicient  was  not  obtained  for  an 
extended  series  of  experiments. 

Dimethjlprojiylpyrone  (?),  C^oHj.jOg. 

The  hydrochloi'ic  acid  solution  (left  after  extraction  with  chloroform 
of  the  oil  mentioned  above)  was  heated  on  the  water-bath  in  a  flask 
and  most  of  the  hydrochloric  acid  removed  by  distillation  under 
reduced  pressure.  The  solution  was  then  neutralised  with  sodium 
carbonate,  made  faintly  acid  with  dilute  hydrochloric  acid,  and  ex- 
tracted with  ether,  A  very  small  quantity  of  a  solid  substance  was 
left  after  removal  of  the  ether   by  evaporation.     The  total  yield  from 
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three  successive  preparations  was  less  than  a  gram.     It  was  recrystal- 
lised  twice  from  water  and  dried  over  sulphuric  acid  in  a  desiccator. 

0-1998  gave  0-5312  CO.^  and  0-1585  H.O.    0  =  72-5;  H  =  8-l. 
C^qHj^O^  requires  C  =  72-3  ;  H  =  8-4  per  cent. 

Thus  the  substance  appears  to  be  dimethylpropylpyrone,  but  it  was 
not  characterised  by  a  sharp  melting  point  (98 — 101°).  It  apparently 
gives  a  platinichloride,  but  too  small  a  quantity  was  available  for 
analysis. 

Repeated  attempts  to  prepare  dimethyldipropylpyrone  were  unsuc- 
cessful, only  small  quantities  of  the  above  compound  being  produced. 
It  would  appear  that  the  alkyl  iodides  of  higher  molecular  weight 
react  with  difficulty  with  disodium  diacetylacetone,  and  experiments 
are  being  at  present  carried  out  whicli  will  finally  determine  this 
point. 

It  is  hoped  that  the  evidence  as  to  the  constitution  of  these  interest- 
ing isomerides  may  be  strengthened  later  on  by  means  of  refractivity 
experiments  and  examination  of  their  absorption  spectra. 

The  following  is  a  complete  list  of  the  new  compounds  isolated  and 
analysed  : 

(1)  The  compound  CgHjoOo  (m.  p.  66—67°,  b.  p.  289°),  isomeric  with 
dimethyletbylpyrone. 

(2)  Dimethyletbylpyrone,  G^U^p.-,  (m.  p.  58°). 

(3)  Dimethyletbylpyrone  hydrochloride,  (C9Hi20.^)2,HCl,2H20. 

(4)  Dimethyletbylpyrone  platinichloride,  (C9Hj202)2,H2PtCl,i,2H20. 

(5)  Dimethyldiethylpyrone,  Ci^H^jjOg  (m.  p.  64°). 

(6)  Dimethyldiethylpyrone  platinichloride, 

(GnHiA)2.H2PtCl„2H20. 

(7)  Diethyldiacetylacetone,  Cj^H^gOg. 

(8)  Dimethyl propylpy rone,  CjoHj^Og. 

(9)  The  compound  CjoHj^  (b.  p.  205°  under  35  mm.  pressure), 
isomeric  with  dimethylpropylpyrone. 

In  conclusion,  the  author  of  this  paper  desires  to  express  his  sincere 
thanks  to  Professor  Collie,  who  suggested  this  research,  and  to  whom 
he  is  deeply  indebted  not  only  for  constant  advice  and  encouragement 
during  its  progress,  but  also  for  part  of  the  dehydracetic  acid  used  in 
the  preparation  of  the  dimethylpyrone  employed,  which  was  purchased 
with  a  grant  from  the  Chemical  Society. 

The  Organic  Chemistry  Laboratory, 
University  College, 
London. 
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CXXV. — The  EtJu/l  Estops  of  Acetonyloxalic  and  Aceto- 
phenj/loxalic  Acids  and  the  Action  of  Ethyl  Oxalate 
on  Acctanilide  and  its  Homologues. 

By  Siegfried  Ruhemann. 

Claisen  (Ber.,  1891,  24,  128)  showed  that  ethyl  soclioacetonyloxalate, 
■when  boiled  with  glacial  acetic  acid,  yielded  a  violet  sodium  compound 
from  which  other  metallic  derivatives  could  be  obtained.  These  he 
found  to  have  the  empirical  formula  C5H3O3M',  but  he  expressed  the 
view  that,  most  probably,  this  formula  should  be  doubled,  and  suggested 
for  the  substance  from  which  those  salts  are  derived,  the  formula  : 

CH3-CO-CH<^Q.^Q>CH-CO-CH3. 

Its  formation  would  accordingly  take  place  by  the  condensation  of 
two  molecules  of  ethyl  acetonyloxalate  accompanied  by  the  loss  of  two 
molecules  of  alcohol.  Beyond  a  short  notice,  no  detailed  account  of 
this  work  appeared  in  the  current  literature.  The  fact  that  the  com- 
pound which  is  formed  from  the  product  of  the  reaction  between 
phenylpropiolyl  chloride  and  sodioacetylacetone  (see  Buhemann  and 
Merriman,  Trans.,  1905,  87,  1383  ;  Buhemann,  Trans.,  1906,  89,  G82) 
yields  blue  salts  similar  to  those  which  are  produced  from  ethyl 
acetonyloxalate  has  induced  me  to  subject  this  ester  to  a  closer  study. 
The  investigation  of  the  reaction  which  leads  to  the  formation  of 
coloured  salts  from  this  ester  is  not  yet  completed  and  will  form  the 
subject  of  a  later  communication.  The  present  paper  contains  the 
record  of  a  research  on  the  behaviour  of  the  compounds  which  are 
produced  by  the  action  of  aldehydes  on  the  ethyl  esters  of  acetonyl- 
oxalic and  acetophenyloxalic  acids. 

Similar  experiments  had  already  been  undertaken  by  Claisen.  In  a 
short  note  {Ber.,  1891,  24,  116)  he  stated  that  ethyl  acetonyloxalate 
yielded  compounds  which  might  be  represented  thus  : 

CHg-CO-CH — CO 
R-CH-0-CO' 

but  a  full  account  of  this  work  did  not  appear.  I  have  found  that,  in 
the  presence  of  piperidine  as  a  catalytic  agent,  ethyl  acetonyloxalate 
condenses  with   benzaldehyde  to  form  a  substance  having  the  formula 

Me'CO-CH — CO 
Ph-CH-O-CO' 
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which  may  be  called  aoetylketophenyiparacone.  Tlio  pi'operties  of 
this  substance  are  analogous  to  those  of  ethyl  ketophonylparaconate, 
which  W.  Wislicenus  {Ber.,  1892,  25,  3448  ;  1893,  26,  2144)  obtained 
by  the  action  of  hydrogen  chloride  on  a  mixture  of  benzaldehydo  and 
ethyl  oxaloacetate,  and  also  to  those  of  ketophenylparacophenono, 
which  Knoevenagel  (Anna/en,  1894,  281,  48)  prepared  in  the  same  way 
from  benzaldohyde  and  ethyl  acetophcnyloxalato.  On  using  hydrogen 
chloritlo  instead  of  piperidine,  two  molecules  of  benzaldehyde  react 
with  one  molecule  of  ethyl  acotonyloxalate  to  yield  a  compound  which 
uudoul)tedly  is  to  be  formulated  thus  : 

Ph-CHiCH-  CO  -CH — CO 
Ph-CH-0-CO' 

and  is  therefore  benzylideneacctylketophenylparacone.  An  analogous 
reaction,  however,  does  not  take  place  on  treating  a  mixture  of  ethyl 
acetonyloxalate  and  m-  or  ^^-nitrobenzaldehyde  with  hydrogen  chloride, 
but  there  are  formed  the  corresponding  nitro-derivatives  of  acetylketo- 
phenylparacone. 

Acetylketophenylparacone,  as  well  as  its  nitro-derivatives,  readily 
reacts  with  aniline  and  its  homologues  and,  with  the  loss  of  one 
molecule  of  water,  yields  yellow  compounds.  The  fact  that  these  are 
insoluble  in  sodium  carbonate  fixes  their  constitution.  For  example, 
the  substance  which  is  formed  from  aniline  and  acetylketophenyl- 
paracone must  be  represented  by  the  formula 

Me-CO-CH — C:NPh 
Ph-CH-O-CO 

With  phenylhydrazine,  acetylketophenylparacone  forms  a  phenyl- 
hydrazone.  This  differs  in  its  behaviour  from  the  former  substances 
inasmuch  as  it  dissolves  in  sodium  carbonate,  especially  on  warming, 
and  yields  a  yellow  solution  from  which  the  hydrazone  is  precipitated 
by  mineral  acids.  This  property  points  to  the  following  structure  of 
the  compound : 

Me-C(:N-NHPh)-CH — CO 
Ph-CH-O-CO" 

T.  ,     ,        ,  ,  Ph-CO-CH — CO 

Ketophenylparacophenone,  ^,     '  ,^  ^   '  ^  ,  reacts  with   aniline 

^        "'  ^  ^  Ph-CH-O-CO 

and  its  homologues  to  form  compounds  which  resemble  in  every  respect 

those  from  acetylketophenylparacone. 

The  formation  of  these  yellow  substances  induced  me  to  examine 

whether  any  relation  exists   between   them  and  the  products  which 

W.    Wislicenus   and   Sattler   (Ber.,    1891,    24,     1245)    described    as 

xanthoxalanil  and  xanthoxalotoluidil.     These  chemists    showed    that 
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the  action   of  sodium   ethoxide  on  a  mixture  of    ethyl   oxahite   and 

acetanihde  was   similar  to  the   formation  of    ethyl  oxaloacetate  and 

yielded  ethyl  oxaloacetanilide,  COoEt'CO-CH._,-CO-NHPh.   The  amount, 

however,  which  was  formed  was  very  small,  the  greater  portion  of  the 

mixture    being     transformed     into    the    yellow    sodium    compound, 

CiQHgOgNNa.     With  regard  to  the  constitution  of  this  substance  they 

CO CO 

suggested  the  formula  I,TT-Nr  .nn^'^*''^^^"     They  found,  further,  that 

oxaloacetanil,    Cj^H^OgN,    could    not    be    isolated    from    its    metallic 

derivative    because    it    rapidly    changed    into   a   yellow,   complicated 

product.     This   they  proved    to    be  a   mixture  of    anilinomaleic  acid, 

Ph-NH-C — CO^^.  ^,  ,  -,  ,   ,  ,u    .1- 

M  ^is'rh,   and    a   yellow    substance    which    they   were 

CH~CO 

unable  to  purify,  and  since  different  specimens  gave,  on  analysis, 
varying  results,  they  did  not  express  a  view  concerning  the  composition 
or  the  constitution  of  xanthoxalanil.  On  using  aceto-^j-toluidide, 
instead  of  acetanilide,  "Wislicenus  and  Sattler  prepared  a  similar 
product  which  they  called  xanthoxalo-^-toluidil.  I  have  been  able 
to  obtain  these  substances  as  well  as  xanthoxalo-o-toluidil  and 
xanthoxalo-a-naphthylanil  in  a  pure  state  and  to  fix  their  constitution. 
This  differs  widely  from  the  structure  of  the  yellow  compounds  which 
are  formed  by  the  action  of  aromatic  bases  on  acetyl  ketophenyl- 
paracone  and  ketophenylparacophenone.  Xanthoxalanil  and  xanth- 
oxalo-/:)-toluidil,  which  can  be  crystallised  from  hot  nitrobenzene,  form 
orange  plates,  the  shade  of  the  latter  being  the  paler;  xanthoxalo- 
o-toluidil  crystallises  from  the  same  solvent  in  canary-yellow  plates, 
whilst  xanthoxalo-a-naphthylanil  dissolves  in  boiling  glacial  acetic  acid 
and,  on  cooling,  separates  in  similar  crystals.  The  analytical  results 
lead  to  the  formula  d^HjoO-Ng  for  xanthoxalanil ;  its  structure 
must  be  represented  by  the  formula 

T,,   XT  ^CO-CH,     CO-CO.   ^^  ^, 
^CO-C=C— CO^ 

Analogous  formulaB  must  be  assigned  to  the  other  condensation 
products.  These  formulse  are  derived  from  the  following  considerations. 
Wislicenus  and  Sattler  {loc.  cit.)  showed  that  similar  substances  were 
not  formed  if,  instead  of  acetanilide  or  acetotoluidide,  ethyl  acetanilide 
or  propionanilide  were  treated  with  ethyl  oxalate.  Ethyl  acetanilide 
thus  yielded  ethoxalethylacetanilide,  C0,Et-C0-CH2-C0-N(Et)Ph  j 
propionanilide,  on  the  other  hand,  gave  metbyloxalacetanil, 

CO-CO.    ^^^^ 
Me-CH-  CO^ 
These  facts  lead  to  the  conclusion  that  yellow  condensation  products 
are  produced  only  from  oxalacctanil  or  those  of  its  derivatives  which 
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contain  the  group  CTT.,  of  oxalacetic  acid.  Oxaloacetiinil  and  oxalo- 
acetotoluidide  are  stable  in  the  form  of  their  sodium  compound.s ;  on 
acidifying  the  afjueous  solutions  of  these  salts,  two  of  their  molecules 
condense  and,  with  the  loss  of  one  molecule  of  water,  yield  coloured 
substances.  The  circumstance  that  they  dissolve  in  sodium  carbonate 
is  in  harmony  with  the  view  which  I  have  advanced  concerning  their 
structure.  The  formation  of  these  compounds,  therefore,  is  analogous 
to  tho  production  of  indogenides  from  indoxyl.  Wislicenus  and 
Sattler  {loc.  cii.)  showed  that  xanthoxalanil  was  decomposed  on  boiling 
with  an  alkali,  and  they  isolated  as  products  of  the  reaction  aniline 
and  oxalic  acid.  It  may  be  expected  that  this  decomposition  will  take 
place  thus  : 

(C02H)2  +  C02H-CHo-C(C02H):CH-CO.JI, 

and  furnish  aconitic  acid  or  its  stereoisomeride.  Experiments  are  in 
progress  with  the  view  of  verifying  this  assumption. 

Experimental. 

Action    of  Aldehydes   on   Ethyl   Acetonyloxalate. 

,       ,  Me-CO-CH — CO 

AcetylketojyIienyljKiracone,  ph-CH-O-CO ' 

A  mixture  of  ethyl  acetonyloxalate  (8  grams),  benzaldehyde 
(5 "4  grams),  and  piperidine  (about  8  drops),  on  standing  for  a  few 
days,  deposits  crystals,  and  after  a  week  the  whole  has  set  to  a  semi- 
solid. The  product  is  filtered  with  the  aid  of  the  pump  and  crystal- 
lised from  boiling  water,  when  colourless  needles  are  obtained  which 
melt  at  170—171°. 

0-2021  gave  04892  CO^  and  0-0848  H2O.    C  =  66-01 ;  H  =  4-66. 
Cj2Hjq04  requires  C  =  66  05  ;  H  =  4*58  per  cent. 

The  substance  distils  in  a  vacuum  with  but  slight  decomposition  ;  it 
is  rather  soluble  in  alcohol,  but  sparingly  soluble  in  boiling  water.  It 
has  acidic  properties  and  dissolves  easily  in  sodium  carbonate  or 
ammonia.  On  mixing  concentrated  aqueous  solutions  of  the  compound 
and  silver  nitrate,  a  white  silver  salt  is  precipitated  which  readily  dis- 
solves in  water ;  the  solution,  on  boiling,  decomposes  and  deposits  a 
silver  mirror.  Acetylketophenylj^aracone  dissolves  in  cold  concentrated 
sulphuric  acid,  and  is  precipitated  unchanged  on  adding  water  to  the 
yellow  solution.  With  ferric  chloride,  its  .solutions  yield  a  deep  red 
coloi'ation. 
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,,        ,.,  „        ,       ,  Ph'CH:CH-CO'CH — CO 

Jienzi/liae)ieaceti/lfcetojmeuyl2^aracone,  ntr  n  rir»' 

As  stated  l)efore  (p.  1237),  this  substance  is  formed  by  saturating  a 
well-cooled  mixture  of  benzaldehyde  and  ethyl  acetonyloxalate  with  dry 
hydrogen  chloride,  the  result  being  the  same  whether  aldehyde  and 
ester  ai-e  used  in  equimolecular  quantities  or  in  the  proportion  of  two 
molecules  of  the  aldehyde  to  one  mol.  of  the  ester.  The  brown  liquor 
which  is  produced  on  standing  overnight "  sets  to  a  coloui-ed  solid. 
This  is  washed  with  cold  alcohol  and  crystallised  from  the  boiling 
solvent,  in  which  it  dissolves  with  difhculty.  It  gradually  separates  in 
yellow  prisms  which  melt  and  decompose  at  220°.  The  compound, 
after  drying  in  a  vacuum-desiccator  over  sulphuric  acid,  contains  one 
mol.  of  alcohol  which  it  loses  at  100°,  the  colour  changing  at  the  same 
time  to  pale  yellow. 

0-1854,  dried  at  100°,  gave  0-5053  CO.,  and  0-0787  HgO.  C  =  74-33; 
H  =  4-71. 

0-1873,  dried  at  100°  gave  0-5124  COg  and  0-0798  H^O.  C  =  74-6I; 
H  =  4-73. 

CjgHj^O^  requires  C  =  74-51 ;  H  =  4-57  per  cent. 

0-2011,  dried  in  a  vacuum  at  the  ordinary  temperature,  on  heating 
at  100°  lost  0-0261.     C2HeO  =  12-97. 

^^'lo^iA^CgHgO  requires  C2H60=  13-06  per  cent. 

This  substance  cannot  be  distilled ;  it  readily  dissolves  in  sodium 
carbonate,  and  is  precipitated  from  the  solution  by  mineral  acids.  On 
boiling  with  caustic  potash,  it  decomposes  with  formation  of 
benzaldehyde. 

,    ,  „  ,  .       ,       ,  Me-CO-CH — CO 

This  compound  is  prepared  by  mixing  ?»-nitrobenzaldehyde 
(4-7  grams),  dissolved  in  a  little  benzene,  with  ethyl  acetonyloxalate 
(5  grams)  and  saturating  the  ice-cold  solution  with  dry  hydrogen 
chloride.  The  red  solid  which  separates  in  the  course  of  a  day  is 
dissolved  in  hot  dilute  alcohol  and  the  solution  decolorised  with 
animal  charcoal,  when  colourless  prisms  ax*e  obtained  which  melt  at 
170°. 

0-1999  gave  0-4000  CO.,  and  0-0618  H2O.    C  =  54-57;  H  =  3-43. 
0-2011     „     0-4033  CO2  and  0-0636  H2O.    C  =  54-69  ;  H  =  3-51. 
0-2235     „     10-6  c.c.  moist  nitrogen  at  22°  and  761  •5  mm.  N  =  5-38. 
Ci.H^OgN  requires  C  =  54-75 ;  H  =  3-42  ;  N  =  5-32  per  cent. 
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This  substance  is  rather  soluble  in  alcohol,  but  dinicultly  so  in 
boiling  water,  and  the  solutions  give  a  red  coloration  with  ferric 
chloride. 

Aceti/lketo-\>nitro2)heni/lpa7-acone. 

This  is  produced  in  the  same  way  as  the  former  substance.  For 
purification  it  is  dissolved  in  sodium  carbonate,  and  the  filtered  solu- 
tion treated  with  an  excess  of  dilute  hydrochloric  acid.  Tlie  solid 
which  is  precipitated  dissolves  in  boiling  water  and,  on  cooling, 
crystallises  in  groups  of  needles  which  melt  at  177'^  to  a  bi'own 
liquid. 

0'1989  gave  9*4  c.c.  moist  nitrogen  at  21°  and  765  mm.  N  =  5'41. 
Oj2H,jO,.N  requires  N  =  5'32  per  cent. 

Action  of  Aromatic  Bases  on  AcetylJceto2)henylparacoiie  and  its 

Derivatives. 

This  reaction  takes  place  on  adding  the  base  to  a  hot  alcoholic  solu- 
tion of  acetyl ketophenylparacone  or  its  derivatives,  when,  after  a  short 
time  or  in  the  course  of  a  day,  the  yellow  condensation  product 
separates.  The  constitution  of  these  substances  has  been  already  dis- 
cussed in  the  introduction. 

Acetylketophenylparaconanilide,  Cj^Hj^OgN. 

This  compound  is  sparingly  soluble  in  alcohol,  but  readily  so  in 
boiling  glacial  acetic  acid,  and  on  cooling  crystallises  in  yellow  prisms. 
These  darken  at  about  220°  and  melt  and  decompose  at  230'^ 

0-2015  gave  0-5435  CO2  and  0-0934  HgO.     C  =  7356  ;  H  =  5-15. 
0-2519     ,,     11  c.c.  moist  nitrogen  at  21°  and  757  mm.     ]Sr  =  4-84. 
C1SH15O3N  requires  C  =  73-72  ;  H  =  5-12  ;  N  =  4-78  per  cent. 

The  anilide  is  insoluble  in  sodium  carbonate.  On  boiling  with 
hydrochloric  acid,  it  dissolves  and  the  yellow  colour  disappears.  The 
solution,  on  cooling,  deposits  colourless  crystals,  which  were  identified 
as  acetylketophenylparacone  by  the  melting  point  (170'^)  and  chemical 
properties.  The  acid  filtrate  contains  aniline.  Acetylketophenyl- 
paracone is  not  attacked  by  hydrochloric  acid,  readily,  however,  by 
caustic  potash  ;  its  anilide,  therefore,  on  boiling  with  the  alkali,  de- 
composes and  yields  beuzaldehyde  as  well  as  aniline. 

Acetylketophenylparacoiie-o-toluidide  is  rather  soluble  in  boiling 
alcohol  and,  on  cooling,  crystallises  in  yellow  prisms  which  melt  at 
174°. 

0-2509  gave  10-2  c.c.  moist  nitrogen  at  19°  and  765-5  mm.  N  =  4-65. 
.CjgHj^OgN  requires  N  =  4-56  per  cent. 
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Acetylkefo-vci-nitrophenylparaconanillde. 

This  substance  separates  as  a  yellow  solid  on  adding  aniline  to  an 
alcoholic  solution  of  acetylketo-7>i-nitrophenylparacone.  It  is  sparingly 
soluble  in  alcohol  or  boiling  glacial  acetic  acid,  and  crystallises  from 
the  latter  solvent  in  yellow  prisms,  which  darken  at  about  225°  and 
melt  at  237°  with  evolution  of  gas. 

02084  gave  15-2  c.c.  moist  nitrogen  at  20°  and  755  mm.  N  =  8'28. 
CigHj^O^Ng  requires  N  =  8'28  per  cent. 

Acetylketo-vti-nitrophenyl-a-naphthylamvh  is  prepared  in  the  same 
way  by  using  a-naphthylamine  instead  of  aniline.  It  is  sparingly 
soluble  in  boiling  alcohol,  and,  on  cooling,  crystallises  in  yellow  needles 
which  melt  and  decompose  at  215°. 

0-1932  gave  12-4  c.c.  moist  nitrogen  at  24°  and  768  mm.  N  =  7-27. 
CgoHjgOjNg  requires  N  =  7'21  percent. 


Acetylketophenylparaconephenylliydrazone. 

This  compound  is  fairly  soluble  in  hot  alcohol,  and,  on  cooling, 
sepai-ates  in  yellow  needles  which  melt  and  decompose  at  165 — 166°. 

0-2007  gave  0-5160  CO..  and  0-0953  H,0.     0  =  7012  ;  H  =  5-27. 
0-2054     „     17-4  c.c.  moist  nitrogen  at  25°  and  758  mm.  N  =  9-41. 
CigH^eOgN^  requires  C  =  70-13  ;  H  =  5-21 ;  ]Sr  =  9-09  per  cent. 

The  phenylh3'drazone  is  soluble  in  sodium  carbonate,  especially  on 
warming.  I  have  already  (p.  1237)  mentioned  that,  owing  to  this  fact, 
its  constitution  is  most  probably  to  be  represented  thus  : 

Me-C(:N-NHPh)-CH — CO 
Ph-CH-0-CO" 

The   substance   also  dissolves   in   ammonia,   and  the   solution  reduces 
silver  nitrate. 


Act'ixya  of  Aniline  on    Benzylideneacetylketoplienylparacone. 

The  product  which  is  formed  by  the  action  of  hydrogen  chloride  on 
a  mixture  of  benzaldehyde  and  ethyl  acetonyloxalate  dissolves  when 
heated  with  alcohol  in  the  presence  of  aniline.  The  cold  solution  does 
not  deposit  a  solid  even  after  several  days  ;  on  adding  an  excess  of 
dilute  hydrochloric  acid,  a  yellow  substance  is  precipitated  which  has 
been  identified  as  benzylideneacetylketophenylparacone  by  its  proper- 
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ties  and  hy  the  following  analysis  of  a   specimen  which  had    been  re- 
crystallised  fi-om  alcohol  and  dried  at  100'^  : 

0  2183  gave  05940  CO.^  and  00910  K,0.     0  =  74-21  ;  11  =  4-63. 
CjgHj^O^  requires  0  =  74-51  ;   11  =  4-57  per  cent. 

Condensation  of  Aromatic  Bases  with  Ketojyhenylparacophenone. 

Ketophenylparacophenone  has  been  obtained  by  the  action  of 
hydrogen  chloride  on  a  mixture  of  benzaldehyde  and  ethyl  aceto- 
phenyloxalate.  Knoevenagel  [Atmalen,  1894,  281,  48),  who  prepax-ed 
this  substance  in  the  same  way  before,  stated  that  it  was  fairly  soluble 
in  boiling  alcohol,  whilst  1  lind  it  to  dissolve  in  this  solvent  with 
great  difficulty.  From  the  solution,  on  cooling,  it  crystallises  in  colour- 
less needles  which  sinter  at  212°  and  melt  at  215^^  with  decomposition. 
Its  formula  has  been  veri6ed  by  analysis  : 

0-2036  gave  05430  00.  and  0*0790  H.p.     0  =  7273  ;  H  =  4-31. 
Oi^Hi.O^  requires  0  =  72-86  ;  11  =  428  per  cent. 

,.      ,      ,  ,  .,.,     Ph-00-CFI — c:n-pii 

Retophenylparacophenoneanilide,  .ntr.n.nn 

Since  ketophenylparacophenoneanilide  requires  a  large  quantity  of 
boiling  alcohol  in  order  to  dissolve  it,  whilst  its  condensation  product 
with  aniline  is  rather  soluble  in  this  solvent,  it  is  advisable  in  pre- 
paring the  latter  compound  to  heat  the  mixture  of  alcohol  with  equal 
weights  of  the  base  and  ketophenylparacophenone,  when  this  readily 
dissolves  The  solution,  on  cooling,  deposits  yellow,  prismatic  plates 
which  melt  and  decompose  at  171 — 172°. 

0-2005  gave  0-5711  00.,  and  0-0865  H^.     0  =  7767;  H  =  4-79. 

0-2244     „     8  c.c.  moist  nitrogen  at  19°  and  750  mm.      N=  4-04. 

O^gHi^O^N  requires  0  =  77-74  ;  H  =  4-78  ;  N  =  3-94  per  cent. 

This  substance,,  like  the  condensation  products  of  acetylketophenyl- 
paracoue  with  aniline  and  its  homologues,  is  insoluble  in  sodium 
carbonate. 

Kelophenylparacophenone-o-loluidide. 

This  compound  is  readily  soluble  in  hot  alcohol,  and  on  cooling 
crystallises  in  yellow  prisms  melting  at  125 — 126°. 

0-2300  gave  7  8  c.c.  moist  nitrogen  at  22°  and  770  mm.    N  =  3-89. 
C.^^lI^yOgN  requires  N  =  3-79  per  cent. 
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Action  of  Acetanilide  and  its  Homologues  on  Ethyl  Oxalate. 
Xantlioxalaml,  Ph-]Sr<  _, .    1,    ^     1,     ^^>N'Ph. 

This  substance  was  prepared  according  to  the  directions  of  W. 
Wislicenus  and  Sattler  (loc.  cit.)  by  agitating  dry  sodium  ethoxide 
(1  mol.)  with  benzene  and  ethyl  oxalate  (1  mol.),  when,  after  a  short 
time,  the  alcoholate  dissolves  with  development  of  heat.  A  warm 
solution  of  acetanilide  (1  mol.)  in  benzene  is  then  added,  and  the 
mixture,  after  being  kept  for  two  days,  is  shaken  with  water.  On 
acidifying  the  aqueous  layer,  it  becomes  turbid,  and  in  the  course  of 
a  few  hours  deposits  a  yellow  solid,  the  separation  of  which  is  com- 
plete after  two  to  three  days.  The  precipitate  is  collected,  washed 
with  alcohol,  and,  after  drying  in  the  water-bath,  dissolved  in  hot  nitro- 
benzene. The  dark  red  solution,  on  cooling,  yields  glistening,  deep 
orange  plates,  which,  when  recrystallised  from  the  same  solvent,  melt 
and  decompose  at  270 — 271°. 

For  analysis,  the  substance  was  washed  with  alcohol  to  free  it  from 
nitrobenzene  and  dried  at  100°. 

0-2015  gave  0-4915  COg  and  0'0623  Hp.     C  =  66-52  ;  H-3-43. 
0-2347     „     15-8  c.c.  moist  nitrogen  at  18°  and  765  mm.     N-7-83. 
<^2oHi.AN^2  requires  C  =  66-66  ;  H  =  3-33  ;  N  =  7-78  per  cent. 

Wislicenus  and  Sattler  stated  that  they  were  able  to  crystallise  a 
small  quantity  of  the  product  from  boiling  ethyl  oxalate,  and  that  the 
yellow  plates  which  they  thus  obtained  decomposed  above  250°,  but  they 
found  that  the  analyses  of  different  specimens  did  not  yield  concordant 
results,  the  mean  being  : 

0  =  66-7;  H  =  4-2;  ]Sr  =  7-3  per  cent. 

Xanthoxalanil  dissolves,  although  with  difficulty,  in  cold  sodium 
carbonate  and  dilute  ammonia,  and  is  precipitated  from  these  orange 
solutions  by  hydrochloric  acid. 


Xanthoxalo-Y>-tolu{dil, 

Wislicenus  and  Sattler  {loc.  cit.)  showed  that  ethyl  oxalate  reacted 
with  aceto-^j-toluidide  under  the  same  conditions  as  acetanilide,  yielding 
as  chief  product  xanthoxalo-/)-toluidil,  which  melted  at  259°.  On  pro- 
ceeding in  the  same  way  as  in  the  previous  case  and  crystallising  the 


fc 
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yellow  solid  which  is  formed  from  hot  nitrobenzene,  orange  plates  are 
ol)t;iined  which  liave  a  lighter  shade  than  xanthoxalanil  ;  on  heating, 
they  darken  at  about  255°  and  melt  at  2G0-'  with  evolution  of  gas. 

0-2018  gave  0-5023  CO.,,  and  0-0760  HgO.     C  =  67-88  ;  11  =  4-18. 
0-1988     „     12-8  c.c.  moist  nitrogen  at  24°  and  767  mm.    N  =  7-28. 
a.2Hi60.N.^  requires  C  =  68-04  ;  H  =  4-12  ;  N  =  7-21  per  cent. 

Wi.slicenvis  and  Sattler,  who  analysed  the  product  after  it  had  been 
purified  as  well  as  possible,  found  as  a  mean  of  their  analyses : 

C  =  70-l;  H  =  4-3;  N  =  7'0  per  cent. 

Xanthoxalo-o-toluidil. 

This  substance  is  prepared  in  the  same  way  as  the  former  com- 
pounds by  the  action  of  aceto-o-toluidide  on  ethyl  oxalate  in  the  presence 
of  sodium  ethoxide.  It  dissolves  in  hot  nitrobenzene  more  readily 
than  its  isomeride,  and,  on  cooling,  gradually  separates  in  canary- 
yellow  plates  which  darken  at  about  245^  and  melt  at  247°  with  evolu- 
tion of  gas. 

0-2028  gave  0-5043  CO,  and  0-0803  H,0.     C  =  67-82  ;  H  =  4-39. 
0-2076     „     13-6  c.c.  moist  nitrogen  at  25°  and  762  mm.     N  =  7-32. 
^221^^1005^2  i-equires  C  =  68-04  ;  H  =  4-12  ;  N  -  7-21  per  cent. 


Xan  thoxalo  -  a-n  aphthylan  il, 

(a)c,H;-N<^o:9^v;;^^^>N-c,.H,(a). 

Aceto-a-naphthalide,  which  is  required  for  the  production  of  this 
compound,  was  prepared  by  Pinnow's  excellent  method  {Ber.,  1900, 
33,  418)  by  dissolving  a-naphthylamine  in  50  per  cent,  acetic  acid  and 
adding  acetic  anhydride.  The  substance  is  dissolved  in  dry  benzene 
and  mixed  with  a  solution  of  sodium  ethoxide  and  ethyl  oxalate  in 
benzene.  The  mixture,  after  being  kept  for  two  days,  is  shaken 
with  water,  the  aqueous  layer  filtered  from  a  white  solid,  and  acidified, 
when,  in  the  course  of  several  hours,  a  solid  is  precipitated.  This  is 
washed  with  alcohol  and  dissolved  in  boiling  glacial  acetic  acid ;  on 
cooling,  beautiful  yellow  plates  separate,  which  decompose  at  about 
285°. 

0-2025  gave  10-8  c.c.  moist  nitrogen  at  18°  and  765-5  mm.     N-=6-20. 
CogHjgOgN^  requires  N  =  6-08  per  cent. 

Xanthoxalo-a-naphthylanil,  like  the  other  members  of  this  class  of 
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compounds,  altliongh  almost  insoluble  in  alcohol,  dissolves  sufficiently 
to  impart  to  it  a  yellow  coloui-. 

The  author  is  indebted  to  the  Research  Fund  Committee  of  the 
Society  for  a  grant  which  has  partly  defrayed  the  expense  of  this 
investigation. 

GONVILLE   AND   CaIUS   COLLEGE, 

Camduidue. 


CXXVI. — Aldt'hydrol  and  the  Formation  of  Hydrates 
of  Compounds  containimj  a  Carhoiiyl  Group. 

By  William  Morris  Colles,  Jun. 

TnE  probable  existence  of  aldehydrol,  CH3'CH(OH)2,  in  aqueous 
solutions  of  aldehyde  was  first  pointed  out  by  Ramsay  and  Young 
{Phil.  I'rans.,  1886,  1,  117),  and  confirmed  later  by  Perkin  (Trans,, 
1887,  51,  808)  and  Brown  and  Pickering  (Trans.,  1897,  71,  774). 
Quite  recently,  Miss  Homfray  (Trans.,  1905,  87,  1435)  has  again 
indicated  the  existence  of  this  compound.  It  seemed  interesting, 
therefore,  to  see  if  a  solid  product  could  be  obtained  by  subjecting  con- 
centrated solutions  of  aldehyde  to  low  temperatures. 

The  difference  between  the  stability  of  such  compounds  as  chloral 
hydrate,  dichloroacetaldehyde  hydrate,  bromal  hydrate,  and  alde- 
hydrol is  evidently  due  to  some  particular  function  of  the  strong 
electro-negative  group  contained  in  the  former  compounds.  The 
spontaneous  elimination  of  water  from  aldehydrol  may  possibly  be  due 
to  some  very  rapid  internal  oscillations  in  the  molecule,  which  may  be 
sufliciently  letarded  at  low  temperatures  to  render  the  compound 
isolable. 

The  research  was  subsequently  extended  to  the  behaviour  of  con- 
centrated aqueous  solutions  of  formic  acid,  acetone,  acetic,  monochloro- 
acetic  and  trichloroacetic  acids  at  low.  temperatures. 

Acetone  apparently  combines  only  to  slight  degree  in  aqueous 
solution,  as  shown  by  Drude  [Zeit.  jj/zysikal.  Chem.,  1897,  23,  313)  and 
Miss  Homfray  [loc.  cit.),  nor  are  any  indications  to  be  drawn  from  the 
form  of  the  specific  gravity  curve. 

Hexachloroacetone  crystallises  with  one  molecule  of  water  (Cloez, 
Ann.  Chim.  Phys.,  1886,  [vi],  9,  203),  possibly  forming  the  compound 
CCl3'C(OH)2*CCl3 ;  the  other  chloro-  and  bromo-acetones  appear,  how- 
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ever,  to  form  higher  hydrates  (Cloez,  loc.  cit.  ;   JJischoff,  Bei'.,  1875,  8, 
1341  ;  Hautzsch,  Ber.,  1888,  21,  2441). 

Ilantzsch  (loc.  cit.)  points  out  that  the  tribromodinitropropionic 
acid  of  Benedikt  {Annalen,  1877,  184,  255)  might  quite  coiicoivably 
be  a  liydrate  of  tribromodinitroacetone,  CBr3*C(OH).,*CII(NOo)2,  there 
being  very  little  difference  between  the  percentage  compositions  of 
the  two  compounds. 

Varenne  and  Godefroy,  working  with  the  chrono-.stiloscope  (Compt. 
rend.,  1904,  138,  990),  found  no  indications  of  a  monohydrato  of 
acetone,  but  announced  the  existence  of  hydrates  containing  three  and 
four  molecules  of  water. 

There  is  apparently  no  physical  evidence  in  favour  of  the  existence 
of  ortho-formic  acid.  Neither  Perkin  (Trans.,  1886,  49,  781)  nor 
Miss  Homfray  {loc.  cit.)  obtained  any  values  indicating  combination 
between  the  acid  and  water,  Lorin  (Zeit.  Chem.,  1865,  [ii],  1,  692) 
mentions  the  hydrate  3CHo0.2,2HoO,  and  Roscoe  {Annalen,  1863,  125, 
329)  showed  that  the  hydrate  4CH20.2,3H._>0  formed  a  constantly  boiling 
mixture. 

The  only  evidence  in  favour  of  the  existence  of  ortho-acetic  acid  is 
the  form  of  the  specific  gravity  curve  of  the  aqueous  solution, 
which  shows  a  maximum  density  with  an  equimolecular  mixture. 
Perkin  {loc.  cit.)  found,  however,  no  traces  of  combination,  nor  did 
Pickering  (Trans.,  1895,  67,  669)  find  any  definite  hydrates.  Sonstadt 
{Jahresber.,  1878,  34)  mentions  that  the  anhydrous  acid  ci-ystallises  out 
on  cooling  to  O''  a  solution  containing  71  per  cent. 

Perkin  found  no  indications  of  any  combination  in  the  aqueous  solu- 
tions of  monochloro-  and  trichloroacetic  acids  (Trans.,  1894,  65,  406). 

It  seemed  probable,  however,  that  at  low  temperatures  the  product 
of  combination  of  the  tricarbinol  group  -C(0H)3,  with  a  strong  electro- 
negative group,  might  become  sufficiently  stable  to  be  isolated. 

The  hydrates  obtained,  however,  like  those  of  acetic  acid,  were 
exceedingly  viscid  and  consequently  very  difficult  to  wash ;  hence  the 
results,  which  in  the  cases  of  acetic  acid  and  monochloroacetic  acid 
point  to  the  formation  of  an  ortho-acid,  are  very  inconclusive. 

Experimental. 

A  weighed  quantity  of  the  substance  under  investigation  was  mixed 
with  water  in  definite  molecular  proportions,  the  requisite  amount  of 
water  being  added  from  a  burette  reading  to  O'Ol  c.c.  The  mixture 
was  contained  in  a  long,  stoppered  weighing  tube,  which  was  clamped 
inside  a  wide  vacuum  vessel  containing  the  freezing  mixture. 

The  filtering  and  stirring  apparatus  consisted  of  a  piece  of  quill 
tubing  terminating  in  a  small  glass  rose  packed  with  glass  wool.  Two 
small  wings  of  flattened  glass  rod  were  sealed  on  just  above  the  I'ose. 
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The  other  end  of  the  tube  passed  through  a  bi'ass  pulley  rotated  by  a 
water  turbine. 

The  apparatus  was  clamped  so  as  to  rotate  as  close  to  the  bottom 
of  the  weighing  tube  as  possible,  and  in  order  that  the  hydrate  mixture 
should  be  thoroughly  stirred  not  more  than  3 — 4  c.c.  were  taken  at  a 
time,  the  glass  wings  being  just  covered.  A  ring-shaped  stirrer  was 
used  to  ensure  constant  cooling  throughout  the  freezing  mixture,  the 
temperature  being  indicated  by  an  alcohol  thermometer. 

The  freezing  mixture  first  used  consisted  of  a  mixture  similar  to 
that  in  the  inner  tube,  but  made  with  commercial  preparations,  This 
was  cooled  by  pouring  in  liquid  air,  and,  being  impure,  consequently 
crystallised  out  a  few  degrees  lower  than  the  hydrate  mixture,  thus 
preventing  too  steep  a  gradient  of  temperature  between  the  two.  In 
the  case  of  a  mixture  of  aldehyde  and  water  in  molecular  pi-oportions, 
sudden  and  complete  solidification  took  place  at  about  —  60°,  a  hard, 
opaque,  snow-like  mass  being  formed.  This  prevented  any  observation  of 
the  inner  tvibe,  and  frequently  twisting  it  out  of  centre  caused  breakage. 

Absolute  alcohol  cooled  by  pouring  in  liquid  air  was  found  to  work 
very  satisfactorily. 

The  rate  of  lowering  the  temperature  can  be  very  easily  controlled, 
and  down  to  -  100°  the  alcohol,  although  becoming  slightly  viscous, 
remains  pei'fectly  transparent  and  easy  to  stir.  To  prevent  too  steep 
a  gradient  of  temperature  between  the  hydrate  mixture  in  the  inner 
tube  and  the  freezing  mixture,  the  rate  of  lowering  must  be  very 
gradual,  especially  when  approaching  the  deposition  point  of  a  hydrate, 
a  few  minutes  being  allowed  to  elapse  between  each  addition  of  liquid  air. 

The  hydrate  mixture  must  be  very  thoroughly  and  rapidly  stirred, 
especially  at  low  temperatures,  to  prevent  ice  forming  on  the  walls  of 
the  tube.  As  soon  as  crystals  begin  to  form,  cooling  and  stirring  are 
stopped  and  the  mother  liquor  filtered  off  at  once,  connection  being 
made  with  the  top  of  the  stirring-tube  by  means  of  pressure  tubiug. 
The  mother  liquor  was  collected  in  a  small  vessel  in  circuit  with  the 
water-pump  in  case  an  analysis  of  it  should  be  necessary. 

The  crystals  were  dried  as  completely  as  possible  by  unclamping  the 
inner  tube  and  pressing  the  mass  of  crystals  against  the  glass  rose. 
In  the  case  of  the  hydrates  of  acetic  acid  and  the  chloroacetic  acids, 
the  crystals  were  exceedingly  viscous  and  difficult  to  dry  thoroughly. 

The  great  fault  of  the  apparatus  lies  in  the  difficulty  of  washing  the 
crystals  thoroughly,  but  in  cases  where  a  good  yield  was  obtained  the 
crystals  were  allowed  to  melt  partially  and  were  again  filtered,  thus 
being  washed  in  a  liquid  of  their  own  composition.  The  temperatures 
given  in  the  results  are  those  of  the  freezing  mixture  at  the  moment 
of  deposition  of  the  hydrate,  and  were  checked  by  a  number  of 
observations. 
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The  thermometer  was  not  standardised  against  a  pentune  ther- 
mometer, but  the  error  is  probably  no  greater  than  the  actual 
difference  of  temperature  between  the  two  mixtures. 

Considerable  difficulty  was  at  first  experienced  in  handling  aqueous 
solutions  of  aldehyde,  owing  to  the  very  rapid  change  of  concentra- 
tion due  to  the  volatility  of  the  substance.  The  following  was  found 
to  be  a  (piic'k  and  easy  method  for  weighing  out  such  solutions, 

A  three-inch  by  half-inch  test-tube  is  constricted  in  the  middle  to 
about  five  mm.  diameter  and  tared.  The  lower  half  is  then  placed 
in  a  hole  cut  in  a  small  block  of  ice  and  the  solution  poured  in, 
the  air  escaping  through  a  small  capillary  introduced  into  the  tube. 
The  operation  is  performed  as  quickly  as  possible,  and  the  tube  sealed 
off  at  the  constriction.  When  cool,  the  lower  half  containing  tlie 
aldehyde  is  removed  from  the  ice-block  and  weighed  together  with  the 
upper  half. 

This  method  was  found  to  be  very  useful  when  dealing  with  small 
(juantities  of  solutions,  and  especially  those  containing  a  very  volatile 
constituent.  In  the  latter  case,  the  ordinary  method  of  filling  into 
bulbs  is  much  too  slow,  the  rate  of  change  of  concentration  being  very 
rapid  in  the  case  of  aldehyde  and  water,  for  example. 


Aldehyde. 

Estimation. — The  aldehyde  was  estimated  by  oxidising  with  a  known 
excess  of  potassium  permanganate,  determining  the  excess  remaining 
after  the  reaction.  The  action  was  found  to  proceed  best  in  neutral 
solution,  three  of  the  available  atoms  of  oxygen  being  used  and 
hydrated  manganese  dioxide  being  px-ecipitated  : 

2KMn04  +  SCHg-OHO  =  2MnOo  -f  2CIl3-CO.^K  -i-  GYi^'GO.^1  +  HgO. 

The  excess  of  permanganate  and  manganese  dioxide  was  estimated 
by  adding  sulphuric  acid  and  a  known  excess  of  ferrous  ammonium 
sulphate,  titrating  back  with  decinormal  permanganate.  Later,  the 
quicker  method  (titrating  the  iodine  liberated  from  potassium  iodide 
by  potassium  permanganate  in  the  presence  of  sulphuric  acid  with 
decinormal  sodium  thiosulphate)  was  used. 

The  whole  operation  was  carried  out  in  large,  strong,  accurately- 
stoppered  bottles,  in  which  the  tube  of  aldehyde  was  broken  into  the 
excess  of  permanganate.  The  method  is  very  quick,  and  a  large 
number  of  analyses  can  be  carried  out  at  the  same  time,  but  it  is  not 
very  accurate.  The  error  is  ±0-3  per  cent.,  the  iodine  method  giving 
the  higher  results. 

The  aldehyde  used  was  obtained  from  Marquart,  and  was  stored  in 
small  quantities  in  sealed-up  glass  bulbs. 
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AVcij^bt  of 
aldehyde  (aken. 

0((551  grain 
0-4228     ,, 

0TiS38     „ 


Weight  of 
aldehyde  found. 

0-6575  gram 
0-4220     ,, 

0-5S21     ,, 


"Weight  of 
aldehyde  taken. 

0-6055  gram 
0-2409     ,, 
0-2683     ,, 


Weight  of 
aldehyde  found. 

0-6015  gram 
0-2420     „ 
0-2671     ,, 


It  was  found  in  all  these  experiments  that  the  composition  of  the 
ci'vstals  deposited  usually  varies  considerably  from  that  of  the  mixture 
taken. 


Mixture  taken  in 
molecules. 


Aldehyde. 
1 
4 


Percentage  of 

•         aldehyde 

"Water,  found  in  crystals. 

'     m 

3  61-4 

■72-6  ^ 

69-31  [ 

7001  j 

.69-82J 


Nearest  con-esponding 

hydrate,  with 
percentage  of  aldehyde. 

C.,H40,2H20  =  55  per  cent. 
2C2H^O,3H20  =  62       „ 


C.,H,0,H.,0  =  71 


Deposition 
temperature. 

-55° 
-80 

-90 


These  results  are  from  analyses  of  crystals  separated  at  the  moment 
of  formation.  By  sudden  and  prolonged  cooling  and  stirring  to  -  95° 
a  mixture  containing  2C2H^O,H20  yielded  crystals  containing  78"6  per 
cent,  of  aldehyde,  that  is,  the  mixture  almost  solidifies  as  a  whole. 

Although  the  mixture  is  cooled  to  as  low  as  90°,  it  remains  perfectly 
clear  until  the  last  moment,  crystallisation  taking  place  very  suddenly. 

The  crystals  present  the  appearance  of  very  fine  needles,  and  are 
obtained  in  fair  yield. 

For^nic  Acid. 

The  acid  was  estimated  by  titration  with  decinormal  ammonia, 
giving  very  sharp  end-points. 


Nearest  corresjwnding 

hydrate  and  Deposition 

percentage  of  formic  acid.      temperature. 


Mixture  taken  in 

mo 

ecnles. 

Percentage 
of  formic 
acid  found 

FoiTnic 

acid. 

"Water. 

in  crystals. 

r59-5^ 

59-9 

1 

1 

59-4 
60-5 
58-9 

(39-2 
\  39-2 

1 

2 

- 

137-9, 

1 

4 

/22-08 
\25-03 

} 

2 

1 

176-8  r 

4 

3 

r70-25^ 
J  69-1    1 
170  00  f 
l73-75j 

3 

1 

J 

r78-51 
L79-3J 

\ 

4CH202,7H20  =  61-4  per  cent.  -46' 


CH202,4H20   =38-9      ,,  -36—37 


CH202,9H20  approximately  -20—25 

4CHo02,3HoO  =  77-4  per  cent.  -44  5 

CPl202,H20     =71-8      ,,  -53-7 

3CH202,2H._,0  =  79-4       ,,  -38 
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As  in  the  case  of  aldehyde  and  water,  a  mixture  of  formic  acid  and 
water  is  utimately  reached  which,  on  prolonged  cooling  and  .stirrin", 
deposits  crystals  of  almost  identical  composition. 

Thus,  a  mixture  having  the  composition  4CH^O.^,3H.,0  with  rapid 
cooling  deposits  crystals  containing  76-7  and  77*2  per  cent,  of  formic 
acid.  The  hydrate  formed  in  this  way  at  -  54°  is,  however,  produced 
at  higher  temperatures  from  a  mixture  of  the  composition  2Cir.,0^,n.,0. 

By  very  slow  and  careful  cooling  and  rapid  stirring,  the  mixture  of 
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composition  4CH.20o,3H20  deposits  a  monohydrate,  which,  however, 
must  be  filtered  as  soon  as  crystallisation  begins. 

The  hydrates  are  distinctly  crystalline  and  can  be  washed,  the 
temperature  of  deposition  for  the  monohydrate,  -  53-7°,  being  main- 
tained very  constantly. 

Acetone. 

EstivuUion. — The  acetone  was  estimated  by  the  method  of  Squibb, 
described  in  Sutton's  Volumetric  Analysis. 

per  cent,  of  acetone  in  an  aqueous  solution  :    (i)  68-83  ;  mean  of  three 

titrations. 
.)  „  „  „  „  (ii)  69-20;  mean  of  three 

titrations. 
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No  trace  of  any  monohydrate  was  found.  Many  experiments  were 
carried  out,  but  in  no  case  did  the  percentage  of  acetone  in  the  crystals 
rise  above  30,  and  this  value,  curiously  enough,  was  obtained  by  coolin» 
an  equimolecular  solution  to  -  44°,  stronger  mixtures  yielding  crystals 
containing  10 — 15  per  cent,  of  acetone  precipitated  at  -49°. 

The  crystals  were  very  minute  and  only  very  small  yields  were 
obtained,  stronger  cooling  having  no  effect  on  the  composition  or 
yield. 

After  drying,  the  product  was  left  as  a  fine  white  powder.     Varenne 


Fig.  2. 
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and  Godefroy  {J.oc.  cif.)  also  obtained  hydrates  with  8  and  34  molecules 
of  water. 


Acetic  Acid.     Monochloroacetic  Acid.     Trichloroacetic  Acid. 

These  acids  were  estimated  by  titrating  with  decinormal  barium 
hydroxide,  using  phenolphthalein  as  an  indicator.  Kahlbaum's  prepara- 
tions were  used. 

The  experiments  on  these  acids  met  with  little  success.  The  crystals 
formed  were  very  small  and  viscous,  repeatedly  stopping  up  the  filter- 
ing  tube.     Washing   and   drying   were   therefore   matters   of    great 
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difficulty, 
rapid. 


The  stirring  in  these  experiments  had  to  he  exceedingly 


Mixture  taken  in 
molecules. 


Acetic  acid.  Water. 

1  1 

2  1 
1  2 


Percentage  of 

acetic  acid  found 

in  crystals. 

/66-4\ 

'V6/ 


/79-01\ 
\78-6   j 
[50 -.3' 
-^49-4 
I  55-6  I 


)   J 

il 


Nearest  correspondiuf; 

hydrate  and 

percentage  of  acetic  acid. 

C2H402,2HoO  =  62  per  cent. 

C2HA.H2O 
CH3-C(OH)3  =77      „ 

C2H402,3H20  =  52-6   „ 


Temperature, 
of  deposition. 

-33-5' 
-15 

-41 


Monochloroacetic  Acid. 

In  the  case  of  this  acid,  as  with  trichloroacetic  acid,  it  was  found 
difficult  to  prevent  the  anhydrous  acid  crystallising  from  the  solutions. 
The  stirring  was  consequently  begun  with  the  slightly  warm  solutions. 


Mixture  taken  in 
molecules. 


CH,Cl-CO,H.  Water. 


1 

Trichloro- 
acetic acid, 
CClj-COoH. 


1 

Water. 
1 


Percentage  of 

acid  found 

in  crystals. 

/82-2  \ 

\80-55/ 


r77-55l 

-^77-00^ 
[79-25J 


Nearest  hydrate  and 
percentage  of  acid. 

CH,Cl-CO.,H,HoO 
CH2C1'C(0H)3  =84  per  cent. 


CCl3-CO,H,3H20  =  75  per  cent. 
CCl3-C02H,2H20  =  82      ,, 


Temperature, 
of  deposition. 

0° 


-35 


It  was  found  impossible  to  work  with  stronger  solutions  of  tri- 
chloroacetic acid,  as  they  had  to  be  boiled  in  order  to  dissolve  the 
whole  of  the  acid. 

The  hydrates  of  these  acids,  although  crystalline,  do  not  precipitate 
so  sharply  as  those  of  formic  acid.  Further  experiments  were  tried, 
but  no  better  values  were  obtained,  the  viscous  precipitates  being 
always  very  difficult  to  wash. 

In  conclusion,  I  wish  to  express  my  gratitude  to  Professor  Sir 
AVilliam  Ramsay,  who  suggested  this  research,  for  his  advice  and 
encouragement ;  also  to  Professor  J.  N.  Collie  for  the  kindly  interest 
he  has  taken  in  the  work. 

University  College, 
London. 
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CXXVII. — Studies  on  Optically  Active  Carhimides.  IV. 
The  Resolution  of  RC-2etrah7jdro-2-7m2)hthol  hy 
means  of  l-Mcntliylcarhimide. 

By  KoBERT  HowsoN  PiCKARD  and  William  Oswald  Littlebury,  A.I.C. 

Ix  Part  111  (this  vol.,  p.  467)  we  have  described  a  method  of  using 
^-menthylc^irbimide  for  the  resolution  of  inactive  hydroxy!  compounds 
containing  asymmetric  carbon  atoms.  The  method  was  illustrated  by 
the  resolution  of  a-phenyl-a'-4-hydroxyphenylethane,  the  dextro- 
isomeride  of  which  was  obtained  by  the  hydrolysis  of  the  pure 
{ill)  mcnthylcarbamate  after  this  had  been  separated  by  fractional 
crystallisation  from  the  {II)  menthylcarbamate. 

The  method  is,  of  course,  closely  allied  in  principle  to  Pasteur's 
method  of  resolving  an  inactive  acid  by  the  fractional  crystallisation 
of  the  mixture  of  stereoisomeric  salts  obtained  by  combining  the  acid 
with  an  active  base.  This  resolution  was  apparently  the  first  suc- 
cessful attempt  to  resolve  a  hydroxy-compound  by  the  fractional 
crystallisation  of  its  two  stereoisomeric  esters  with  an  optically  active 
acid,  in  this  case  the  unstable  Z-menthyicarbamic  acid.  It  might  be 
urged,  however,  that  this  compound  by  reason  of  its  slight  acidity,  due 
to  the  phenolic  hydroxy-group,  might  conceivably  have  been  resolved 
by  means  of  Pasteur's  original  method.  We  therefore  thought  it  of 
interest  to  describe  the  application  of  the  method  to  the  resolution  of 
«c-tetrahydro-2-naphthol,  a  compound  possessing  true  alcoholic 
properties. 

The  method  of  procedure  is  very  similar  to  that  desci'ibed  in 
Part  III  {loc.  cit.).  The  ^menthykarbimide  combines  readily  with 
the  inactive  ac-tetrahydro-2-naphthol,  and  yields  a  mixture  of  {dl)  and 
{II)  carbamates,  of  which  the  {dl)  isomeride  is  less  soluble  in  dilute 
alcohol  than  the  {II).  The  subsequent  hydrolysis  of  the  carbamate  by 
alcoholic  sodium  hydroxide  presented  no  difficulty,  as  (Z-ac-tetrahydro- 
2-naphthol  is  not  racemised  by  prolonged  boiling  with  alcoholic 
alkaline  solutions.  As  a  general  rule,  the  racemisation  of  optically 
active  alcohols  does  not  seem  to  be  induced  by  mild  treatment  with 
alkalis.  This  is  notably  the  case  with  borneol,  menthol,  kc,  whilst 
P.  F.  Frankland  and  Price  (Trans.,  1897,  71,  256)  found  that  amyl 
alcohol  was  only  readily  racemised  by  sodium  and  hardly  affected  by 
the  hydroxide. 

It  is  interesting  to  compare  the  properties  of  the  optically  active 
1  :  2  :  3  :  4-tetrahydro-2-naphthol   with   those   of    the    optically  active 
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1  :  2  :  3  :  4-tetrahydro-2-naphthylainino  (Popo  and  llarvey,  Trans., 
1901,  79,  83)  and  1  :  2  : 3  : 4-totrahydro-2-naphthoic  acid  (Pickard 
and  Yates,  this  vol.,  p.  1101). 

The  ease  with  which  the  free  base  is  raccmised  (doubtless  owing  to 
the  configuration  of  the  nitrogen  atom)  is  in  marked  contrast  to  the 
stability  of  the  alcohol  and  the  acid,  which  are  not  racemised  by  mild 
treatment  with  alkalis. 

Whilst  a  strict  comparison  of  rotatory  power  of  such  dissimilar 
compounds  is  impossible,  the  following  table  shows  that  the  molecular 
rotatory  power  of  the  amine,  acid,  and  alcohol  are  approximately  as 
3:2:1. 

Molecular  Rotatory  Power. 

Amiup.  Acid.  Alcohol. 

Alone  at  16°     137°*  —  — 

In  CIICI3 —  91-2°  M-r 

InC^H,.'  —  87-9°  409° 

Active  ion  in  water 130°  905°  — 


Experimental. 

The    ac-tetrahydro-2-naphthol     was     jirepared     by    the    method  of 

Bamberger    and  Lodter  {Ber.,   1890,   23,    205)   by    the    reduction  of 

2-naphthol    by    sodium    in    amyl    alcoholic    solution,    and    boiled  at 
1-15 — 148^  under  a  pressure  of  20  mm. 

d-OiC- Teirahydro-'2-naphthi/l  l-Menthylcarbamate. 

The  inactive  alcohol  (1  mol.)  was  heated  in  a  sealed  tube  with  l- 
menthylcarbimide  (1  mol.)  at  100°  for  forty  hours.  After  cooling, 
the  mixture  set  to  a  waxy  mass  and  was  then  repeatedly  crystallised 
from  dilute  alcohol  (about  70 — 80  per  cent.).  The  first  crop  melted 
very  indefinitely  at  104 — 109°  and  had  [a][,  —  45'7°  in  chloi'oform 
and  [M]d  -  150"4°.  The  latter  value  approximates  to  the  fairly 
constant  value  of  the  molecular  rotatory  power  of  the  various  esters  of 
^menthylcarb;imic  acid  described  in  Part  II  (this  vol.,  p.  93). 

The  pure  {dl)  carbamate,  obtained  after  about  seven  crystallisa- 
tions, melts  sharply  at  131°  and  has  [aj^  -33-4°  in  chloroform 
and[M]D  -110°. 

The  following  table  shows  the  course  of  one  of  the  separations  : 

*  Calculated  from  the  figures  given  in  the  paper  by  Pope  and  Harvey  {Joe.  dl.). 
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Melting  point.  [ajo  in  CHCI3. 

Istcrop 104—109°  -45-7° 

2nd  „    106—116  -43-5 

3rd   „    106—116  -42-3 

4th   „    105—119  -408 

5th   „    126  -37-6 

6th   „    130  -34-3 

7th   „    131  -33-3 

8th    „    131  -33-3 

The  (dl)  cai'bamate  crystallises  in  silky  needles,  is  insoluble  in 
water,  but  dissolves  easily  in  the  common  organic  media  except  cold 
light  petroleum  and  alcohol.     It  is  not  volatile  with  steam. 

0-2945  gave  12-0  c.c.  nitrogen  at  24°  and  750  mm.     N  =  4-50. 
CgiHg^OjN  requires  N  =  4'25  per  cent. 

1'1339  grams  made  up  to  20  c.c.  with  chloroform  gave  a^  -  3'79°,* 
whence  [a ]d  -  33-4°  and  [M]n  -110°. 

d-SiC-Tetrahydro-2-naphthol. 

4*6  grams  of  the  (dl)  carbamate  were  heated  in  a  reflux  apparatus 
with  50  c.c.  of  alcoholic  sodium  hydroxide  (3iV/4)  for  twenty-four 
hours.  The  alcohol  was  then  evaporated  and  the  residue,  after 
neutralisation  with  dilute  hydrochloric  acid,  distilled  with  steam.  The 
hydrolysis  was  practically  complete,  only  0"1  gram  of  unchanged 
carbamate  remaining  in  the  flask.  The  distillate  was  extracted  with 
ether  and  yielded  2'2  grams  of  a  pale  yellow  oil  which,  after 
desiccation  had  [aj^  +25'6°  in  chloroform.  It  was  distilled  under 
reduced  pressure,  yielding  1'9  grams  of  a  pale  yellow  refractive  oil 
boiling  at  155 — 160°  (25  mm.). 

1-9238  grams  made  up  to  25  c.c.  with  chloroform  gave  a^  +4*34°, 
whence  [aj^  +28-20=  and  [M]r,  +41-7°, 

1-8804  grams  made  up  to  25  c.c.  with  benzene  gave  a^  +4*16°, 
whence  [a]n  +  27*65°  and  [M]r,  +  40-9° 

0-8  gram  was  heated  with  Z-menthylcarbimide  (equal  mols.)  for 
twenty-four  hours  in  a  sealed  tube  at  100°.  The  product  was  hard, 
brittle,  and  partly  crystalline.  After  one  crystallisation  from  alcohol 
it  was  obtained  in  silky  needles  melting  at  131°.  A  polarimetric 
ob.servation  showed  that  no  racemisation  took  place  during  the  hydro- 
lysis of  the  carbamate. 

05958  gram  made  up  to  20  c.c.  with  chloroform  gave  a,,  -  1*98°, 
whence  [ajo  -33-23°. 

*  The  polarimetric  observationsi  recorded  in  this  paper  were  made  in  a  2-dcm. 
tube. 
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di-a,c-Tetrahydro-1-iutphthyl  Phenylcarhamaie. 

The  phenylcarbamate  was  prepared  in  order  to  characterise  the 
active  alcohol.  Equivalent  quantities  of  the  active  alcohol  and 
phenylcarbimide  were  mixed  and  allowed  to  stand  for  sixteen  hours, 
when  the  mixture  set  to  a  crystalline  mass.  This  was  pressed  on  a 
porous  plate  and  extracted  with  dry  other.  The  extract  crystallised 
from  dilute  alcohol  in  microcrystalline  needles  which  melted  at 
115 — 117°  [Bamberger  and  Lodter  {loc.  cit.)  give  the  melting  point  of 
the  phenylurethane  of  the  inactive  alcohol  as  98'5°]. 

0-2760  gave  13-1  c.c.  of  nitrogen  at  20°  and  748  mm.     N  =  5-34. 
C^^HjyOgN  requires  N  =  5'24  per  cent. 

r0112  grams  made  up  to  20  c.c.  with  chloroform  gave  aj,  +2'55°, 
whence  [a]n  +25-21°  and  [M]d  +67-3°. 

0-9192  gram  made  up  to  19-9  c.c.  with  benzene  gave  an  +2-97°, 
whence  [a]o  +  32-14°  and  [M]d  +85-8°. 

1-ac-  Tetrahydro-2-naphthoL 

The  mother  liquor  from  the  first  crystallisation  of  the  crude 
carbamate  on  evaporation  deposited  a  further  crop  of  ciystals.  These 
were  filtered  and  _^the  solution  evaporated  further,  when  an  oil 
separated  which  would  not  crystallise.  This  was  extracted  with  ether 
and  the  extract  distilled  with  steam.  The  portion  not  volatile  with 
steam  was  again  extracted  with  ether  and  yielded  an  impure  (11) 
carbamate,  which  melted  indefinitely  at  about  102°  and  had  [ajo 
-  54-02°  in  chloroform.  This  product  was  hydrolysed  with  alcoholic 
sodium  hydroxide  as  before  and  yielded  a  pale  yellow  oil  which  gave 
the  following  result  in  the  polarimeter. 

1-2421  grams  made  up  to  20  c.c.  with  chloroform  gave  a^  -  2*24°, 
whence  [a]p  -  18-03°.  The  product  then  contained  about  80  per  cent. 
of  the  laevo-alcohol. 

We  desire  to  express  our  thanks  to  the  Research  Fund  Committee 
of  the  Chemical  Society  for  a  grant  defraying  much  of  the  cost  of  this 
work. 

MuxicirAL  Technical  School, 

Blackburn.  • 


1258       TAYLOR:  THE  CONSTITUTION  OF  ACETONE. 


CXXVIIJ. — The  Co7istitution  of  Acetone. 

By  MiLLiCENT  Taylor. 

Some  fifteen  years  ago  a  series  of  papers  was  published  by  Freer  [Amer. 
Ghem.  J.,  1890,  12,  356;  1891,  13,  322;  1893,  15,  582;  Annalen, 
1893,  278,  116  ;  1891,  283,  380),  showing  that  sodium  directly  dis- 
places hydrogen  in  acetone,  and  that  tho  residting  "  sodium  acetone  " 
yields  z'sopropenyl  esters  with  acid  chlorides. 

llepeated  want  of  success  in  attempting  to  prepare  isopropenyl 
esters  from  sodium  acetone  led  to  the  further  investigation  of  the 
action  of  sodium  on  acetone,  and  the  behaviour  of  the  resulting  sub- 
stances with  acid  chlorides. 

The  determination  of  the  percentage  of  sodium  in  so-called  "  sodium 
acetone  "  shows  that  this  substance  consists  chiefly  of  caustic  soda 
mixed  with  a  small  proj)ortion  of  the  sodium  derivatives  of  alcoholic 
reduction  and  condensation  products  of  acetone. 

The  action  of  "  sodium  acetone  "  on  ethyl  chloro-formate  yielded 
sodium  carbonate  together  with  small  quantities  of  ethyl  ?sopropyl 
carbonate  and  large  quantities  of  condensation  products  of  acetone. 
No  indication  of  the  formation  of  ethyl  isopropenyl  carbonate  was 
obtained. 

The  action  of  "sodium  acetone  "  on  />nitrobenzoyl  chloride  yielded 
^>nitrobenzoic  acid  and  anhydride,  sodium  /i-nitrobenzoate,  and  a  small 
quantity  of  isopropyl  ;;-nitrobenzoate. 

The  yield  of  these  substances  showed  conclusively  that,  allowing  for 
slight  loss  in  the  various  processes  carried  out,  the  total  quantity  of 
jo-nitrobenzoyl  chloride  was  accounted  for,  and  that  consequently  iso- 
propenyl  /?-nitrobenzoate  could  not  have  been  formed. 

Finally,  the  action  of  Grignard's  reagent  on  acetone  itself  was  in- 
vestigated, but  only  negative  results  were  obtained,  no  methane  being 
liberated. 

The  rapid  action  of  sodium  on  an  ethereal  solution  of  acetone  is 
probably  due  primarily  to  traces  either  of  moisture  or  of  caustic  soda. 
When  every  precaution  is  taken  to  dry  the  acetone  and  the  ether 
employed  as  solvent,  sodium  does  not  act  immediately,  but  reaction 
becomes  evident  in  a  few  minutes  and  then  proceeds  rapidly.  Heintz 
{Annalen,  1875,  178,  342)  and  later  Koelichen  {Zeit.  physikal.  Chem., 
1900,  33,  129)  have  shown  that  acetone  condenses  at  0°  and  at  the 
ordinary  temperature  under  the  influence  of  caustic  soda,  yielding 
diacetone-alcohol,  OH-C(CH3)2-CH2-CO'CH3. 

This  ketone  alcohol  is  readily  acted  on  by  sodium,  and  further  loses 
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water,  especially  in  the  presence  of  dehydrating  agents,  giving  mesityl 
oxide. 

It  follows  then  that  llio  presentee  of  traces  of  caustic  soda,  which 
are  most  difUcult  to  avoid,  would  easily  account  for  its  further  forma- 
tion in  quantity  and  for  the  various  phenomena  observed. 

I.   The  Determination  of  the  Percentage  of  Sodium  in  "Sodium  Acetone." 

The  ether  used  in  this  experiment  was  dried  over  phosphorus  pent- 
oxide,  then  left  for  a  week  in  the  dark  over  repeatedly  renewed  sodium 
and  potassium  wire,  and  finally  boiled  for  some  hours  with  these  metals. 
The  acetone  was  shaken  repeatedly  with  phosphorus  pentoxide  and 
distilled  through  a  Young's  still-head.  It  boiled  constantly  at  56-2° 
under  760  mm.  The  hydrogen  was  purified  by  means  of  caustic  sod;i, 
soda-lime,  calcium  chloride,  sulphuric  acid,  and  phosphorus  pentoxide. 

The  apparatus  was  arranged  exactly  as  described  by  Freer  (Amer. 
Chem.  J.,  1893,  15,  587),  except  that  a  slight  modification  was  intro- 
duced in  order  to  bring  about  more  rapid  filtration. 

The  sodium  dissolved  with  the  formation  of  a  white  precipitate 
which  settled  rapidly,  and  this  was  followed  by  the  gradual  separation 
of  a  less  dense  red  substance.  After  standing  for  one  hour,  the 
precipitate  was  washed  by  decantation  with  absolute  ether,  and  finally 
some  of  it  was  drawn  into  a  funnel  tube,  washed,  and  dried  in  a 
current  of  hydrogen  until  there  was  no  further  decrease  in  weight. 
The  solid  was  then  dissolved  in  water  and  titrated  with  normal 
sulphuric  acid. 

0-6275  required  10-25  c.c.  .Y-sulphuric  acid.     N"a  =  37-5. 
"  Sodium  acetone"  requires  Na  =  28'75  per  cent. 

A  .second  determination  of  the  sodium  in  the  precipitate,  which  had 
been  left  for  twenty-four  hours  in  an  atmosphere  of  hydrogen,  showed 
that  the  percentage  of  sodium  had  decreased. 

07968  required  11 '5  c.c.  A^-sulphuric  acid.     Na  =  33. 

The  latter  result  is  approximately  the  percentage  of  sodium  required 
by  "  sodium  acetone,"  but  since  there  was  no  doubt  that  the  formation 
of  the  red  substance  was  due  to  some  secondary  change,  and  not  to  the 
direct  action  of  sodium  on  acetone,  the  solid  was  not  allowed  to  settle 
in  the  next  experiments,  but  the  liquid  was  filtered  as  soon  as  it  was 
certain  that  the  whole  of  the  sodium  had  dissolved. 

In  two  experiments,  therefore,  0-7  gram  and  0-5  gram  of  sodium 
respectively  were  dissolved  in  a  larger  proportion  of  acetone  than  had 
been  used  previously ;  in  five  minutes,  the  whole  of  the  sodium  had 
disappeared,  and  the  mixture  was  then  stirred  for  ten  minutes,  the 
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precipitate  collected,  dwed  in  a  current  of  hydrogen  until  its  weight  was 
constant,  then  dissolved  in  water  and  titrated  with  standard  sulphuric 
acid. 

Expt.    II.     0-2619  required  114-8  c.c.  i\720  HgSO^.     Na  =  50-4. 
Expt.  III.     0-4806        „        105-4  c.c.  iVyiO  H2SO4.     Na  =  50-4. 
NaOH  requires  Na  =  57*5  per  cent. 

The  ethereal  solution  in  experiments  I  and  III  was  evaporated  in  a 
current  of  hydrogen.  It  contained  the  red  precipitate  which  formed 
after  decantation  or  filtration,  and  also  some  liquid  condensation 
products  of  acetone,  so  that  the  result  is  of  no  value  as  indicating  the 
composition  of  the  red  substance. 

Expt.  I.  0-69  of  residue  required  35-6  c.c.  .V/10  H2SO4. 
Na  =  ll-9. 

Expt.  III.  1-645  of  residue  required  82-5  c.c.  iV710  KgSO^. 
Na  =  115  per  cent. 

This  result  is  recorded  because  it  has  been  stated  {Amer.  Chem.  J., 
1893,  15,  587;  Annalen,  1893,  278,  116)  that  this  residue  has  a  com- 
position identical  with  that  of  the  first  precipitate  and  approximately 
that  of  "  sodium  acetone." 


II.   The  Action  of  Ethyl  Chloro-formate  on  ^^  Sodium  Acetone." 

The  reaction  was  carried  out  several  times  under  slightly  different 
conditions  and  using  different  quantities  of  materials,  but  always  in 
accordance  with  the  directions  given  by  Freer  {Amer.  Chem.  J.,  1891, 
13,  319  ;  AnnaUn,  1894,  283,  380). 

In  each  case  the  result  was  the  same.  Large  quantities  of  difiicultly- 
volatile  condensation  products  of  acetone  were  obtained,  together  with 
a  mixture  consisting  almost  entirely  of  me.silyl  oxide,  diethyl, 
ethyl  tsopropyl  and  di-isopropyl  carbonates,  boiling  between  120°  and 
140^. 

Details  of  three  of  these  preparations  are  recorded  here,  as  the 
results  not  only  give  no  indication  of  the  production  of  ethyl  fsopropenyl 
carbonate,  but  they  afford  a  totally  different  and  yet  satisfactory 
explanation  of  the  facts  which  have  been  interpreted  as  indicating  the 
formation  of  that  ester. 

Preparation  I. — The  volatile  products  of  the  reaction,  after  treat- 
ment with  phenylhydrazine  (the  substance  used  by  Freer  to  remove 
condensation  products  of  acetone),  gave  on  analysis  a  percentage  of 
carbon  greatly  in  excess  of  that  calculated  for  ethyl  isopropenyl 
carbonate.  The  substances  containing  this  high  percentage  of  carbon 
can  be  removed  by  phenylhydrazine,  but  only  on  prolonged  treatment 


TAYLOR:  THE  CONSTITUTION  OF  ACETONE.      12G1 

with  this  reagent,  and  they  are  rapidly  tlecomposed  by  dilute  sulphuric 
acid,  leaving  only  ethyl  isopropyl  carltouate. 

Condensation  products  of  acetone  would,  however,  contain  a  higher 
percentage  of  carbon  than  ethyl  iaopropenyl  carbonate,  and,  moreover, 
are  decomposed  by  dilute  sulphuric  acid  with  formation  of  acetone  ;  so 
that  although  the  results  of  this  preparation  do  not  prove  the  absence 
of  ethyl  isopropenyl  carbonate,  they  certainly  indicate  that  such  con- 
densation products,  which  I  have  shown  are  dillicult  to  remove,  may  be 
the  source  of  the  acetone  stated  {Annalen,  1894,  283,  380)  to  have 
been  obtained  by  saponification  of  the  esters. 

Ten  grams  of  sodium,  in  separate  quantities  of  one  gram,  were 
treated  with  acetone  in  ethereal  solution,  and  subsequently  with  ethyl 
chloroformate,  as  described  by  Freer  {Amer.  Chem.  J.,  1891,  13,  319). 
The  ether  was  evaporated  and  the  residue  fractionated  under  a 
pressure  of  250  mm.,  when  half  of  the  liquid  product  passed  over 
between  90*^  and  110°.  After  treatment  with  phenylhydrazine,  the 
liquid  was  distilled  with  steam,  dried,  and  repeatedly  fractionated. 
The  largest  fraction  boiled  between  95°  and  96°  (250  mm.)  and  gave 
the  following  data  on  analysis  : 

0-2102  gave  0-4774  CO,  and  0-1858  H,0.     C  =  61-94;  H  =  9-82. 
Ethyl  isopropenyl  carbonate,  C^jH^QOy,  requires  C  =  55-38  ;  H  =  7-69. 
Mesityl  oxide,  C^H^gO,  requires  C  =  73-47  ;  H=  10-20  per  cent. 

It  was  found  that  the  liquid  boiling  between  95°  and  96°  was 
capable  of  I'eacting  still  further  with  phenylhydrazine,  although  the 
reaction  was  extremely  slow,  and  after  being  allowed  to  remain  in 
contact  with  excess  of  this  reagent  for  four  days,  it  was  again  purified, 
and  the  analyses  given  below  show  that  a  further  quantity  of  some 
condensation  product  of  acetone  had  been  removed. 

0-2886  gave  0-2482  HgO  and  0-6358  COg.  C  =  59-46;  H  =  9-56 
per  cent. 

Five  grams  of  this  liquid  were  then  digested  for  about  fifteen 
minutes  on  the  water-bath  with  very  dilute  sulphuric  acid,  to  decompose 
condensation  products  of  acetone.  As  soon  as  the  slow  formation  of 
small  bubbles  of  gas  indicated  the  incipient  decomposition  of  carbonic 
e.sters,  the  remaining  liquid  was  washed,  dried  over  calcium  chloride, 
and  distilled. 

It  was  then  found  to  boil  between  91°  and  94°  under  200  mm. 
pressure,  and  appeared  from  the  analysis  to  be  almost  pure  ethyl 
tsopropyl  carbonate. 

(I)  0-2739  gave  0-5497  CO.,  and  0-2246  HgO.    C  =  54-78  ;  H  =  911. 
(II)  0-1 147      „    0-2300  CO2  and  0-0953  HoO.    C  =  54-68 ;  H  =  9-23. 
CyHjjOg  requires  C  =  54-54 ;  H  =  9-09  per  cent. 
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A  comparison  of  tlie  propei'ties  of  this  suljstance  with  synthetic 
etliyl  tsopropjl  carbonate,  formed  by  the  action  of  ethyl  chloro-formate 
on  sodium  ?so]n-opoxide,  showed  that  the  two  were  identical  in  every 
respect.  The  boiling  points  were  92°  to  94°  (200  mm.)  and  130°  to  134° 
(760  mm.), 

0-3395  gave  0-6812  CO.^  and  0-27G3  11,0.     C  =  54-70;  H  =  904. 

Now,  had  ethyl  Vsopropenyl  carbonate  been  present,  it  would  very 
probably  have  been  decomposed  by  the  sulphuric  acid,  but  the  amount 
must  have  been  small,  since  the  digestion  was  stopped  and  the  acid 
removed  on  the  first  indication  of  the  liberation  of  carbon  dioxide. 
The  chief  value  of  this  result,  howevei',  lies  in  the  fact  that  it  indicates 
the  presence,  with  the  carbonic  esters,  of  condensation  products  of 
acetone,  which,  though  readily  decomposed  by  dilute  acid,  are  not  so 
easily  removed  by  phenylhydrazine. 

Prejiaration  II, — Since  it  was  possible  that  digestion  with  dilute 
sulphuric  acid  or  even  prolonged  ti*eatment  with  phenylhydrazine 
might  bring  about  the  decomposition  of  ethyl  wopropenyl  carbonate, 
a  much  larger  quantity  of  material  was  prepared  and  an  attempt  was 
made  to  isolate  the  latter  ester  by  repeated  fractionation.  The 
product  from  300  c.c.  of  acetone,  32  grams  of  sodium,  and  140  c.c. 
of  ethyl  chloro-formate  yielded  75  grams  of  liquid,  boiling  below  134°, 
and  this,  on  repeated  fractionation  under  atmospheric  pressure,  gave 
two  large  fractions.     The  first  boiled  at  127 — 127-5°,  and  on  analysis  : 

0-2664  gave  0-5604  CO.,  and  0-2188  HgO.     0  =  57-37;  H  =  9-13; 

the  other,  which  boiled  at  127-5 — 128-2°,  was  also  analysed  : 

0-3090  gave  0-6510  COg  and  0-2554  H^.     0  =  57-44 ;  H  =  9-18. 

0-3215     „     0-6738  COo  and  0-2663  HoO.     0  =  57-15  ;  H  =  9-20  ; 
whilst  ethyl  tsopropenyl  carbonate  requires  0  =  55-38;  H  =  7-69   per 
cent. 

The  united  liquids  were  then  left  in  contact  with  phenylhydrazine 
for  a  fortnight,  purified  as  previously  described,  and  repeatedly 
distilled  under  atmospheric  pressure  with  a  five-section  Young's  still- 
bead.     Four  fractions  having  the  following  characters  were  obtained  : 

Fraction  I,  125— 126^^  0-1570  gave  0-2940  CO2  and  0-1309  H^. 
0  =  51-07;  H  =  8-56. 

Fraction  II,  127—128°.  0-2552  gave  0-4974  OO2  and  0-2004  HgO. 
0  =  53-15;  H  =  8-73. 

Fraction  III,  129—130°.  0-3138  gave  0-6112  OOg  and  0-2491  H2O. 
0  =  53-12;  H  =  8-84. 

Fraction  IV,  130—132°.  0-3069  gave  0-6067  COg  and  02482  HgO. 
0  =  53-91;  H  =  8-99. 
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Fraction  I  was  evidently  nearly  pure  diethyl  carhonate  (b.  p.  =  126°  ; 
C  =  50'85  ;  and  H  =  8'48  per  cent.),  and  tlie  others  apjjcar  to  consist  of 
diethyl  carbonate  mixed  with  ethyl  isopropyl  carbonate.  Freer,  wiio 
found  the  vapour  density  of  the  fraction  129 — 130°  to  be  4*44,  con- 
cluded that  this  was  neai'ly  pure  ethyl  wopropenyl  carbonate,  but  the 
vapour  density  of  a  mixture  of  diethyl  carbonate  and  ethyl  isopropyl 
carbonate  having  the  composition  indicated  by  the  above  analysis 
would  have  nearly  the  same  vapour  density,  namely,  4*38. 

The  fraction  130 — 132^,  containing  about  83  per  cent,  of  ethyl 
isopropyl  carbonate  and  17  per  cent,  of  diethyl  carbonate,  should  yield 
34  per  cent,  of  carbon  dioxide  on  hydrolysis  :  Freer  actually  found 
33-89  per  cent. 

Preparation  III. — The  results  just  recorded  indicate  the  formation 
of  a  large  quantity  of  diethyl  carbonate,  and  on  repeating  the 
experiment  precautions  were  taken  wholly  to  remove  all  alcohol  from 
the  ether  employed  as  a  diluent.*  The  acetone  was  obtained  by 
fractionation  of  a  dried  specimen  from  the  bisulphite  compound  and 
boiled  at  56 — 56*5°,  and  the  ethyl  chloro-formate  was  dried  over 
phosphorus  pentoxide  and  boiled  at  90'5°  under  733  mm.  pressure. 
It  was  found  that  the  yield  of  liquid  boiling  at  120 — 140°  was  much 
reduced,  and  after  treatment  Avith  phenylhydrazine  was  finally 
resolved  by  distillation  at  a  pressure  of  200  mm.  with  a  three-section 
Young's  still-head  into  the  following  portions,  each  weighing  from 
2  to  3*2  grams. 

(I)  B.  p.   86—88^.     02145    gave   0-4220   COg  and  0-1716   HgO. 
C  =  53-66;  H  =  8-89. 

(II)  B.  p.   88—90°.     0-1792  gave  0-3570   COg  and  0-1467   H,0. 
C  =  54-04;  H  =  9-02. 

(III)  B.  p.  90—92°.  0-2319  gave  0-4571  CO..  and  0-1860  HgO. 
0  =  53-743  H  =  8-91. 

(IV)  B.  p.  92—94°.  0-1868  gave  0-3778  CO,  and  0-1532  H/). 
C  =  55-16;  H  =  911. 

(V)  B.  p.  94—96°        0-1916  gave  0-3858  CO^  and   0-1604  Up. 
C  =  54-92;  H  =  9-30. 

Assuming  that  the  residue  in  the  still-head  had  the  same 
composition  as  the  last  fraction,  the  mean  percentage  of  carbon  and 
hydrogen  in  the  fractionated  liquid  was  C  =  54-37  ;  H  — 908  per  cent. 

In  no  case,  it  will  be  seen,  does  the  amount  of  hydrogen  approach  the 
number  calculated  for  ethyl  ^sopropenyl  carbonate,  and  the  analyses 

*  This  is  a  matter  of  consiJerable  difficulty  unless  phosphorus  pentoxide  as  well  as 
sodium  is  used  for  the  purpose  ;  there  cau  be  no  doubt  that  Freer's  results  also  were 
due  to  the  presence  of  alcohol  in  the  ether  eniployed|by  him  {Araer.  Chem.  J.,  1893, 
15,  590). 
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indicate  that  the  liquid  consisted  of  ethyl  zsopropyl  carbonate,  which 
appears  to  decompose  slightly  on  distillation  even  under  reduced 
pressure  into  diethyl  and  diisopropyl  carbonates. 

Saponification  of  the  Esters, 

Fifteen  grams  of  the  various  fractions  boiling  under  atmospheric 
pressiu-e  from  127°  to  133°  were  saponified  on  a  water-bath  with  dilute 
liydrochloric  acid,  great  care  being  taken  that  no  volatile  products 
escaped.  One  gram  of  unsaponiliable  oil  was  obtained,  and  a  liquid 
which,  after  drying  and  distilling,  boiled  between  78°  and  82°  and 
weighed  between  9  and  10  grams.  Since  the  theoretical  yield  of 
alcohols  fi'om  14  grams  of  mixed  esters  is  about  11  grams,  it  is 
evident  that  acetone  has  neither  been  lost  nor  destroyed  during  these 
processes.  On  fractionating  the  liquid,  no  traces  of  the  more  volatile 
substance  could  be  obtained,  although  every  precaiition  was  taken. 
The  results  of  the  fractionation  were  as  follows  : 

(I)  77-5— 79-5°,  4-G  grams;  (II)  79-5— 80-0°,  l-Ggi-ams;  (III)  above 
80°,  2-5  grams. 

An  analysis  of  the  first  fraction  showed  that  it  was  pure  ethyl 
alcohol. 

0-3270  gave  0-6263  CO,  and  0-3838  HgO.     0  =  52-25;  H  =  1304. 
CoH^jO  requires  0  =  52-17;  H  =  13-04  per  cent. 

Evidently  then  the  ethyl  and  isopropyl  alcohols  obtained  are  quite 
free  from  acetone. 

The  products  of  higher  boiling  point  were  distilled  under  a  pressure 
of  30  mm.,  and  the  distillate  which  passed  over  between  130°  and  170° 
partially  crystallised  on  standing.  The  semi-solid  mass  was  drained 
on  a  porous  tile  and  recrystallised  from  ether,  when  a  ci*ystalline 
substance,  melting  at  177°,  was  obtained,  which  volatilised  without 
decomposition  under  atmospheric  pressure.  On  boiling  with  soda  or 
baryta,  the  substance  decomposed,  yielding  carbon  dioxide,  but  the 
amount  available  was  insufficient  for  further  examination.  It  crystal- 
lised with  unchanged  melting  point  after  dissolving  in  ether  and  treat- 
ment wdth  phenylhydrazine. 

The  molecular  weight  was  determined  by  the  ebullioscopic  method, 
using  benzene  as  solvent. 

(I)  0-1975  gram  in  12-83  grams  of  benzene  raised  the  boiling  point 
0-250°;  molecular  weight,  164-4. 

(II)  0-3023  gram  in  12-83  gi'ams  of  benzene  raised  the  boiling  point 
0-354-';  molecular  weight,  177-7. 

The  vapour  density  was  determined  by  V.  Meyer's  method,  using  a 
hot-air  jacket. 
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(I)  0'1936  gave  22'5  c.c.  at   16°  and  757  mm.;  molecular  weight 
=  208. 

(II)  019y3  gave   23"5  c.e.  at  IGD^and  757  mm.  ;  molecular  weiglit 
=  204. 

On  analysis  : 

(I)  0-2087  gave  0-4567  CO.,  and  0-1595  H.,0.    C  =  59-69;  H  =  8-55. 
(11)01657     „     0-3603  CO,"    „    0-1278  HjO.    C  =  59-86  ;  11  =  8-57. 
CjQHjgO^  requires  C  =  59-41  ;  H  =  8-91  per  cent.,  and  molecular 

weight  =202. 

It  is  probable  that  this  substance  is  diacetone  i?,o}wopyl  carbonate, 
(Cir5).,C(-0-CO./C3H.)-CH,-CO-CH3, 
since  diacetone  alcohol",  (Ctl3).,:"c-(OH)-CH^-C()-CH:3,  \?  produced  by 
the  action  of  alkalis  on  acetone  (Koelichen,  Zeit.  i)hys'ik(d.  t'heiii.,  1900, 
33,  129). 


III.  The  xiction  of  "^-Nitrohenzoyl  Chloride  on  ^'Sodium  Acetone." 

The  difficulty  of  investigating  tlie  action  of  ethyl  chloroformate  on 
"  sodium  acetone  "  arose  from  the  fact  that  the  boiling  points  of  the 
esters  formed  lie  very  near  the  boiling  point  of  mesityl  oxide.  Their 
isolation  is  consequently  impossible  unless  some  reagent  such  as  phenyl- 
hydrazine  is  used  to  remove  the  mesityl  oxide,  and  it  is  conceivable 
that  long  standing  with  this  substance  might  decompose  ethyl  iso- 
propenyl  carbonate.  Thi.s  difficulty  does  not  arise  if  the  acid  chloride 
employed  yields  solid  esters. 

;;-Nitrobenzoyl  chloride  was  found  to  be  very  suitable,  not  only  on 
account  of  its  crystalline  esters,  but  because  the  anhydride  is  almost 
insoluble  in  water  and  ether,  and  can  be  easily  separated  from  the 
other  products  of  the  reaction,  consequently  allowing  a  determination 
of  the  yield  of  each  product.  It  was  found  that  the  whole  of  the 
acid  chloride  employed  was  converted  into  acid  anhydride,  acid  (or 
sodium  salt),  and  zsopropyl  ester,  leaving  no  possibility  of  the 
formation  of  other  compounds.  The  action  of  the  so-called  "  sodium 
acetone"  on  /^-nitrobenzoyl  cliloride  therefore  consists  entirely  in 
the  action  of  caustic  soda  mixed  with  some  sodium  isopropoxide  on 
the  latter  substance.  The  reaction  was  carried  out  under  the  same 
conditions  as  those  described  by  Freer  {Amer.  Chem.  J.,  1893,  15, 
595)  in  the  case  of  benzoyl  chloride,  and  the  ether,  hydi^ogen,  and 
acetone  were  purified  as  previously  described.  After  recrystallising 
from  chloroform,  the  ^-nitrobenzoyl  chloride,  which  melted  sharply 
at  73°,  was  dissolved  in  four  or  five  times  its  weight  of  ether  and 
then  added  to  the  "sodium  acetone." 

4  O  2 
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Preparation  I. — Altogether  20  grams  of  sodium  were  dissolved  in 
200  c.c.  of  acetone,  and  153  grams  of  ^)-nitrobenzoyl  cliloride  (the 
calculated  quantity  is  161  grams)  were  subsequently  added.  The 
"sodium  acetone"  was  cooled  by  ice-water  during  the  addition  of  the 
acid  chloride.  After  long  standing  in  an  atmosphere  of  hydrogen,  the 
products  of  the  reaction  consisted  of  a  brown,  insoluble  substance  and 
a  dark  ethereal  solution  with  acid  properties.  The  former  was  a 
mixture  of  sodium  chloride,  sodium  nitrobenzoate,  and  the  anhydride 
of  nitrobenzoic  acid.  The  anhydride  melted  between  175°  and  178°, 
and,  after  reprecipitation  from  benzene  by  light  petroleum,  consisted 
of  an  ochreous,  amorjjhous  substance  melting  from  175'  to  179°. 

04763  gave  37*6  c.c.  of  moist  niti'ogen  at  15'5°  and  736  mm.  N  =  8'94. 
^7-Nitrobenzoic  anhydiide,  C^^ir30-N2.  requires  N  =  886  per  cent. 

The  ethereal  solution  was  freed  from  nitro]>enzoic  acid  and  a  little 
anhydride  by  repeatedly  shaking,  first  with  sodium  h3'drogen  carbonate 
solution  until  the  latter  gave  only  a  faint  cloudiness  on  acidifying,  and 
then  with  sodium  carbonate.  Caustic  soda  was  not  employed  at  this 
stage,  as  it  was  conceivable  that  any  unstable  ester  present  might  be 
decomposed  by  the  alkali.  The  ether  was  then  evaporated  from  the 
dried  solution,  and,  after  standing  some  time,  brown  crystals  separated 
from  the  oily  residue.  These  were  drained  at  the  pump,  and  about 
8  grams  of  crystals,  melting  from  95°  to  103°,  were  obtained 
eventually.  The  ethereal  solution  of  the  crystals  was  shaken  up 
with  1  per  cent,  caustic  soda  solution,  which  extracted  less  than 
0  6  gram  of  acid,  so  that  evidently  no  easily  decomposable  ester  was 
present.  On  recrystallisation  from  ether,  the  crystals  melted  between 
107°  and  108°. 

0-1616  gave  0-3479  CO,  and  0-0820  H.,0.     C  =  58-71  ;  H  =  5-64. 

After  sublimation,  the  crystals  melted  at  108° 

0-1841  gave  0-3897  CO.^  and  0-0902  H^O.     C  =  57-72  ;  H  =  5-44. 
?soPropyl /(-nitrobenzoate,  CjqH^^04N,  requires  C  =  57-42  ;  H  =  5-26. 
isoPropenyl  ;)-nitrobenzoate,  CioH904N',     „        C  =  57-97  ;  H  =  4-32 

per  cent. 

isoPropyl  p-nitrohenzoate  was  then  synthesised  by  the  action  of 
/)-nitrobenzoyl  chloride  on  potassium  z'sopropoxide  in  order  to  compare 
its  properties  with  those  of  the  above  substance.  After  recrystallisa- 
tion from  ether  it  melted  at  from  95°  to  107°;  after  sublimation,  at 
from  107°  to  108°;  and  on  resublimation,  at  108°. 

0  2166  gave  12-7  c.c.  of  moist  nitrogen  at  12-5^  and  762  mm.   N  =  6-97. 
isoPropyl  p-nitrobenzoate,  CjoHj^O^N,  requires  N  =  6-70  per  cent. 


I 
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This  places  beyond  doubt  the  identity  of  wopropyl  p-nitrobenzoate 
with  the  only  ester  obtained  by  the  action  of  ^^niti'obenzoyl  cliloride 
on  "  sodium  acetone." 

Preparation  11. — In  a  second  experiment,  lO'-t  grams  of  sodium 
dissolved  in  excess  of  acetone  were  allowed  to  react  with  8.']5  grams 
of  />-nitrobeuzoyl  chloride ;  these  proportions  differ  from  those  taken 
in  the  first  expei-iment  only  in  the  fact  that  in  this  case  the  calculated 
quantity  of  chloride  was  used.  This  was  found  to  make  the 
separation  of  the  various  products  in  a  state  of  comparative  purity 
much  easier.  Scarcely  any  sodium-  ;?-nitrobenzoate  was  found  in 
the  products  soluble  in  water,  and  the  proportion  of  acid  was 
smaller,  and  of  the  anhydride  much  larger,  than  in  the  last  case. 
After  the  reaction  was  complete,  59  grams  of  chloride  were  recovered 
as  anhydride,  20  grams  as  acid,  and  2  or  3  grams  as  ester  (m.  p.  108° 
after  purification),  making  up  altogether  81  to  82  of  the  total  83'5 
grams  used.  There  is  no  doubt  that  the  remaining  2  or  3  grams  can 
be  accounted  for  by  the  solubility  of  the  acid  in  water,  some  being 
lost  in  the  aqueous  washings,  in  the  sodium  hydrogen  carbonate,  and 
ether  solutions  after  acidifying,  and  also  by  the  fact  that  it  was 
impossible  to  separate  the  whole  of  the  ester  from  the  condensation 
j)roduct3  of  acetone. 

It  can  therefore  be  defioitely  stated  that  the  action  of  so-called 
"  sodium  acetone "  on  ^j-nitrobenzoyl  chloride  is  no  other  than  that 
of  caustic  soda  and  sodium  isopropoxide  on  the  latter  substance. 

With  the  object  of  obtaining  definite  knowledge  of  the  properties 
of  wopropenyl  esters,  and  so  ensuring  their  recognitiou,  several 
attempts  were  made  under  varying  conditions  to  prepare  isopropeuyl 
^-nitrobenzoato  by  the  action  of  the  silver  salt  on  /3-bromopropylene, 
CHy-CBrlCH.. 

In  every  case  a  negative  result  was  obtained  ;  a  very  small  quantity 
of  yj-nitrobenzoic  acid  was  isolated,  but  nearly  the  whole  of  the  silver 
salt  remained  undecomposed,  and  no  ester  could  be  detected. 

This  result  was  not  unexpected,  as  other  halogen  derivatives 
of  allylene  and  propylene  have  been  observed  by  Reboul  [Ann.  Chiin. 
rinjs.,  1878,  14,  435)  and  Oppenheim  {Bull  Soc.  chim.,  1865,  [ii],  4, 
•131)  to  show  similar  stability  towards  silver  and  potassium  salts. 

In  conclusion,  I  wish  to  express  my  thanks  to  Dr.  Francis,  of 
University  College,  Bristol,  for  his  advice  and  suggestions  throughout 
the  work. 

Ladies'  College 
Cheltkkham. 
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OX.XlX.—Tetrazolme.     Fart  IV. 

By    SlEGFEIED   RUHEMANN. 

The  properties  of  the  colourless  iodide,  CgH^NjI,  and  its  dark  blue 
periodide,  C.^H^N^Ig,  which  substances  are  obtained  on  digesting  tetr- 
azoline  with  methyl  iodide,  led  Kuhemann  and  Merriman  (Trans., 
1905,  87,  1768)  to  the  conclusion  that  these  compounds  owed  their 
formation  to  the  following  change  of  the  base  into  its  isomeride  : 


*NH-N>^^       — ^      ^^'^<NH-N^ 


This  transformation,  which  appeared  to  be  supported  by  the 
behaviour  of  tetrazoline  towards  platinic  chloride,  was  assumed  to  take 
place  also  by  the  action  of  aldehydes  on  the  base  when  compounds 
were  produced,  which  were  represented  thus  : 


r-ch:c<^-^>ch. 


NH-N* 

Stolle,  however  (Ber.,  1906,  39,  826),  is  of  opinion  that  the  formula 

CH.         CH'R  x,C!H     should     be     assigned    to    these    condensation 

products,  because  benzaldehyde  reacts  with  C-diphenyltetrazoline  *  to 
yield   benzylidene-C-diphenyltetrazoline,  which  must    be   represented 

by  the  formula  CgH^-C.         (JH-CgHs^C-CgHj. 

N^^^ N 

In  a  recent  note  {Ber.,  1906,  39,  1228)  I  have  pointed  out  that 
such  a  conclusion  appears  not  to  be  justified  on  account  not  only  of 
the  facts  recorded  before  by  Ruhemann  and  Merriman  (loc.  cit.),  but 
also  owing  to  the  results  of  the  study  of  C'-dimethyltetrazoline  con- 
tained in  this  paper.  Whilst  tetrazoline,  on  treatment  with  methyl 
iodide,  yields  the  blue  periodide,  CgH^N^Ig,  as  well  as  the  colourless 
iodide,  CgH-N^I,  C-dimethyltetrazoline,  on  treatment  with  methyl 
iodide,  yields  almost  exclusively  the  colourless  iodide,  C^Hj^N^I,  which 

*  I   have   adopted  for  the  compound   CH^^tj.j^^CH    the    appropriate    name 

tetrazoline,  whicli  had  been  proposed  by  Pellizzari ;  accordingly  the  derivatives  with 
substituents  in  the  imino-groups  maybe  termed  iV-substitution-products,  for  example, 
iV'-diphenyltetrazolinc,  whilst  those  with  substituents  in  the  CH-groups  may  be| 
indicated  by  the  prefix  C  ;  for  example,  6'-dimethyltctrazolinc. 
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by  the  action  of  iodine  is  transformed  into  the  periodide,  C.Hj^NjTg, 
and  this  is  not  bhie,  but  brown.  Again,  the  alkaline  solution  of  the 
substance  C^Hj^NjI  does  not  turn  violet  on  exposure  to  the  atmos- 
phere, as  does  the  iodide,  CgllYN^I.  It  follows,  therefore,  that  tetr- 
azoline  and  (7-dimethyltetrazoline  differ  from  each  other  as  regards 
their  behaviour  towards  methyl  iodide.  A  further  difference  is 
apparent  in  the  properties  of  the  compounds  which  these  bases  yield 
with  aldehydes.  It  has  been  mentioned  in  the  previous  paper  (loc. 
cit.)  that  an  alcoholic  solution  of  a  mixture  of  6'-dimethyltetrazoline, 
benzaldehyde,  and  a  few  drops  of  piperidine  does  not  yield  a  solid 
product  even  after  several  days.  I  have  since  found  that  a  con- 
densation product  is  formed,  which  is  readily  soluble  in  alcohol ; 
the  yield,  however,  is  so  small  that  it  has  not  been  further  examined. 
Salicylaldehyde  condenses  with  C-dimethyltetrazoline  more  easily,  and 
yields  a  substance  the  propex'ties  of  which  are  unlike  the  product  of 
the  reaction  between  the  aldehyde  and  tetrazoline.  It  contains  1  mol. 
of  water  of  crystallisation,  which  it  loses  at  100°;  it  is  sparingly 
soluble  in  cold  dilute  hydrochloric  acid,  and  this  solution  does  not 
give  a  precipitate  with  platinic  chloride,  whilst  the  corresponding 
substance,  as  well  as  the  other  condensation  products  of  aldehydes 
with  tetrazoline,  are  readily  soluble  in  the  acid  and  form  platiui- 
chlorides.  These  facts  confirm  the  view  which  Huhemann  and 
Merriman  had  arrived  at  in  the  course  of  their  investigation.  It 
would  follow,  therefore,  that  the  substances  which  are  obtained  by  the 
interaction  of  aldehydes  and  C-dimethyltetrazoline  or  its  analogues 
must  be  expressed  by  structural  formulae  different  from  those  of  the 
corresponding  compounds  formed  from  tetrazoline.     In  view  of  the 

facts  known  up  to  the  present,   the  formula  Il'CHIC\^yT,n»^^CK 

for  the  latter  compounds  appears  to  be  the  most  probable  one ;  the 
others,  however,  j^for  example,  benzylidene-C'-diphenyltetrazoline,  are 
to  be  represented  thus  : 


^^N-N- 


\^^^ n"^ 

Bisdiazomethane,  CH2<C>t'>t^CH2,  reacts  with  aldehydes  to  yield 

compounds  which,  no  doubt,  have  the  formula  E,-CH!C<[tT'^^<^'H2. 

These  resemble  the  corresponding  derivatives  of  tetrazoline  in  their 
property  of  being  readily  hydrolysed  ;  they  differ,  however,  from  them 
inasmuch  as  their  solutions  in  dilute  hydrochloric  acid  do  not  yield 
precipitates  with  platinic  chloride. 


1270  kuiiemann:  tetkazoline.     takt  iv. 

Experimental 

Action  of  Methyl  Iodide  on  C-Dimethi/ltetrazoline. 

This  reaction  takes  place  on  heating  the  base,  dissolved  in  methyl 
alcohol,  with  an  excess  of  methyl  iodide  in  a  closed  tube  at  100°. 
After  six  hours'  digestion,  the  tube  was  opened,  when  a  colourless 
inflammable  gas  escaped,  which  was  most  probably  methyl  ether.  On 
evaporating  the  slightly  brown  liquid  which  is  formed,  an  oil  remained 
together  with  a  small  quantity  of  a  brown,  crystalline  solid.  This  is 
an  additive  product  of  iodine  with  the  iodide,  Cj^H^^N^I,  contained  in 
the  oil.  The  latter  substance  was  not  isolated,  but  was  transformed 
into  its  periodide  by  mixing  the  aqueous  solution  of  the  oil  with  a 
solution  of  iodine  in  alcohol.  The  precipitate  which  was  formed  was 
collected,  washed  with  chloroform,  in  which  it  is  insoluble  in  the  cold, 
and  crystallised  from  a  hot  mixture  of  methyl  alcohol  and  chloi'oform. 
The  brown  needles  which  separate  on  cooling  melt  at  101°,  as 
previously  stated  (Ruhemann  and  Merriman,  loc.  cit.). 

0-2042  gave  0-0895  CO,  and  0-0410  H^O.     C  =  11-95;  H  =  2-23. 
0-2315      „     22  c.c.  moist  nitrogen  at  18°  and  752  mm.     N-  1086. 
0-2087      „     0-2886  Agl.     1  =  74-71. 
C^HiiN^Ig  requires  C  =  11-81 ;  H  =  2-16  :  N  =  11-02  ;  I  =  75-0  per  cent. 

On  boiling  the  periodide  with  water,  it  melted,  and  iodine  was 
liberated,  which  Avas  removed  by  distillation  with  steam.  The 
remaining  yellow  solution  contained  the  iodide,  C^H^^N^I ;  this  was 
not  purified,  but  was  transformed  into  the  corresponding  chloride  by 
boiling  the  solution  with  an  excess  of  silver  chloride  and  evaporating 
the  filtrate  on  the  water-bath.  The  solid  residue  dissolved  in  hot 
alcohol  and,  on  cooling,  separated  in  colourless  crystals,  which  melted 
at  171 — 172°  and  were  exceedingly  soluble  in  water.  The  constitution 

of    the  chloride    is  CH3*C<^-j^tt_2 |j^C'CHg,HCl ;  its  composition 

has  been  verified  by  a  nitrogen- determination  of  a  sample  which  had 
been  dried  at  110°. 

0-1908  gave  56-4  c.c,  moist  nitrogen  at  18°  and  766  mm.   ]Sr  =  34-38. 
CgHjjN^Cl  x-equires  ]Sr  =  34-46  per  cent. 

On  mixing  concentrated  alcoholic  solutions  of  the  chloride  and 
platinic  chloride,  the  platinichloride  is  precipitated.  It  readily 
dissolves  in  boiling  water  and,  on  cooling,  ciystallises  in  orange  prisms 
which  melt  at  220°  with  evolution  of  gas. 

0-2473  gave  37  c.c.  moist  nitrogen  at  21°  and  752-5  mm.   N  =  16-85, 
0-2735,  on  ignition,  left  0-0805  Pt.     Pt  =  29-43. 

(C5Hj(,N^)^,H2ptCl6  requires  N  =  16-93  ;  Pt  =  29-39  per  cent. 
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The  aurichloride  is  formed  iu  yellow  needles  on  mixing  concentrated 
a<|ueous  solutions  of  the  chloride,  CgH^jN^Cl,  and  auric  chloride. 

0-2560,  on  ignition,  left  01083  Au.    Au  =  42-30. 

C5HioN^,HAuCl^  requires  Au  =  42-29  per  cent. 

The  salt  readily  dissolves  in  alcohol,  especially  when  hot  ;  it  is 
easily  soluble  in  water,  and  the  yellow  solution,  on  being  kept  over- 
night, loses  hydrogen  chloride  and  deposits  an  orange  solid. 

0-1437  yielded  0-0662  Au.     Au  =  4605. 

C5H^qN^,AuC13  requires  Au  =  45-83  per  cent. 

The  aurichloride,  therefore,  is  transformed  into  a  double  compound 
of  the  base,  C^HjoN^,  and  auric  chloride,  whilst  the  corresponding 
platinichloride  does  not  appear  to  be  decomposed  in  aqueous  solution 
to  yield  a  similar  additive  product. 

The  behaviour  of  tetrazoline  towards  platinic  chloride,  which 
Pcuhemann  and  Merriman  had  recorded  {luc.  cit.),  has  induced  me  to 
examine,  also,  the  action  of  auric  chloride  towards  this  base.  In  this 
case,  I  have  not  been  able  to  obtain  the  aurichloride,  but  instead  of  it 
the  additive  compound,  C^H^N^jAuClg,  is  formed.  This  is  precipitated 
on  adding  auric  chloride  to  an  aqueous  solution  of  tetrazoline  hydro- 
chloride ;  it  is  sparingly  soluble  in  alcohol,  but  insoluble  in  cold  water ; 
it  sinters  at  about  70°  and  melts  at  120°  to  a  deep  red  liquid. 

0-2518  gave  0-1278  Au.     Au  =  50-75. 

C^H^N^.AuClg  requires  Au  =  50-70  per  cent. 


Acliou  of  Aldehydes  on  C-Dimethi/ltelrazoline. 

As  stated  in  the  inti-oduction,  I  have  not  examined  the  substance 
which  is  formed  in  small  quantity  from  C'-dimethyltetrazoline  and 
benzaldehyde.  The  corresponding  product  of  the  reaction  between 
salicylaldehyde  and  the  base,  salicylidene-Q-dimethylteirazoline, 


N^^ N 

is  produced  on  adding  piperidine  (6  drops)  to  a  mixture  of  the 
aldehyde  (1-7  grams)  and  the  base  (1-5  grams)  dissolved  in  alcohol.  The 
solution  turns  yellow  and,  in  the  course  of  a  few  hours,  sets  to  a  semi- 
solid mass  of  crystals.  The  compound  dissolves  in  hot  dilute  alcohol 
and,  on  cooling,  separates  in  colourless  plates  which  become  opaque  at 
100°  and  melt  at  183°.  The  substance,  dried  in  a  vacuum  desiccator 
pver  sulphuric  acid,  gave  the  following  results  on  analysis  : 
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01957  gave  04042  CO,  and  0-1058  HgO.    C  =  56-32  ;  H  =  6-07. 
0-1725     „     36-8  c.c.  moist  nitrogen  at  19°  and  746  mm.  N  =  24-05, 
0-1728,  on  drying  at  100%  lost  0-0135.     H20  =  7-81. 
CiiHioON^.HjO  requires  C  =  56-41;  H  =  5-98;  N  =  23-92;  H20  =  7-69 

per  cent. 

Salicylidene-f^-dimethj'ltetrazoline  is  readily  hydrolysed  by  mineral 
acids ;  it  is  sparingly  soluble  in  cold  dilute  hydrocbloric  acid,  and  this 
solution  does  not  give  a  precipitate  with  platinic  chloride. 

With  cinnamylaldehyde,  C-dimethyltetrazoline  yields,  under  the 
same  conditions, 

Cinnamylidene-Q-dimethylletrazoline. 

This  separates  in  colourless  needles,  which  readily  dissolve  in  boiling 
alcohol  and  melt  at  243°, 

0-1697,  dried  at  100°,  gave  36-5  c.c,  moist  nitrogen  at  19°  and  7625 
mm.    N  =  24-79. 

CigHj^Nj  requires  N  =  24'78  per  cent. 

Action  of  Aldehydes  on  Bisdiazometliane. 

Bisdiazomethane  was  prepared  according  to  Hantzsch  and  Silberrad's 
directions  {Ber.,  1900,  33,  76)  by  heating  ethyl  diazoacetate  with 
caustic  potash  on  the  water-bath.  Several  days'  digestion  is  necessary 
until  most  of  the  salt  which  is  first  produced  has  dissolved.  The 
viscous  fluid,  after  washing  with  alcohol,  is  mixed  with  water,  and  the 
ice-cold  solution  carefully  treated  with  dilute  sulphuric  acid,  when  tris- 
bisdiazomethanetetracarboxylic  acid  is  precipitated.  The  amount  of 
this  acid  which  is  formed  is  very  small,  but  the  yield  of  bisdiazomethane 
which  is  produced  on  melting  the  acid  is  almost  quantitative.  After 
repeated  crystallisation  from  alcohol,  bisdiazomethane  melted  at  155°, 
The  dihydrotetrazine  condenses  with  only  1  mol.  of  an  aromatic 
aldehyde,  and  the  reaction  takes  place  on  adding  a  few  drops  of  piper- 
idine  to  the  alcoholic  solution  of  the  mixture.  The  yield  of  the  re- 
crystallised  compounds  is  unsatisfactory  owing  to  the  circumstance 
that  they  are  hydrolysed  with  great  ease,  even  by  hot  water. 


Salicylidenehisdiazomethane,  0^'Q^^'QYi'.C<^^\-^^CYL^. 

The  action  of  piperidine  on  a  mixture  of  salicylaldehyde  and  bis- 
diazomethane, dissolved  in  alcohol,  is  accompanied  by  development  of 
heat.  The  yellow  solution  does  not  depo.sit  a  solid  until  water  is 
added,  when  the  whole  sets  to  a  semi-solid  mass  of  crystals.     These 
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arc  fairly  soluble  in  ether,  readily  so  in  alcohol,  but  insoluble  in  light 
petroleum  or  carbon  disulphide  ;  they  soften  at  175^  and  melt  at  182^ 

02016  gave  0-4205  OO2  and  0-0770  H.O.     C  =  56-88  ;  H  =  4-24. 
0-2014     „     0-4210  CO.3    „    0-07S2  H.3O.     C  =  57-01  ;  11  =  4-31. 
0-1780     „     46-2  c.c.  moist  nitrogen  at  20"  and  764  mm.    N  =  29-84. 
CflHgON^  requires  C  =  57*44;  H  =  4-25;  N  =  29-79  per  cent. 

vd-Nitrohenzylidoiebisdiazometluuie,  (??i)N02'CgH^'CHIC<C,-i^i>T^CH2. 

This  substance  separates  as  a  white  solid  from  the  alcoholic  solution 
of  the  mixture  of  ?H-nitrobenzaldehyde,  bisdiazomethane,  and  a  few 
drops  of  piperidine.  The  compound  is  insoluble  in  cold  water  or  boil- 
ing absolute  alcohol ;  it  softens  at  203°  and  melts  at  211°  to  a  brown 
liquid.  For  analysis,  it  was  washed  with  alcohol  and  dried  in  a  vacuum 
desiccator. 

0-1840  gave  502  c.c.  moist  nitrogen  at  15°  and  763  mm.    N  =  32-08. 
CgH^OgNj  requires  N  =  32*25  per  cent. 

I  am  indebted  to  the  Research  Fund  Committee  of  the  Society  for 
a  grant  which  has  defrayed  most  of  the  expense  connected  with  this 
work. 

GONVILLE  AND   CAIUS   COLLEGE, 

Cambridge. 


CXXX. — The  Hydrolysis  of  Ammonium  Salts  by  Water. 

By  Erxest  George  Hill. 

Veley  has  recently  described  (Trans.,  1905,  87,  26)  a  method  by 
which  he  attempted  to  measure  the  amount  of  hydrolytic  dissociation 
of  aqueous  solutions  of  ammonium  salts.  The  method  consisted  in 
boiling  the  solutions  in  Jena  flasks  under  an  inverted  condenser  and 
estimating  the  loss  of  ammonia  at  the  end  of  a  given  time.  The 
results  were  not  very  satisfactory,  but  the  conclusion  was  drawn  that 
three  cases  are  presented:  (1)  that  hydrolysis  may  be  inappreciable, 
(2)  that  it  may  be  dependent  on  dilution,  (3)  that  it  may  be  independent 
of  the  dilution  beyond  a  limiting  value.  Veley  also  showed  that  the 
extent  to  which  various  acids  retain  ammonia  is  more  or  less  analogous 
to  their  avidity,  but  that  the  absolute  order  of  magnitude  is  not  the 
same  in  the  two  cases. 

Veley's  most  striking  results  were  those  obtained  from  the  nitrate 
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and  chlorate,  which  allowed  the  escape  of  comparatively  large  quantities 
of  ammonia,  whereas  both  nitric  and  chloric  acid,  being  of  the  same 
order  as  hydrochloric,  should  hydrolyse  to  a  very  slight  extent.  Thus, 
taking  hydrochloric  acid  as  100,  Veley  found  the  avidity  of  chloric 
acid  to  be  6 "9,  and  he  omitted  nitric  acid  from  the  discussion  on  the 
assumption  that  at  the  temperature  of  the  experiment  the  nitric  acid 
decomposed  and  caused  secondary  reactions.  Formic  acid  also  gave 
anomalous  results. 

It  was  suggested  by  Dr.  Veley  that  measurements  of  the  electric 
conductivity  of  the  solutions  of  ammonium  salts  before  and  after 
treatment  as  in  his  experiments  would  give  a  more  accurate  means  of 
deteimining  the  amount  of  hydrolysis.  A  few  preliminary  experi- 
ments showed  that  this  was  not  so,  and  that  in  the  case,  for  example, 
of  ammonium  sulphate  there  was  very  little  change,  before  or  after 
boiling. 

The  amount  of  ammonia  escaping  is  so  small,  and  the  ionisation  in 
the  solution  is  so  great,  that  the  variation  in  the  conductivity  of 
a  normal  or  fifth-normal  solution  was  almost  inappreciable,  and  the 
method  was  abandoned.  It  seemed,  however,  possible  that  if  the 
escaping  ammonia  could  be  led  into  pure  water,  the  conductivity  of  the 
water  might  be  used  to  measure  the  amount  of  ammonia  evolved.  This 
method  proved  much  more  satisfactory. 

Estimation   of   Very    Dilute    Ammonia    by    the   Conductivitu   of  its 

Solution. 

From  the  conductivity  or  resistance  curve,  it  is  possible  to  estimate 
the  amount  of  ammonia  which  corresponds  to  any  pai-ticular  con- 
ductivity. Accordingly,  if  precautions  are  taken  to  avoid  contamina- 
tion of  the  water,  it  should  be  possible,  by  aspirating  a  current  of 
purified  air  through  a  solution  containing  free  ammonia,  and  passing 
the  ammoniacal  air  into  conductivity  water,  to  obtain  a  solution  of 
ammonia  in  water,  the  conductivity  of  which  is  a  measure  of  the 
ammonia  dissolved.  The  method  would  Vje  specially  applicable  when 
the  ammonia  to  be  measured  is  very  small.  After  a  number  of  experi- 
ments with  various  forms  of  aspirators,  flasks,  and  absorption  vessels, 
it  was  found  necessary  to  purify  the  aspirated  air  from  all  carbon 
dioxide,  to  secure  a  uniform  rate  of  flow,  to  avoid  transfer  of  the 
ammonia  solution  from  one  vessel  to  another,  to  avoid  condensation  of 
water  vapour  on  the  limb  of  the  flask  containing  the  ammonium  salt 
solution,  and  to  measure  accurately  the  ammonia  solution  before  taking 
its  conductivity,  also  the  air  passing  through  the  whole  apparatus. 

These  conditions  were  obtained  as  follows  : 

The  air  was  supplied  from  an  ordinary  gas  holder  and  was  purified 
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by  passing  it  tlirougli  a  series  of  wash  bottles  containing  potassium 
hydroxide  solution,  and  then  through  a  tube  containing  glass  wool 
moistened  with  water.  The  rate  of  How  was  regulated  once  for  all  by 
placing  a  constricted  capillary  tube  between  the  purifiers  and  the 
laboratory  vessel  to  he  described. 

The  volume  of  air  passed  was  measui-ed  by  collecting  it,  after  it  had 
passed  through  the  absorption  vessel  over  water  at  15"^,  in  a  graduated 
800  c.c.  flask  with  a  narrow  neck.  To  avoid  condensation  of  water 
vapour  on  any  part  of  the  apparatus  before  the  absorption  vessel, 
a  special  form  of  vessel  was  designed  for  containing  the  salt  solutions, 
every  part  of  which  was  kept  at  the  temperature  of  steam,  so  that  no 
condensation  could  take  place  until  the  air  passing  through  the 
apparatus  had  reached  the  absorption  vessel.  And  lastly,  to  avoid 
transfer  of  solutions  and  to  obviate  the  difficulty  of  measuring  the 
volume  of  the  solution  before  taking  its  conductivity,  the  cell  itself 
was  graduated  and  was  designed  of  such  a  pattern  that  it  served  as  the 
absorption  vessel. 

The  Conductivity  Cell  awl  Absorption  Vessel. 

A  tube  of  about  4  mm.  cross  section,  bent  twice  at  right  angles,  was 
constricted  at  the  end  D  and  sealed  into  the  cell  U.  The  constriction 
was  less  than  1  mm.,  the  diameter  of  the  cell  being  about  10  mm.  The 
cell  was  about  6  cm.  long,  and  at  its  upper  end  a  tube  of  6  mm.  diameter 
was  sealed  with  a  slight  constriction  at  the  joint.  At  a  distance  of 
16  cm.  from  the  cell,  a  small  pipette-like  bulb  was  blown  as  a  safety 
trap  for  any  water  forced  up  the  tube,  but  this  was  never  needed 
during  the  experiments.  The  electrodes  wei'e  as  large  as  possible  and 
about  5  mm.  apart.  They  were  drawn  up  against  the  sides  of  the  cell, 
so  as  to  be  quite  rigid,  and  the  connecting  wire  passed  into  mercury 
cups  bfent  upwards  and  extending  well  above  the  cell. 

The  cell  was  graduated  on  the  two  limbs  to  hold  exactly  20  c.c.  (see 
diagram,  p.  1277). 

The  Laboratory  Vessel. 

This  vessel,  used  for  containing  the  solution  of  a  salt  of  ammonium 
during  the  passage  of  800  c.c.  of  air,  was  made  as  follows  : 

One  of  the  tubes  of  a  50  c.c.  pipette  was  lengthened  considerably 
and  the  other  was  replaced  by  a  narrow  tube  with  a  constriction  at  the 
entrance  to  the  bulb.  This  tube  was  bent  twice  at  right  angles,  and 
the  end  of  it  (C)  shaped  conveniently  as  in  the  figure.  The  wider  tube 
was  bent  so  as  to  incline  at  about  115°  to  the  bulb,  and  on  this  was 
placed  a  small  condenser,  the  end  subsequently  being  bent  downwards 
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parallel  to  the  bulb.  The  construction  is  best  shown  by  tlie  figure. 
The  end  A  was  drawn  out  into  a  strong,  narrow  point,  Avhich  could 
enter  the  narrow  limb  of  the  conductivity  cell.  The  condenser  was 
kept  hot  by  a  supply  of  steam  from  a  boiler,  and  the  bend  of  the 
tube  was  covered  by  lengthening  the  condenser  with  wide  bore  rubber 
tubing  cut  to  sha})e. 

Eound  the  narrow  limb  of  the  cell  a  second  steam  jacket  was  placed, 
so  that  the  latter  met  the  rubber  prolongation  of  the  condenser 
described  above.  Thus  the  whole  of  the  limb  B  B  B  was  kept  at  the 
temperature  of  steam.  It  was  therefore  no  longer  possible  for  any 
condensation  to  take  place  in  this  limb  (see  diagram). 

The  bull)  of  the  pipette  was  immersed  in  a  very  deep  water-bath, 
and  the  latter  was  covered  with  the  usual  rings  and  a  small  cap,  which 
fitted  over  the  ends  of  the  condenser  and  the  side  tube  C.  In  this 
way  the  whole  of  the  laboratory  vessel  was  kept  at  a  high  and  con- 
stant temperature.  Owing  to  the  shape  of  the  limb  B  B  there  could 
be  no  spurting  of  the  solution  into  the  cell. 

The  end  of  the  tube  B  B  was  connected  with  the  cell  by  a  small 
piece  of  rubber  tube,  which  Avas  wired  on  to  the  outside  of  the  narrow 
limb  of  the  cell,  the  latter  being  widened  for  10  mm.  at  its  end  to 
allow  the  tube  B  B  to  enter.  This  joint  was  so  made  that  the  glass 
of  the  two  tubes  just  touched  and  the  rubber  came  into  contact  with 
only  the  outside  of  the  tubes.  The  point  A  entered  into  the  limb  of 
the  cell  for  about  8  mm.  The  cell  was  immersed  in  cold  water  during 
the  experiment. 

Method  of  Exjyeriment. 

At  the  beginning  of  an  experiment,  conductivity  water,  prepared  as 
subsequently  described,  was  placed  in  the  cell  and  its  conductivity 
measured.  This  was  found  to  be  slightly  diminished  by  passing  the 
air,  purified  as  above,  through  the  cell  for  fifteen  minutes.  No  water 
was  considered  suitable  which  had  a  greater  conductivity  than  1'5  x 
10~^  units. 

A  solution  of  the  salt  was  made  in  conductivity  water  in  a  200  c.c. 
flask  kept  for  the  purpo.se.  Of  this  solution,  50  c.c.  were  withdrawn 
by  a  pipette,  also  kept  for  this  purpose  but  not  specially  standardised, 
placed  in  a  small  beaker,  and  immediately  drawn  into  the  laboratory 
vessel  by  connecting  a  rubber  tube  to  B  A  and  aspirating  the  solution 
through  C.  The  rubber  tube  was  then  removed  and  the  end  of  the 
glass  tube  A  rinsed  with  conductivity  water.  The  laboratory  vessel 
was  then  placed  in  the  water-bath  and  joined  up  with  the  cell,  which 
contained  about  16  c.c.  of  water  at  the  Ijeginning  of  an  experiment. 
A  bent  hood  fitted  over  the  top  of  the  cell  by  means  of  a  rubber  collar 
led  by  a  long  delivery  tube  to  the  800  c.c.  flask  inverted  over  water, 
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in  which  the  air  passing  through  the  apparatus  was  collected  and 
measured.  The  water  was  always  kept  at  15°,  and  towards  the  end  of 
the  experiment  the  flask  was  sponged  with  water  at  that  temperature. 
When  the  connections  were  made,  the  boilers  and  water-bath  were 
heated,  and  after  a  few  minutes  air  regulated  as  previously  described 
was  passed  until  exactly  800  c.c.  had  been  collected  in  the  measuring 
flask.  This  took  a  little  le.ss  than  an  hour.  The  air  was  then  stojiped 
and  the  cell  disconnected.  The  cell  was  filled  up  to  the  graduation 
mark  with  water  directly  from  the  conductivity  still  and  placed  in  the 
thermostat,  which    held    several  gallons   of  distilled   water.     It  was 


/r,  water-bath  ;  ^A'',  graduation  mark  on  the  cell ;  V,  copper  cap  fitting  over 
tlie  \vater-1)ath  rings,  with  openings  for  the  limbs  of  the  vessel  ;  ZZ,  mercury 
cups. 


heated  to  a  little  above  18°  by  a  current  of  steam  and  allowed  to  cool 
slowly.  When  the  temperature  reached  exactly  18°,  the  conductivity 
was  measured. 

With  the  apparatus  above  described,  sixteen  experiments  were  made 
with  five  different  concentrations  of  ammonium  sulphate  solution. 
The  results  were  quite  satisfactox-y,  the  resistances  measured  differing 
by  less  than  three  per  cent,  from  the  mean  for  a  particular  concentra- 
tion. Thus  for  normal  ammonium  sulphate  the  values  were  1019, 
1027,  1069,  1087,  1083.  These  were  the  most  discordant  results 
obtained,  and  a  resistance  of  about  1000  ohms  is  the  least  favourable 
resistance  for  estimating  ammonia  by  the  conductivity  method.     The 
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reason  is  that  when  the  resistance  is  less  than  1000  ohms,  the  nature 
of  the  resistance  curve  is  such  that  only  a  small  difference  in  resistance 
is  shown  by  a  comparatively  large  difference  in  the  ammonia  present. 
In  these  cases,  therefore,  the  ammonia  wag  estimated  by  titration. 
For  such  determinations  the  laboratory  vessel  was  used  in  conj  auction 
with  a  long  test-tube  containing  a  measured  quantity  of  standard 
acid.  The  tube  was  fitted  with  a  doul)ly-bored  rubber  stopper,  which 
carried  a  straight  tube  passing  to  the  bottom,  and  a  short  bent  tube, 
which  just  passed  through  the  stopper.  The  long  tube  was  connected 
with  the  end  A  of  the  laboratory  vessel,  whilst  the  short  end  was 
connected  with  the  delivery  tube  leading  to  the  collecting  flask.  The 
test-tube  was  rather  more  than  three  parts  filled  with  acid.  The  acid 
was  titrated  before  and  after  the  passage  of  800  c.c.  of  air,  with  a 
very  dilute  ammonia  solution.  The  latter  was  standardised  for  every 
experiment  with  standard  hydrochloric  acid,  which  also  was  standard- 
ised from  time  to  time  with  both  silver  nitrate  and  sodium  carbonate. 
Experiments  were  made  to  ascertain  whether  a  second  absorption  tube 
was  required,  but  it  was  found  that  one  tube  of  acid,  containing  50  c.c. 
of  acid  (1  c.c.  =  0-000475  gram  HCl),  absorbed  all  the  ammonia. 

With  ammonium  acetate,  the  following  values  were  obtained  on 
different  days  with  different  solutions.  , 

Grams  of  ammonia  absorbed  in  the  acid  : 


N. 

Nib. 

iV72.5. 

A. 

0-0323 

0-00861 

0-00169 

B. 

0-0322 

0-00816 

0-00163 

To  compare  the  absorption  method  with  the  conductivity  method  in 
the  least  favourable  cases  of  the  latter,  measurements  of  NJ^  salicylate 
may  be  quoted. 

Two  experiments  gave  1042  and  1030  for  resistances,  the  mean  of 
tliese  corresponding  to  0-00111  gram  of  ammonia.  By  the  absorption 
and  titration  method,  the  estimated  ammonia  was  0-001145  gram. 

Reduction  of  Resistances  to  Percentage  of  Ammonia. 

In  order  to  reduce  the  numbers  obtained  for  the  resistance  of  the 
ammonia  solution  to  percentages  of  ammonia,  it  was  necessary  to  plot  a 
curve  for  the  specific  resistance  of  dilute  ammonia  solution,  and  read  off 
the  values  corresponding  to  the  specific  resistance  of  the  solution. 

There  are  two  sets  of  figures  at  25°  for  the  conductivity  of  ammonia, 
and  a  third  set  at  18°.  The  first  mentioned  are  by  Ostwald  {Allg. 
CJiem.,  1893)  and  Bredig  (Kohlrausch  and  Hoi  born,  Leitvermojen  der 
FAektrolyte),  and  the  latter  by  Kohlrausch  (Landolt  and  Bernstein, 
J'hys.  CUm.  Tahellen).     For  dilutions  such  as  those  dealt  with  in  this 
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paper,  these  figures  do  not  ugroo  among  themselves,  aivi  when  thn 
curves  are  plotted  side  by  side  it  i.s  seen  that  Kohlrausch's  curve  and 
Bredig's  curve  run  parallel,  and  that  when  the  latter  is  corrected  by 
the  temperature-coefficient  for  the  dilute  ammonia,  the  two  curves 
differ  by  about  10  per  cent.,  Kohlrausch's  figures  for  the  resistance 
due  to  a  given  percentage  of  ammonia  being  about  10  per  cent,  higher 
than  those  of  Bredig. 

Ostwald's  curve  almost  touches  Kohlrausch's  at  0"025  per  cent, 
ammonia,  but  then  diverges  and  cuts  Bredig's  at  the  point  corre- 
sponding to  0'0125  per  cent,  of  ammonia. 

The  difference  between  these  curves  was  sufficient  to  make  it 
necessary  for  the  author  to  determine  a  curve  of  resistance  for  dilute 
ammonia,  and  it  was  obviously  most  satisfactory  to  do  this  part  of  the 
work  under  conditions  as  similar  as  possible  to  those  under  which  the 
resistances  to  be  converted  were  obtained. 

The  method  adopted  was  to  pass  air  through  a  solution  of  ammonia 
in  the  laboratory  vessel,  absorb  the  issuing  ammonia  in  conductivity 
water  in  the  cell,  and  determine  the  resistance.  It  was  found,  as  will 
be  shown,  that  the  ratio  of  the  escaping  ammonia  to  the  total  ammonia 
in  the  laboratory  vessel  was  constant,  and  for  the  conditions  of  the 
experiments  was  87 '5  per  cent. 

The  ammonia  solution  was  prepared  by  mixing  pure  ammonium 
nitrate  and  a  solution  of  freshly  prepared  potassium  hydroxide  in 
conductivity  water  in  a  Jena  distilling  flask.  The  arm  of  the  flask 
passed  into  an  ordinary  Jena  flask  fitted^with  a  doubly-bored  rubber 
stopper,  the  second  hole  of  which  carried  a  potash  tube.  A  current 
of  washed  hydrogen  was  then  pas.sod  through  the  two  flasks  for  several 
minutes  and  the  distilling  flask  gently  warmed.  The  ammonia 
dissolved  in  the  conductivity  water,  and  the  distilling  flask  was 
removed.  The  latter  was  replaced  by  a  burette  fitted  with  a  potash 
tube,  and  the  ammonia  solution  was  drawn  up  into  the  burette.  It  was 
then  titrated  against  iV^lOO  hydrochloric  acid.  To  perform  an  experi- 
ment, a  few  c.c.  of  the  titrated  ammonia  solution  were  run  into  a  small 
graduated  flask  containing  conductivity  water,  and  the  volume  was 
made  up  to  100  c.c.  Fifty  c.c.  were  then  introduced  into  the 
laboratory  vessel,  and  the  other  experimental  conditions  were  precisely 
similar  to  those  already  described.  During  these  experiments  care  was 
taken  to  keep  the  air  of  the  laboratory  as  free  as  possible  from  carbon 
dioxide. 

Two  series  of  experiments  with  diffei'ent  ammonia  solutions  were 
performel.     The  agreement  was  satisfactory. 
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Series 

T. 

Animonia  in 

Resistance 

Itiboratorj'  vessel. 

in  cell. 

0-000391 

2056 

0-000860 

1216 

0-0001955 

2990 

0-0000977 

4200 

0-0003333 

2311 

0-000489 

6601 

0-0001075 

1077 

Series  II. 

Ammonia  in 

Resistance 

joialory  vessel. 

in  cell. 

0-000759 

1321 

0-001518 

939 

0-000455 

1880 

0-001897 

840 

One  c.c.  of  the  ammonia  solntion   con- 
tained O'OO0O75y  gram  oi' ammonia. 

One  c.c.  of  the  ammonia  solution  in  the 
burette  contained  0-0000782  gram  of 
ammonia. 

From  these  values  a  curve  of  resistances  of  the  ammonia  in  the  cell 
was  plotted  and  nsed  for  converting  the  other  resistances  into 
percentages  of  ammonia.  The  pi'oportion  of  free  ammonia  ])assing 
from  the  laboratory  vessel  into  the  cell  was  stated  above  to  be  87-5  per 
cent.     This  was  shown  as  follows. 

A  solution  of  ammonia  free  from  carbon  dioxide,  prepared  in  the 
manner  previously  described,  was  titrated  against  standard  acid.  Of 
this  solution,  a  measured  quantity  was  run  from  the  burette  into  a 
graduated  flask  and  the  volume  made  up  to  200  c.c.  Fifty  c.c.  were 
now  drawn  into  the  laboratory  vessel  and  800  c.c.  of  air  aspirated 
through  it  in  the  usual  manner.  The  issuing  air  passed  through 
standard  acid  which  was  titrated  before  and  after  the  experiment. 

The  following  experiments  were  performed  : 

The  original  ammonia  solution  contained  0001 643  gram  per  c.c. 

The  standard  acid  used  for  absorption  was  titrated  against  the 
original  ammonia  solution  before  and  after  the  experiment.  Thus  the 
difference  between  the  two  values  gave  the  amount  of  ammonia 
absorbed  by  the  acid. 


Ammonia  introduced 

into 

Ammonia  passing  into 

the  vessel  in  c.c. 

the 

acid  in  c.c. 

15-0 

13-25  ^ 
13-15   - 
13-15 

10-0 

8-70 1 
8-70 

5-0 

4  -35 
4-40 

2-50 

2-20~| 
2-15  [ 
2-20  J 

1  -25 


1-10 


Mean. 
13-18 

8-70 
4-375 

2-183 
1-10 


The  ratio  of  the  ammonia  in  the  vessel  to  the  escaping  ammonia 
ab.sorbed  by  the  acid  is  consequently  : 


1  : 0-879,  1  : 0-870,  1  :  0-875,  1  : 0-873,  1  : 0-880. 
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The  ratio  may  thus  be  considered  constant,  and  it  may  be  assumed 
that  87  5  per  cent,  of  the  ammonia  passes  from  the  laboratoiy  vessel 
into  the  cell  under  the  conditions  of  the  experiments. 


Effect  of  Dissolved  Salts  on  the  Escape  oj  Ammonia, 

In  the  hydrolysis  of  ammonium  salts  with  water,  the  amount  of  free 
ammonia  in  the  salt  solution  is  small  compared  with  that  of  the  total 
salt  dissolved.  It  was  necessary  to  ascertain  what  influence  the 
dissolved  salt  had  on  the  rate  of  escape  of  ammonia  under  the  conditions 
of  these  experiments.  Raoult  {Ann.  Chiin.  Phys.,  1874,  [v],  1,  262), 
who  used  strong  solutions,  states  that  ammonium  chloride  decreases  the 
solubility  proportionally  to  the  amount  present,  but  that  ammonium 
nitrate  has  no  effect.  The  latter  statement  was  confirmed  by  Gaus 
{Zeit.  anorg.  Ckem.,  1900,  25,  23G). 

Perman  (Trans.,  1902,  81,  482)  gives  details  of  two  series  of 
experiments,  from  which  he  concludes  that  ammonium  chloride  may 
form  a  complex  molecule  with  ammonia  and  that  the  effect  of  this  is 
to  decrease  the  vapour  pressure  of  the  ammonia.  He,  however,  was 
working  with  very  strong  solutions  of  ammonia  (12 — 15  per  cent. 
NHg),  and  his  conclusions  were  derived  from  a  comparison  with  an 
ammonia  solution  containing  the  same  percentage  of  ammonia  and 
water.  If  the  comparison  is  made  with  a  solution  containing  the 
same  mass  of  ammonia  in  unit  volume,  it  is  seen  that  the  effect  of  the 
ammonium  chloride  is  to  increase  the  vapour  pressure,  or  to  decrease 
the  solubility  to  the  ammonia.  Perman's  figures  also  seem  to  show 
that  the  alteration  in  vapour  pressure  increases  with  the  amount  of 
salt  in  solution. 

It  was  necessary,  therefore,  to  determine  what  happened  with  such 
concentration  of  salt  as  the  author  was  using. 

To  ascei'tain  the  effect  of  ammonium  salts  on  the  rate  of  escape  of 
ammonia  from  its  solutions  under  the  conditions  of  the  author's  work, 
the  following  experiments  were  made. 

A  dilute  solution  of  pure  ammonia  was  prepared,  50  c.c.  of  this 
introduced  into  the  laboratory  vessel,  which,  as  in  all  cases,  was 
heated  in  the  water-bath  and  800  c.c,  of  air  passed  through  it,  the 
issuing  air  and  ammonia  passing  through  a  tube  of  standardised  acid. 
The  conditions  of  this  experiment  were  in  all  respects  similar  to  those 
previously  described.  The  acid  was  subsequently  titrated  with  dilute 
ammonia.  In  another  experiment,  a  gram-molecular  solution  of 
ammonium  nitrate  was  made  up  in  some  of  the  ammonia  solution  and 
50  c.c.  of  thi.s  used  in  the  laboratory  vessel,  and  in  a  third  case 
ammonium  chloride  was  used. 

4  P  2 
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Two  series  of  experiments  with  different  ammonia  solutions,  which, 
accidentally,  were  of  the  same  strength,  gave  : 


Series  A. 

Staiulard     ammonia 
rcquiivd  for  neutral- 
ising the  acid  after 
Fifty  c.c.  of  each  sohitioii  used.  passing  the  air. 

Ammonium  chloride  (10'7  grams  in  200  c.c. 

of  ammonia  solution) 44'75  c.c. 

Ammonium  nitrate  (18"0  grams)      4470   „ 

Ammonia  solution  alone    4470  ,, 

The  amount  of  ammonia  required  before 

passing  air  was  52*70  ,, 


Series  B. 

Ammonium  chloride  as  above   44'70c.c. 

Ammonium  nitrate     ,,       ,,        44'75   ,, 

Ammonia  solution  alone 4470  „ 

It  may  thus  be  concluded  that  the  dissolved  salts  do  not  exert  any 
influence  on  the  escape  of  ammonia  when  the  amount  of  the  latter  is 
small  compared  with  that  of  the  dissolved  salt. 

There  seems  no  doubt,  therefore,  that  the  ammonia  evolved  under  the 
conditions  of  the  author's  experiments  is  a  measui-e  of  the  relative 
hydrolysis  of  the  salts  vised. 

The  Conductivity  Water. 

The  water  used  in  these  experiments,  both  for  preparing  the  solu- 
tions of  the  salts  and  for  the  absorption  of  the  ammonia,  was  madfe  by 
distilling  tap-water  (which  had  been  well  boiled  for  ten  minutes) 
through  a  dilute  solution  of  permanganate  acidified  with  dilute 
sulphuric  acid  and  then  through  a  solution  of  permanganate  made 
alkaline  with  potassium  hydroxide.  The  two  permanganate  solutions 
were  contained  in  Jena  flasks  of  1000  c.c.  capacity  and  were  kept 
about  one- third  full. 

The  issuing  steam  passed  through  a  trap  and  was  finally  condensed  in 
a  specially  kept  Jena  flask.  With  this  apparatus  it  was  easy  to  get  a 
sufiicient  supply  of  water  with  a  conductivity  not  greater  than 
l-5xl0-Cat  18^ 

The  cells  were  standardised  by  comparison  with  solutions  of  potass- 
ium and  sodium  chloride  at  18'0°,  and  the  following  values  wore 
obtained. 


WATER. 

1 

Cell  1. 

Coll  2. 

0  •090-11 

0  06609 

— 

0  0()609 

0  09025 

0-0(J549 

0-0!i029 

— 

()'0U020 

— 

0 -090:31 

0  06597 
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Solution. 

(1)  iV750  Sodium  chloii.lc     

(2)  iNVoO  Soiliuin  chloiido     

(3)  A7:100  Soiliiini  chloriJi' 

(4)  AViJOO  Sodium  chloride  

(5)  A'/aOO  Sodium  eliloiidc  

(6)  iN'/lOO  Potassium  chloride 

Mean    0-09021  0-06591 

Hence  the  ratio  of  the  cells  to  one  another  was  0-09024  to  0-06591, 
or  1*369  to  1-000.  The  first  three  values  were  determined  befoi-e  the 
commencement  of  the  work,  but  the  values  in  experiments  (t),  (5), 
and  (6)  were  obtained  during  the  research,  (6)  being  taken  on  the 
completion  of  the  experimental  portion.  The  value  of  the  colls  had, 
consequently,  not  changed  during  the  work. 


llie  Salts. 

The  salts  used  were  the  chloride,  chlorate,  nitrate,  sulphate, 
oxalate,  salicylate,  succinate,  citrate,  benzoate,  acetate,  and 
formate.  Of  these  the  organic  salts  were  kindly  supplied  by 
Dr.  Veley,  whilst  the  others  were  recrystallised  from  good  specimens 
in  the  laboratory.  An  exception  must  be  made  in  the  case  of  the 
chlorate,  which  was  prepared  from  barium  chlorate  in  the  usual 
manner.  It  gave  no  trace  of  chloride  after  two  crystallisations.  The 
organic  salts  were  all  recrystallised  with  the  exception  of  the  citrate, 
and  had  all  been  supplied  originally  by  Kahlbaum. 

The  ammonium  acetate  was  dried  over  solid  potassium  hydroxide  in 
an  atmosphere  containing  ammonia  gas,  after  the  crystals  had  been 
dried  as  far  as  possible  on  blotting-paper. 

In  addition  to  the  above,  fine  crystalline  specimens  of  the  ammonium 
salts  of  monochloroacetic  and  trichloroacetic  acids  were  prepared. 
Unfortunately  both  decomposed  under  the  conditions  of  the  experi- 
ment, the  former  yielding  a  considerable  amount  of  hydrochloric  acid 
and  the  latter  chloroform. 

The  Solutions. 

The  solutions  were  made  by  weighing  out  exact  quantities  of  the 
salts  in  a  weighed  beaker  and  making  up  to  200  c.c.  with  conductivity 
water.  The  strengths  used  were  normal,  fifth-normal,  and  twenty-fifth 
normal.  The  solutions  were  always  used  immediately  after  being 
prepared,  and  the  following  table  gives  the  measurements  obtained. 
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Normal.  0"2  iioriual.  O'l  nornial. 

Salt.  Cell  1.       Cell  2.  Cell  1.     Cell  2.^        Cell  1.      Cell  2.^ 

Chloride     3550         (2595)  —  3470  —  5549 

—  2420  —  3577  7314        (5345) 

Nitrate  3423        (2495)  5198       (3796)  7611         (5559) 

—  2638  -^  3602  —  5443 

Chlorate —  2495  —  3569  7156        (5227) 

Salicylate  _  _.  _  1030  3172        (2317) 

—  —  1427       (1042)  —  2223 

Bucoinato   —  —  —830  2399        (1752) 

_  —  —  _  __  1(339 

Formate —      —       _     _       _     1345 

Sulphate  —     1048      2298   (1678)     —     2681 

—  —       —    1662      —     2780 

The  numbers  in  brackets  are  the  values  for  cell  1  divided  by  1'369, 
and  hence  would  be  the  resistances  of  the  solution  in  cell  2. 

As  previously  stated,  the  conductivity  method  was  not  accurate 
when  the  resistance  in  the  cell  was  less  than  1000  ohms,  but  in  such 
cases  the  titration  method  already  described  could  easily  be  applied. 
As  an  example  of  two  experiments,  we  have  : 

Ammonium  acetate,  N/l  solution,  50  c.c.  acid  used  for  absorption. 

Ammonia  solution  used  for  titration,  1  c,c.  =000087  gram 
ammonium  hydroxide. 

Before  absorption,  50  c.c.  acid  =11400  c.c.  ammonia,  after  absorp- 
tion =  (a)  77*30,  (b)  76*50,  mean  =76*90;  hence  ammonia  absorbed 
=  37*1  X  0*00087  =  0*0323  grams. 

By  using  the  above  method  as  a  supplement  to  the  conductivity 
method,  the  following  table  was  obtained.  In  it  the  resistances  are 
converted  into  ammonia,  which  is  given  as  the  actual  amount  passing 
over  from  the  laboratory  vessel. 

In  all  cases  except  that  of  the  chlorate,  the  values  are  the  mean  of 
at  least  two  concordant  results.  In  the  case  of  the  chlorate,  the 
values  are  for  single  experiments. 

Salt.  N/l.  N/5.  N/25. 

Chloride 0*000255  0*000118  0-00005*23 

Nitrate    0*000243  0*000111  0-0000520 

Chlorate 0*000256  0-000119  0  0000559 

Sulphate 0-001015  0*000443  0-000213 

Salicylate    0*00552  0-00113  0-000301  * 

Bcnzoate 0-01998  0-00378  0-000798 

Acetate    003230  0-00838  000166 

Formate 0*01121  000225  0*000640* 

Succiuate     0*00990  0-00200  0-000420 

Oxalate    0-0088  000185  — 

Citrate 0-01217  0-00574  0-00272 

Monochloroacetate...  00024  —  — 

*  Values  high  ;  obtained  by  conductivity  method  ;  probably  slight  decomposition 
and  evolution  of  carbon  dioxide,  hence  lowering  the  resistance  in  the  cell. 
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In  the  case  of  dibasic  acids,  half  molecular  weights  wore  dissolved  in 
a  litre  of  normal  solution. 

In  the  preceding  table  we  have  several  sets  of  cases.  There  are 
monobasic,  dibasic,  and  tribasio  acids,  and  the  two  former  contain 
both  weak  and  strong  acids. 

Monobasic  Acida. 

These  form  only  one  simple  salt,  and  consequently  only  one  type  of 
hydrolysis  is  possible.  According  as  the  acid  is  strong  or  weak,  the 
equation  for  the  hydrolysis  constant  will  be 

C'aH  X  Cj30II         T'  CaII  X  C'boII        r' 

A,  or 


Csalt  C^'salt 

Dibasic  Acids. 

In  the  case  of  the  salts  of  diba.sic  acids,  hydrolysis  may  take  place  in 
two  ways  : 

(1)  A"B'2  +  H20  =  A"BII  +  BOH. 

(2)  A"B'2  +  2H2O  =  A"H2  +  2B0  H. 

Where  the  amount  of  hydrolysis  is  small,  as  in  the  above  experi- 
ments, it  may  be  assumed  that  the  first  of  these  equations  holds,  and 

Cabh  X  ^DOII 


C'salt 


the  equation  for  the    hydrolysis  constant  becomes  K= 
or  K  =    ^^^y 5^»  according  as  the  acid  is  strong  or  weak. 

('salt 

These  equations    may  be   written  K=  — ?^^   or  /i"=  -  ^^  respect- 

Csalt  6   salt 

ively. 

If  in  the  above  equations  wo  take  the  ammonia  liberated  under  the 
conditions  of  the  experiment  as  Cboiij  we  have  a  means  for  calculating 
the  hydrolysis  constant  of  the  solutions  used. 

f<2 

In  the  following  table,  the  equation  A'—— has  been  used  for  the 

Csalt 

first  four  acids,  whilst  for  the  rest,  K= — ~- 


^ATxlO*. 

Salt. 
Chloride    

iV. 
0-00650 
0-00591 
0-00655 
0-103 
7-74 
9-80 

..       12-4 

..       39-9 

..     104-0 

0-576 
3-03 

A75.         iV/25. 
0-00690     0-0068^ 
0-00605     0-00657 
0-00708     0-00731 
0-100         0-114 
8-51              — 
10-0           11-0 
12-6                — 
34-9           39-8 
175-0         172-0 

3-19              — 

N. 
[     2-55 
2-43 
2-56 
10-15 
88-0 
99-0 
112-1 
199-8 
323-0 
24-0 
55-2 

N/5. 
2-62 
2-46 
2-66 
10-00 
92-5 
100-0 
112-5 
189-0 
410-0 

56-5 

N/25. 
2-61 

Nitrate 

2-57 

Clilorate    

2-70 

Sulphate   

Oxalate 

Succinate  

Formate    

10-69 
105-0 

Benzoate  

Acetate 

Monochloroacetate  . . . . 
Salicylate 

199-5 
415-0 

1286 


HTLL:   THE    HYDROLYSIS   OF 


In  the  foregoing  table,  the  values  for  A!"  are  as  constant  as  can  be 
expected  from  the  experimental  method.  It  may  be  noted  that  the 
nitrate  and  chlorate  behave  quite  normally,  and  that  the  formate 
gives  also  a  satisfactory  result. 

The  value  for  the  normal  solution  of  the  acetate  is  .abnormal.  This 
does  not  seem  to  be  due  to  experimental  error,  since  two  sets  of  ex- 
periments with  different  solutions  gave  concordant  results.  In  this 
respect,  attention  may  be  directed  to  Veley's  figures  for  the  acetate. 
He  found  that  the  normal  solution  gave  a  little  more  than  half  the 
percentage  of  ammonia  which  was  given  by  0-2  normal  and  more 
dilute  solutions,  and  since  the  acetate  is  the  salt  of  tlie  weakest  acid 
used,  the  figures  for  this  salt  should  be  the  most  accurate.  It  therefore 
appears  that  in  concentrated  solution  the  acetate  is  proportionately 
less  dissociated. 

If  we  take  the  inverse  of  the  above  figures,  we  ought  to  find  \j K 
proportional  to  the  dissociation  constants  of  the  acids  the  salts  of 
which  are  used,  and  ^1/A'^  proportional  to  the  avidities  of  the  acids 
obtained  by  dynamical  methods.  Since,  however,  the  dissociation 
constants  of  the  strong  acids  cannot  be  used  for  comparison,  we  must 
use  the  molecular  conductivities  of  their  solutions  and  compare  these 
with  JljK.  In  the  following  table  are  given  the  values  for  JljK 
(hydrochloric  acid=l),  also  the  ratios  of  the  molecular  conductivities, 
and  the  values  for  the  avidities  of  the  acids  obtained  from  the 
velocity  of  decomposition  of  methyl  acetate  and  the  inversion  of  cane 


ugar. 

Inveision 

Decomposition 

Molecular 

of 

of 

Salt. 

•J^IK. 

conductivit}'. 

cane  sugar. 

methyl  acetate. 

Chloride 

1-000 

1-000 

1-000 

1-000 

Nitrate  

1-0G5 
0-985 

0  991 
1-000 

1-000 
1-035 

0-915 

Chlorate 

0-944 

Salicylate  

0-046 

0-032 

— 

— 

Formate 

0-023 

0-017 

0-015 

0-013 

Benzoate    

0-013 

0-008 

— 

— 

Acetate  

0-006 

0004 

0-004 

0-0034 

Monochloroacetate    ... 

0-106 

0-049 

0-048 

0043 

Sulphate    

0-262 

0-625 

0-536 

0-541 

Oxalate  

0-029 

0-197 

0-185 

0-174 

Succinate   

0-026 

0-006 

0-005 

0-005 

XoTE. — In  the  above  table,  the  conductivities  for  salicylic  and  benzoic  acids 
Avhich  will  not  form  normal  solutions  have  been  calculated  from  their  ratios  to  acetic 
acid  at  lower  dilutions. 

In  discussing  the  above  results,  we  may  first  take  the  monobasic 
acids.  Here  we  find  a  very  good  agreement  both  in  order  and  magni- 
tude with  the  figures  obtained  by  any  of  the  other  method.s.  The 
strong  acids  are  almost  equal  and  the  ratio  of  the  four  weak  acids  is 
the  same  as  that  of  the  conductivities.  The  agreement  here  is 
particularly  striking,  theVatios  being  : 


I 
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v/l/AT  «  

Conductivities 


Salicylic. 

Foiinic. 

Benzoic. 

Acetic 

0-032 

0-016 

0-0087 

0-004 

0  032 

0-017 

0-003 

0-004 

Or  we  may  compare  l/A'  with  the  dissociation  constants  of  these  acids, 

in  which  case,  again  making  tlie  values  for  salicylic  acid  the  same,  we 

obtain  : 

Salicylic.  Formic.  Benzoic.  Acetic. 

l/A'  oc    102  2H-0                   8-2  1-8 

Diss,  const,   x  10'^  102  211                  6-0  1-8 

Here  again  the  numbers  are  distinctly  of  the  same  order  of  magni- 
tude. It  will  be  noted  in  the  table,  that  when  hydrochloric  acid  is 
taken  as  the  standard  for  comparison,  the  weak  monobasic  acids  give 
slightly  higher  figures  than  are  given  by  the  conductivities,  Arc.  In 
this  connection  it  may  be  suggested  that  the  discrepancy  is  due  to  the 
different  temperature-coefficients  of  strong  and  weak  acids,  the  con- 
ductivities being  at  25°  and  the  author's  experiments  at  nearly  100°. 
It  would  not  appear  likely  that  it  is  due  to  experimental  error,  either 
in  the  curve  for  the  resistance  of  ammonia  solutions  or  in  the  other 
observations,  since  the  values  obtained  for  yiTin  the  different  dilutions 
are  so  closely  constant. 

Dealing  next  with  dibasic  acids,  we  have  to  remember  that,  in  the 
hydrolysis  of  a  salt  of  a  dibasic  acid,  the  ammonia  neutralising  the 
weaker  acid  hydrogen  is  removed  first.  Thus  the  method  described 
could  not  be  used  to  measure  the  strength  of  the  first  hydrogen  (or 
ionisation).  That  it  depends  on  both  the  ionisation  constants  is  shown 
below.     With  dibasic  acids  v\e  have  : 

-^'x^'aHo  =  Oaw  X  6'h-  and  K^Gaw  =  Ca"  x  Ch', 
where  K■^^  and  K^  are  the  first  and  second  ionisation  constants. 

Now 

CnH  4*  +  C'nH40H  =  Ca"  +  Caiv  +  Cai12      •      •      •      •      (0- 

and  (positive  =  negative  charges) 

Cyut'  +  Cn'  =  2Ca"  +  Cah'  +  Con; 
where  C'h'  and  6'oh'  are  very  small  and  may  be  neglected,  so  that 

CsUi'  =  26' A"  +  Caw (2)- 

From  (1)  and  (2)  we  get 

Cnh^oh  +  Ca"  =  CaH2 (3). 


But 


CxH4*  =  2C'a"  +  Cah'  =  2C'a"  H 


K, 


-<^4'*%) (^)- 
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Similarly  from  (1), 

Oa\{'    X    Cii' 

—      Ca"   +   C\u    |l    +    7^1' 
from  (4)  and  (5), 


and  hence 

C'nII40H 


Ca>'  (^    -    l) 


CnHi-    +    6'NH40n  ^  „  /i    +    ^H-    ^    CV|   ' 


C^H'  -  K^K, 


2 


K^K.^   +   A'.Cii-    +    C2n- 


That  is,  the  relative  amount  of  hydrolysis  is  proportional  to  a  term 
involving  both  the  first  and  second  ionisation  constants. 


•"to 


Tlie  Percentage  Hydrolysis  in  Solutions  of  Ammonium  Salts  at  100°. 

This  may  be  to  some  degree  determined  from  the  aboye  data  ;  thus, 
in  normal  ammonium  chloride  we  have  17  grams  of  ammonia  (com- 
bined) per  liti'o,  and  in  the  laboratory  vessel  (50  c.c.)  we  have  085 
gram.  But  the  free  ammonia  is  0000255  x  1"143  (the  invex'sc  of  the 
partition  coefficient  for  ammonia,  0875). 

m        *i                   *         1,     1     1      •     •    100x0-000291      t.r^1A^  *■ 

Thus  the  percentage  hydrolysis  is  — =  00341  per  cent. 


Similarly,  for  jV/5  acetic  acid  we  get 

0-0323  X  1-141x100 

0-85 


434  per  cent. 


These  values  are  doubtless  too  high,  since,  as  ammonia  is  evolved  from 
the  solution,  hydrolytic  action,  to  a  less  degree,  continues. 

They  cannot  be  compared  with  values  obtained  by  other  methods,  as 
the  author  is  not  aware  of  any  determined  at  so  high  a  temperature, 
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Conclicsions. 

1.  The  hydrolysis  of  ammonia  salts  with  water  is  in  accordance  willi 
the  laws  of  mass  action  for  salts  of  strong  and  weak  acids. 

2.  This  hydrolytic  dissociation  is  inversely  proportional  to  the 
"strength"  of  the  acid,  that  is,  to  the  sipiaro  of  the  conductivities  of 
solutions  of  the  acid,  or  their  ionisatiou  constants,  in  the  case  of 
univalent  acids  only. 

3.  In  the  case  of  bivalent  acids,   the  relation  between  hydrolytic 
dissociation  of  salts  and  the  two  ionisation  constants  of  the  acids  is 
complicated,  and  the  hydrolysis  cannot  be  used  as  a  direct  measure  of 
either  of  the  ionisation  constants  or  the  "  sti'ength  "  of  either  of  the 
acid  hydrogen  atoms  in  the  acid. 

•i.  Certain  maximum  values  are  determined  for  the  degree  of  hydro- 
lysis at  100^. 

The  author's  thanks  are  due  to  the  authorities  of  Magdalen  College, 
Oxford,  for  a  grant  which  covered  laboratory  expenses,  and  to 
Mr.  J.  J.  Manley,  the  Danbury  Curator,  for  kind  assistance  in 
making  the  apparatus  used. 

Magdalen  College, 
Oxford. 


CXXXI. — The   Action   of  Nitrous   Acid   on    the   Aryl- 

sulphonylmetadiamines. 

By  Gilbert  Thomas  Morgan  and  Frances  Mary  Gore 

MiCKLETHWAlT. 

It  has  been  shown  previously  that  the  arylsulphonyl  derivatives  of  the 

aromatic  para-diamines,  having  the  general  formula,  NHg'X-NH-SOg'R, 

give  rise  to  stable  diazonium  salts,  such  as  R-SOo-NH'X'N.^Cl,  which 

undergo   condensation  on  treatment   with   aqueous    sodium   acetate, 

N 
yielding   a   diazoimide,   X<^i^„^    ^,   where   X  is  the  «-phenylene 

^N'SOg'R  ^       '' 

group  or  any  of  its  homologues,  and  R  is  an  aryl  group  or  a  camphor 

residue.     The  diazoimides  of  this  series  are  invariably  yellow,  and  arc 

reconverted  into  the  original  diazonium  salt  by  concentrated  mineral 

acids. 

.The  arylsulphonyl-o-diamines   resemble   the    mono-acyl   and    -aryl 
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derivatives  of  these  bases  in  yielding  diazoimides  at  ouce  on  treatment 
with  nitrous  acid  even  in  the  presence  of  concentrated  mineral  acids. 
These  diazoimides,  which  are  generally  colourless,  are  not  attacked  by 
aqueous  alkalis  or  acids. 

In  the  experiments  described  in  the  present  communication,  a  sys- 
tematic attempt  has  been  made  to  ascertain  whether  this  diazoimide  con- 
densation occurs  among  the  arylsulphonyl-??i-diamines,  and  the  com- 
pounds examined  were  the  toluene-;;-sulphonyl  derivative  of  »?i-phenyl- 
enediamine  and  the  benzenesulphonyl  derivatives  of  the  metadiamines 
of  the  toluene,  ?>i-xylene,  and  mesitylene  series.  The  case  of  benzene- 
sulphonyl-w-phenylenediamine  has  been  already  discussed  (Trans., 
1905,  87,  83). 

The  hydrochlorides  of  these  monoacylateil  metadiamines  diazotise 
readily,  forming  soluble  diazonium  chlorides  which,  on  treatment  with 
aqueous  sodium  acetate,  rapidly  undergo  decomposition  even  at  the 
ordinary  temperature,  evolving  either  the  whole  or  a  part  of  their 
diazo-nitrogen.  When  all  the  diazo-nitrogen  is  eliminated,  the 
product  consii-ts  chiefly  of  the  corresponding  arylsulphonyl-m-amino- 
phenol,  and  in  other  instances  the  residue  also  contains  an  ill-defined 
azo-derivative.  In  no  case  has  the  formation  of  a  diazoimide  been 
observed. 

The    Action   of   Nitrous    Acid    on    the    Ar ylsul phony l- 

di  am i n e s. 

The  results  obtained  in  the  study  of  the  action  of  nitrous  acid  on 
the  arylsulphonyldiamines  (Trans.,  1905,  87,  73,  921,  1302;  1906, 
89,  4,  1158)  may  now  be  summarised  as  follows  : 

1.  The  arylsulphonyl-o-diamines  when  treated  with  nitrous  acid 
yield  stable  colourless  o-diazoimides  without  the  intermediate  forma- 
tion of  any  diazonium  salt.  This  condensation  occurs  even  in  the 
presence  of  strong  mineral  acids,  and  the  products  are  not  affected  by 
boiling  solutions  of  acids  or  alkalis. 

2  2 

2.  The  arylsulphonyl-^-diamines  give  rise  to  stable  diazonium  salts 
(i)  of  the  strong  acids,  but  these  compounds  on  treatment  with  the 
alkali  salt  of  a  weak  acid,  such  as  sodium  acetate,  condense  to  form 
/(-diazoimides  (ii).  These  diazoimides,  which  are  invariably  yellow, 
revert  to  the  diazonium  salt  under  the  influence  of  cold  concentrated 
mineral  acids,  and  combine  adiitively  with  phenols  and  aromatic 
amines  to  form  azo-derivatives  (iii). 
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4     " 
.NH.SO,.C,H,     (cn3;co..>..)  N-SO^-ail, 

^■M  (IICI)  ,2 

4  4 

i     r  TT  ^f  ^0/^7^7    C,oH,-OH  (orNH.)  p  „  ^NH-SO,-C,n, 

'  ^^"^"^^N^ >   ^*'^^^N,-CioH«-OH(or  NIL)' 


3.  1  :  8-Nai>hthylenediamine  resembles  the  p-diamines  in  this  respect, 
inasmuch  as  its  benzoucsulphonyl  derivative  furnishes  a  yellow  diazo- 
imide  which  undergoes  the  above  fission  with  acids,  phenols,  and 
amines.  This  fact  indicates  that  a  para-orientation  of  the  NIIj  and 
NH'SO^.R  groups  is  not  an  essential  condition  for  the  production  of  a 
yellow  diazoimide  of  this  type. 

4.  The  mixed   aliphatic  aromatic  base,  w-benzenesulphonyl-o-amino- 

benzylamine,  Cgn5'SOo'NH*CHo'CgU4*NH.„  behaves  to  some  extent 

1    '  •_>      ' 

like  an  aromatic  arylsulphonyl-^j-diamine,  for  it  yields  stable  diazonium 
salts,  and  these  substances  on  treatment  with  sodium  acetate  give  rise 
to  a  diazoimide  which  undergoes  fission  with  acids,  phenols,  and 
amines.  In  one  important  respect,  however,  this  mixed  diazoimide 
differs  from  the  p-diazoimides  ;  it  is  colourless,  whereas  the  latter  are 
all  yelloiv.  This  important  distinction  shows  that  the  direct  attach- 
ment of  both  NHg  and  NH'SOoR  groups  to  the  aromatic  nucjleus  is 
essential  to  the  development  of  colour  in  this  series  of  compounds. 

5.  The  arylsulphonyl-»i-diamines  do  not  furnish  diazoimides  ;  their 
diazonium  salts  are  stable  in  solutions  of  the  mineral  acids,  and  in 
some  cases  are  permanent  in  the  dry  state,  but  on  treatment  with 
aqueous  sodium  acetate  they  evolve  the  whole  or  a  portion  of  their 

I  diazo-nitrogen,  even  at  the  ordinary  temperature,  giving  rise  to 
arylsulphonyl-7?i-aminophenols,  complex  hydroxyazo-derivatives,  or 
mixtures  of  these  substances.  The  lower  homologues  of  the  series 
give  chiefly  the  azo-com pounds, 

R-S02-NH-C^H4-N^-CeH3(NH-SO,-Il)-OH, 
whilst  the   xylene   and   mesitylene    derivatives   furnish  the  phenolic 
compounds,  R-SO^-NH-X-OH,  where  X  is  C^HgMea  or  CgHMeg. 

6.  The  benzenesulphonyl  derivatives  of  I  :  5-naphthylenediamine 
and  7)-aminobenzylamine  do  not  yield  diazoimides.  A  small  amount  of 
an  ill-defined  diazo-anhydride  was  obtained  from  w-benzenesulphonyl- 
«i-aminobenzylamine,  which,  however,  did  not  possess  the  properties 
characteristic  of  either  the  0-  or  the  79-diazoimides. 

7.  In  all  cases  where  the  formation  of   a    diazoimidQ   occurs,  the 
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hydrogen  atom  of  the  aiylsulphonamino-group,  NHSOjR,  is  involved, 
for  when  this  atom  is  replaced  by  a  methyl  group  the  pi'odiiction  of 
the  diazo-anhydride  is  entirely  prevented. 

•  Experimental.* 

1.     ra.-Phenylenediaviine  Derivatives. 

.  The  diazoiiium  chloride  of  bonzenesiilphonyl-?n-phenyIenediamine 
has  already  been  shown  to  decompose  under  the  influence  of  aqueous 
sodium  acetate  in  such  a  way  that  one  molecular  proportion  of  diazo- 
nitrogen  is  eliminated  from  two  molecular  proportions  of  the  diazo- 
compound,  whilst  the  residues  coalesce  to  form  a  complex  hydroxyazo- 
derivative  (Trans.,  1905,  87,  83). 

Toluene-'^-sulphonyl-m-nitraniline,  NOg'C^H^'NH'SOg'CgH^'CHg. 

3  14'  r 

This  compound  is  obtained  in  quantitative  yield  by  heating  together 
in  toluene  solution  toluene-/)-sulphonic  chloride  (1  mol.)  and  7/i-nitro- 
aniline  (2  mols.).  After  neutralising  with  sodium  carbonate  and  extract- 
ing the  excess  of  9n-nitroaniline  with  hot  water,  the  acyl  derivative  was 
extracted  with  aqueous  caustic  soda  and  reprecipitated  in  a  granular 
form  by  dilute  acid.  The  compound  crystallises  from  dilute  alcohol 
in  colourless  prisms  which  acquire  a  red  tinge  and  melt  at  137 — 138° 


io 


01701  gave  0-273  COg  and  0-0700  H,0.     C  =  53-74;  H  =  4'61. 
CjgHjgO^K^S  requires  C  =  53-42  ;  H  =  4-10  per  cent. 

This  substance  is  distinctly  acidic,  as  it  decomposes  sodium  carbonate 
in  boiling  solutions. 


Toluene-Y)-sulphoni/l-m.-phenyle7iedicnnine, 
NH,/C(.H4-NH-S02*CcH4-CH3. 

3  14'  1' 

The  preceding  nitro-compound  is  readily  reduced  with  iron  filings 
and  very  dilute  acetic  acid.  When  crystallised  from  water  or  dilute 
alcohol,  the  resulting  diamine  separates  in  fine,  colourless  needles,  but 
when  crystallising  from  strong  alcohol  it  is  obtained  in  larger  needles 
having  an  orange  colour.     The  substance  melts  at  143°. 

0-3146  gave  29-6  c.c.  nitrogen  at  21-5°  and  759  mm.     N  =  10-68. 
CJ3HJ4O2N2S  requires  N  =  10-68  per  cent. 

*  The  authors  desire  to  record  tlieir  iiKleljtcdness  to  Messrs.  J.  M.  Ilird,  F.  G. 
Shejiheard,  and  (}.  S.  "Wliitby  for  the  preparation  of  some  of  the  materials  required 
in  this  research. 
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When  diazotised  in  the  presence  of  strong  hydrochloric  and  acetic 
acids,  this  base  yielded  a  soluble  diazonium  chloride,  the  dilute 
aqueous  solution  of  which  on  treatment  with  aqueous  sodium  acetate 
furnished  a  bright  yellow  precipitate,  which  gradually  darkened  and 
became  brown,  while  nitrogen  was  evolved.  When  this  experiment 
was  repeated  in  the  volumeter,  the  percentages  of  nitrogen  eliminated 
in  two  separate  decompositions  were  5 '37  and  5 '42,  the  calculated 
amount  for  half  the  diazo-nitrogen  being  5'3().  The  yellow  product 
changed  into  a  gummy  mass  on  warming  with  alcohol  or  benzene  ; 
a  portion  dissolved  in  the  latter  solvent,  and  yellow,  nodular  crystals 
mixed  with  tarry  matter  were  deposited  on  cooling.  A  portion  was 
di.ssolved  in  warm  dilute  aqueous  caustic  soda  and  the  substance  re- 
precipitated  from  the  filtered  solution  with  dilute  acetic  acid.  The 
pale  yellow  product  melted  indefinitely  at  110 — 120°  and  was  analysed 
with  the  following  results  : 

0-2568  gave  21-4  c.c.  nitrogen  at  23^  and  762  mm.     N  =  9-42. 
0-2558     „     0-2038  BaSO^.     S=  10-94. 

C^'otftAN^So  requires  N  =  10-44  ;  8  =  1194  per  cent. 

These  analytical  data  correspond  approximately  with  the  values 
required  for  the  hydroxyazo-derivative, 

C7H--SOo-NH-C^jH^-N2-C6H3(NH-SO.-C7H.)*OH. 
This  yellow   substance   gave   no   coloration  with  alkaline   ^-naphthol 
either  before  or  after  treatment  with  concentrated  hydrochloric  acid. 

The  soluble  diazonium  chloride  obtained  in  the  preceding  experiment 
interacted  with  /3-naphthol  in  the  normal  manner ;  the  azo-^-naphthol 
derivative  crystallised  from  glacial  acetic  acid  in  felted  masses  of 
scarlet  needles  and  melted  at  218-5 — 219-5°. 

0-2185  gave  20  c.c.  nitrogen  at  23-5"  and  764  mm.     N=  10-33. 
CgsHjgOgNgS  requires  N  =  10-07  per  cent. 


.     2-A-Tol 

ijlened 

i  a  mi  lie     Derivative  s, 

CH3 

CH3 

1 
NH-S02 

•C0H5 

NH2 

I.  II. 


Benzenesulphonyl-2-nitro-/>toluidine, 

NO,,-C,H3(CH3)-NH-S02-C,H5, 
which    was    prepared    hy    heating    2-nitro-;)-toluidine   (2    mols.)  with 
benzenesulphonic  chloride  (1  mol.)  in  boiling  toluene,  was  crystallised 
from  alcohol  until  its  melting  point   became  constant  at  161°.     This 
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compound  has  already  been  described  as  melting  at  160°  {D.R.-P. 
ISaOlG  ;  Cfiem.  Cenlr.,  1902,  ii,  1166).  This  patent  also  contains  a 
description  of  4-benzenesulphonyl-2  :  4-tolyleuediamine  (I),  which  can 
be  obtained  from  the  preceding  nitro-compound  by  reduction  with  iron 
and  very  dilute  acetic  acid.  The  preparation  obtained  in  these 
experiments  melted  at  139°,  the  patent  giving  the  melting  point  as  138°. 

When  diazotised  in  the  presence  of  strong  hydrochloric  acid,  the 
base  yielded  a  crystalline  diazonium  chloride,  which  dissolved  in  water 
to  a  clear  solution.  On  adding  aqueous  sodium  acetate  to  this  liquid, 
an  intense  yellow  precipitate  was  produced,  which  reddened  and 
evolved  nitrogen.  When  this  decomposition  was  carried  out  in  the 
volumeter,  the  amounts  of  nitrogen  evolved  varied  somewhat  in 
different  experiments,  being  always  more  than  half  the  theoretical 
amount,  but  even  on  warming  to  63°  the  quantity  eliminated  still  fell 
short  of  the  total  diazo-nitrogen.  The  residue,  which  was  soluble  in 
caustic  soda  and  reprecipitated  by  acids,  had  no  definite  melting  point 
and  appeared  to  be  a  mixture  of  at  least  two  substances,  probably 
a  phenol  mixed  with  a  hydroxyazo-derivative. 

The  diazonium  chloride  when  condensed  with  alkaline  ^-naphthol 
gave  a  cherry-red  precipitate  of  the  alkali  salt  of  the  azo-^-naphthol 
derivative  ;  the  latter  when  set  free  by  dilute  acetic  acid  crystallised 
from  glacial  acetic  acid  in  scarlet,  felted  needles  and  melted  at 
247—248°. 

BenzenesulphonylA-nitro-o-toluidine,  CgH-*S02'NH*CgH3(CH3)*N02. 

The  4-nitro-o-toluidine  (m.  p.  107 — 108°)  required  for  these  experi- 
ments was  obtained  together  with  6-nitro-o-toluidine  by  the  nitration 
of  o-toluidine  in  concentrated  sulphuric  acid  and  was  separated  from 
this  isomeride  by  Green  and  La wson's  method  (Trans.,  1891,  59,  1031). 
The  purified  base  was  boiled  with  benzenesulphonic  chloride  in  toluene 
solution  for  three  hours  ;  the  residue  after  evaporating  to  dryness  was 
extracted  repeatedly  with  aqueous  sodium  carbonate,  the  unchanged 
amine  allowed  to  crystallise,  and  the  alkaline  filtrate  acidified  with 
dilute  hydrochloric  acid.  When  recrystallised  from  dilute  alcohol, 
the  benzenesulphonyl  derivative  separated  in  colourless,  pearly  leaflets 
melting  at  172°. 

0-3078  gave  26-0  c.c.  nitrogen  at  21°  and  764  mm.     N  =  967. 
CJ3HJ2O4N2S  requires  N  =  9"58  per  cent. 

2-Benzene8ulphoni/l-2  :  i-tolylenediamine  (Formula  If). 

The  preceding  nitro-base,  when  reduced  with  iron  and  dilute  acetic 
acid,  yielded  the  corresponding  diamine,  which  was  extracted  with 
alcohol  from  the  iron  oxide   precipitate  and   recrystallised  from   the 
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same  solvent  with  the  addition  of  animal  charcoal.     It  separated  in 
coloui'less  leaflets  and  melted  at  138'\ 

0-1896  gave  17-6  c.c.  nitrogen  at  21°  and  767  mm.     N  =  10-66. 
CjgHjjOgNoS  requires  N  =  10-68  per  cent. 

When  added  to  strong  hydrochloric  acid,  the  base  at  first  became 
viscid  and  then  formed  the  crystalline  hydrochloride.  The  mixture 
when  thoroughly  cooled  and  diazotised  yielded  a  crystalline  diazonium 
chloride,  which  was  soluble  in  water  to  a  clear  solution.  When 
mixed  with  sodium  acetate,  this  liquid  became  turbid,  yielding  a  yellow 
precipitate  which  darkened  and  evolved  nitrogen;  9  98  per  cent,  of 
gas  was  evolved  at  the  ordinary  temperature,  the  calculated  percentage 
of  diazo-nitrogen  being  1068. 

The  product  was  a  somewhat  ill-defined  substance  which  did  not 
crystallise  readily  from  alcohol  or  benzene,  but  dissolved  in  aqueous 
caustic  soda  and  was  reprecipitated  by  dilute  acetic  acid ;  a  portion 
which  had  been  thus  ti'eated  melted  at  183^  and  was  taken  for 
analysis  : 

0-1776  gave  9-4  c.c,  nitrogen  at  23°  and  762  mm.     N  =  5-98. 
0-3062     „     0-2714  BaS04.    S- 12-16. 

C13H13O3NS  requires  N  =  5-32  3  S  =  12-16  per  cent. 

These  results  agree  fairly  well  with  the  composition  of  a  benzene- 
sulphonylamino-/J-cresol  having  the  formula 

C6H5-S02-NH-C6H3(CH3)-OH. 

The  diazonium  chloride  of  2-benzenesulphonyl-2  : 4-tolyIenediamine 
when  condensed  with  alkaline  y8-naphthol  yielded  the  brownish-red 
alkali  derivative  of  an  azocompound.  The  azo-/8-naphthol,  when 
set  free  with  dilute  acetic  acid,  crystallised  from  glacial  acetic  acid 
in  orange-red  needles  melting  at  208° 

[With  E.  G.  CouzENS.] — 3.     4  :  G-Biamino-m-xi/lene  Derivatives, 


-^ 


NH-SO^ 

•CcHa 

NH-SOg 

'^6^5 

CHg/^^i 

CH3/\ 

^;no, 

— > 

\/NH, 

CH3 

CH3 

III. 

iv. 

NH-SO,-C«H, 

CH 

CH3 

•GioHo-OH- 

4  :  6-Dinitro-??i-xylene  was  prepared  in  the  manner  already  indicated 
(Trans.,    1902,    81,    92),  crystallised    repeatedly  to   free  it   from  its 
VOL.    LXXXIX.  4   Q 
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isomeride,  2  :  4-dinitro-m-xylene,  and  reduced  with  alcoliolic  ammonium 
sulphide.  For  this  purpose  the  dinitro-compound  was  dissolved  in 
boiling  alcohol,  aqueous  ammonia  added,  the  solution  saturated  with 
hydrogen  sulphide,  and  then  boiled  in  a  reflux  apparatus  for  fifteen 
minutes.  More  ammonia  was  then  added  and  the  saturation  with 
hydrogen  sulphide  repeated  until  a  considerable  amount  of  yellow 
precipitate  had  separated.  The  solution  was  then  evaporated  down 
with  water  and  the  total  residue  extracted  with  dilute  hydrochloric 
acid  (HCl  :  H20  =  1  :  1)  ;  the  nitroxylidine  was  precipitated  in  the 
filtrate  with  ammonia  and  recrystallised  from  alcohol.  By  working 
with  10  gram  batches,  about  8 '5  grams  of  the  nitro-base  were  obtained 
in  each  operation.  After  several  crystallisations  from  alcohol,  the 
6-nitro-?>i-4-xylidine  melted  at  123°. 

Benzenesulphonyl'(!)-aitro-m.-i-xylidine  (III)  was  readily  obtained  by 
adding  benzenesulphonic  chloride  to  the  foregoing  nitro-base  dissolved 
in  dry  pyridine  and  heating  the  solution  in  a  reflux  apparatus  for 
about  two  hours.  The  mixture,  which  had  then  become  black  and 
tarry,  was  poured  into  cold  dilute  hydrochloric  acid,  allowed  to 
remain  overnight,  and  then  extracted  with  boiling  sodium  carbonate 
solution,  the  benzenesulphonyl  derivative  being  reprecipitated  with 
dilute  acid.  This  product  was  repeatedly  crystallised  from  alcohol, 
when  it  separated  in  colourless,  prismatic  crystals  melting  at  148"5°. 

0-2972  gave  253  c.c.  nitrogen  at  2.3'  and  764  mm.     N  =  9-61. 
^14^14^4-^2^  requires  N  =  9'15  per  cent. 

4i- Benzenesulphonyl-^  :  ^-diccmino-vti-xylene  (IV). — The  reduction  of 
the  preceding  nitro-compound,  which  was  effected  in  the  usual  way 
with  iron  and  dilute  acid,  gave  an  almost  quantitative  yield  of  the 
corresponding  diamine,  which  was  extracted  from  the  iron  oxide  pre- 
cipitate with  alcohol.  When  recrystallised  from  this  solvent,  the 
base  separated  in  colourless  leaflets  melting  at  167°. 

0-1546  gave  14-1  c.c.  nitrogen  at  23°  and  766  mm.     N=  10-36. 
Cj^HjgOaNgS  requires  N=  10-14  per  cent. 

Diazotisation  Experiments  with  i-BenzenesulphonylA  :  Q-diamino- 

m-xylene. 

1.  Azo-derivative. — The  base  when  diazotised  in  the  usual  way 
yielded  a  soluble  diazonium  chloride  which,  when  condensed  with 
/3-naphthol  in  alkaline  solution,  furnished  the  slightly  soluble  alkali 
salt  of  the  azo-^-uaphthol.  The  latter  was  set  free  with  dili'.te  acetic 
acid  and  crystallised  from  benzene. 

0-1804  giive  15-4  c.c.  nitrogen  at  22^  and  762  mm.     N  -  9-71. 
C24H2i03N3S  requires  N  =  9-74  per  cent. 
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/jenzenesulp/i07i7/l-4:-amino-m-x7/lene-S-azo-(3-naphlhol  (V)  soparat3cl 
in  .small,  scarlet  ueodle.s  molting  at  241°. 

2.  Decomposition  of  the  Diazonium  Salt. — Weighed  quantities 
(about  0"3  gram)  of  the  base  wore  diazotisod  in  moderately  strong 
hydrochloric  acid  and  mixed  in  the  volumeter  with  excess  of  sodium 
acetate.  About  two-thirds  of  the  diazo  nitrogen  were  evolved  at  the 
ordinary  tomporatuio  after  twelve  hours,  and  the  remainder  was 
eliminated  on  gently  warming.  In  two  separate  experiments,  the  per- 
centages of  nitrogen  liberated  were  9'86  and  9'95,  the  calculated  value 
for  total  diazo-nitrogen  being  10"15.  The  residue  was  a  yellow,  viscid 
mass,  which  hardened  on  cooling ;  it  was  soluble  in  caustic  soda  and 
reprecipitated  by  acids,  and  had  the  properties  of  the  following  acyl- 
aminophonol,  C6H5-S02-NH-CgHo(CU3)o-OH.  As  it  did  not  crystal- 
lise readily  from  anhydrous  solvents  (benzene,  petroleum,  etc.),  the 
product  (m.  p.  136 — 143°)  was  analysed  Avithout  further  purification. 

0-3092  g.ave  15-7  c.c.  nitrogen  at  22°  and  763  mm.     N  =  5-77. 
0-3504     „     0-2918  BaSO^.     8  =  11-43. 

C14H15O3NS  requires  N  =  5-04  ;  S  =  11-56  per  cent. 

This  phenolic  substance  was  subjected  to  the  Schotten-Baumann 
reaction,  and  the  product,  which  did  not  crystallise  readily,  was 
ultimately  obtained  from  a  mixture  of  water  and  alcohol  in  light 
yellow  flakes  melting  indefinitely  at  179 — 182°. 

0-2584  gave  7-8  c.c.  nitrogen  at  23°  and  760  mm.     N  =  3-40. 
CgiHjgO^NS  requires  N  =  3-67  per  cent. 


as-^iyBenzeneftulphonylmethyl-i  :  ^-diaviino-va-xylene^ 
N(CH3)-S0,-C,H, 
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Ben'.senesulphonyhnethyl-^-nitro-ra.-i-xylidine  (VI)  was  readily  obtained 
by  methylating  benzenesulphonyl-6-nitro-?n-4-xylidine  in  absolute 
alcohol  with  methyl  iodide  and  caustic  soda  ;  it  crystallised  from  the 
same  solvent  in  well-defined  colourless  prisms  melting  at  185  — 186°. 

4  Q  2 
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0-2990  gave  23-3  c.c.  nitrogen  at  22°  and  7G3  mm.     N  =  8-86. 
CjjHjgO^NgS  requires  N  =  8*75  per  cent. 

The  reduction  of  this  nitro-compound  with  ii-on  and  dilute  acetic 
acid  led  to  the  production  of  an  oily  base  which  was  extracted  by 
alcohol  from  the  iron  oxide  pi-ecipitate.  As  this  oil  could  not  be 
induced  to  solidify,  its  hydrochloride  was  prepared  and  recrystallised 
from  water  acidified  with  hydrochloric  acid  ;  the  salt  separated  in 
colourless  leaflets,  decomposing  indefinitely  at  about  160°. 

0-1900  gave  13-9  c.c.  nitrogen  at  21°  and  762  mm.     N  =  8-35. 
0-4858     „     0-2078  AgCl.     01  =  10-60. 

Ci^HjgOoN.SCl  requires  N  -  8-56  ;  CI  =  10-87  per  cent. 

a,s-{i)BenzenesulphonylmethylA  :  6-diamino-m.-xylene  hydrochloride 
(VII)  diazotised  readily  to  form  a  soluble  diazonium  chloride  which, 
when  treated  in  the  volumeter  with  cold  aqueous  sodium  acetate, 
decomposed  very  slowly,  evolving  only  about  one-sixth  of  its  diazo- 
nitrogen  after  twelve  hours.  On  warming  the  mixture  to  60°,  a 
further  portion  of  the  diazo-nitrogen  was  eliminated.  A  nitrogen 
estimation  in  the  dark  red  residue  indicated  that  it  was  a  mixture  of 
a  phenolic  substance  with  a  hydroxyazo-derivative. 

Jjenzenesulphonylmethyl'i-ami7io-m.-xylene-6  azo-fi-naphthol  (VIII) 
was  prepared  from  the  foregoing  diazonium  salt  and  /3-naphthol  and 
recrystallised  from  glacial  acetic  acid  or  benzene,  when  it  separated  in 
hard,  nodular,  scarlet  crystals  melting  above  260°. 
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Dinitromesityleno  was  prepared  by  Fittig's  method  and  reduced 
with  equal  weights  of  iron  filings,  glacial  acetic  acid,  and  ten  pai'ts  by 
weight  of  water ;  the  mixture  was  boiled  vigorously  for  an  hour, 
rendered  alkaline  with  sodium  carbonate,   and  filtered  rapidly,  when 
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yellow  needles  of  nitromesidine  separated.  A  further  quantity  may 
be  obtained  on  concentrating  the  mother  liquors,  or  these  may  be 
treated  with  benzenesulphonic  chloride  and  caustic  alkali. 

BenzenesulplLonylnitromesidine  (IX).  — -Nitromesidine  interacts 
readily  with  l)enzenesulphonic  chloride  either  in  boiling  toluene  or 
pyridine  solution,  and  the  condensation  can  also  be  effected  by  the 
Schotten-Baumann  reaction.  As  prepared  in  this  way,  benzene- 
sulphonylnitroraesidine  is  contaminated  with  a  certain  amount  of 
s-dihenzenesulphoyiyldiaminomesitylene,  Cp,II(CH3).j(NH*SOo'C,;II^)2, 
owing  to  the  presence  of  diaminomesityleno  in  the  product  of  the 
reduction  of  dinitromesitylene.  The  two  benzenesuphonyl  derivatives 
were  separated  by  their  diffei-ent  solubilities  in  dilute  alcohol,  the 
disulphonyl  derivatives  separating  first  as  the  solution  cooled.  After 
recrystallisation  from  the  same  solvent,  the  disulphonyl  derivative 
melted  at  248°. 

0-3719  gave  22-2  c.c.  nitrogen  at  20°  and    760  mm.     N  =  6-83. 
0-2584     „     15-2  c.c.  „  21-5°  „  759-5  mm.     N  =  6-70. 

0-3692     „     0-4022  BaSO,.     S  =  14-99. 

C2iH.^P4N2So  requires  N  =  6-50  ;  S  =  14-83  per  cent. 

The  dilute  alcoholic  filtrate  from  the  s-dibenzenosulphonyldiamino- 
mesitylene  yielded  on  evaporation  striated,  yellow  leaflets,  but  when 
recrystallised  from  benzene  the  substance  was  obtained  in  the  form  of 
colourless,  nodular  ci'ystals  melting  at  162 — 163°. 

0-1262  gave  10-0  c.c.  nitrogen  at  23-5°  and  761  mm.     N  =  8-94. 
^i5^io04-'^2^  requii-es  N  =  8-75  per  cent. 

Benzenesulphonyldiaminomesitylene  (X)  was  obtained  from  the  pre- 
ceding nitro-compound  by  reduction  with  iron  filings  and  dilute  acetic 
acid.  The  base  when  recrystallised  from  dilute  methyl  alcohol 
separated  in  nodular  crystals  melting  at  156°. 

0-1558  gave  12-1  c.c.  nitrogen  at  22=  and  762-5  mm.     ]Sr  =  8-83. 
0-5270     „     0-4161  BaSO^.     8  =  10-84. 

CijH^gOgNgS  requires  N  =  9-06  ;  S  =  1 1  -03  per  cent. 

When  diazotised  in  hydrochloric  acid,  the  diamine  furnished  a  colour- 
less solution  which,  on  treatment  with  sodium  acetate,  evolved  a  con- 
siderable amount  of  nitrogen  even  in  the  cold.  At  the  same  time,  a 
colourless  precipitate  slowly  separated ;  this  substance,  which  dis- 
solved in  aqueous  caustic  alkalis,  but  was  insoluble  in  acids,  crystal- 
lised from  dilute  alcohol  in  colourless  needles  melting  at  178 — 179°. 

0-2938  gave  13-5  c.c.  nitrogen  at  23°  and  760  mm.     N  =  5-17. 
CjgHj^03NS  requires  N  =  4*89  per  cent. 
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This  result  indicates  that  the  substance  is  a  benzenesulphonylamino- 
mesitol,  having  the  formula  C,.H.,-SO,'NH-C,.H(OH3)3'OH. 

Benzenesidphonylaminomesityleneazo-^-naphthol  (XI),  obtained  from 
diazotised  benzenesulphonyldiaminomesityleno  hydrochloride,  crystal- 
lised from  glacial  acetic  acid  in  coppery-red,  acicular  prisms  and 
flattened  needles  which  molted  at  222°. 

O-IGSS  gave  ISS  c.c.  nitrogen  at  23°  and  761  mm.     N  =  9-23, 
CasHggOgNgS  requires  N~9-43  per  cent. 

The  sodium  salt  of  this  azo-derivative  is  a  deep  red  substance 
■which  is  precipitated  on  warming  the  alkaline  solution  containing  its 
generators. 

The  authors  desire  to  express  their  thanks  to  the  Government  Grant 
Committee  of  the  Hoyal  Society  for  a  gi-ant  which  has  partially 
defrayed  the  expenses  of  this  communication. 

Royal  College  of  Science,  London, 
South  Kensington,  S.W. 
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CLBVB    MEMORIAL    LECTURE. 

Dkliveuei)  on  Junk  '21.st,  1906. 

By  Thomas  EinvARo  TiiourE,  C.B.,  F.U.S. 

No  circumstance  in  the  national  and  personal  history  of  experimental 
science  is  more  remarkable  than  the  position  which  Sweden  and 
the  Swedes  occupy  in  relation  to  chemistry.  When  regard  is  had 
to  her  position  among  Continental  nations — to  her  chequered 
political  history,  to  her  geographical  isolation,  the  comparative 
sparseness  of  her  population,  her  relative  poverty,  the  fewness  of 
her  seats  of  learning — the  influence  which  Sweden  has  been  able 
to  exert  on  the  development  of  that  branch  of  science  which  it  is 
the  proper  function  of  this  Society  to  foster  must  always  excite 
ourVonder,  achniration,  and  gratitude.  The  mere  mention  of  the 
names  of  Bergmann,  Scheele,  Berzelius,  Mosander,  Gadolin,  Nilson, 
is  sufficient  to  remind  us  how  great  have  been  her  services  to  the 
science  of  chemistry. 

In  Per  Theodor  Cleve,  who  was  elected  a  Foreign  Member  of 
this  Society  in  1883,  we  had  a  man  who  throughout  a  strenuous 
life,  wholly  devoted  to  academic  pursuits,  and  to  the  cultivation  of 
pure  science,  worthily  upheld  and  handed  forward  the  traditions 
which  his  countrymen  had  succeeded  in  associating  with  his  calling 
and  particular  office.  In  compliance  with  our  custom,  and  at  the 
request  of  the  Council,  I  am  privileged  this  evening  to  offer  you 
some  account  of  the  life  work  of  our  deceased  Foreign  Member. 

I  owe  the  invitation  doubtless  to  the  circumstance  that  I  enjoyed 
the  personal  acquaintance  and  friendship  of  Cleve,  who  for  some 
years  past  did  me  the  honour  to  accept  of  my  hospitality  during  his 
visits  to  London.  Although  I  had  thereby  opportunity  of  learning 
at  first  hand  something  of  his  personal  history  and  of  his  achieve- 
ments, and  of  noting  his  mental  and  intellectual  characteristics 
and  of  forming  impressions  such  as  can  only  be  acquired  by 
social  intercourse  and  personal  contact,  I  am  conscious  that  my 
account  of  the  man  and  of  his  work  owes  whatever  of  completeness 
it  may  possess  to  the  assistance  which  has  been  afforded  to  me  in 
its  compilation  by  Cleve's  daughter  and  her  husband.  On  learn- 
ing of  the  duty  which  had  been  imposed  upon  me  by  your  Council, 
Dr.  and  Mrs.  Euler  were  good  enough  to  forward  to  me  an  advance 
copy  of  the  obituary  notice  which  they  were  preparing  for  the 
Berichte  of  the  German  Chemical  Society,  and  which  has  now  been 
published.  Of  this  account  I  have,  with  their  permission,  made 
full  use  in  putting  together  what  I  have  to  tell  you  this  evening. 
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Per  Tlicodor  Cleve  was  born  in  Stockholm  on  February  10th, 
1840.  He  was  the  thirteenth  child  of  the  merchant  F.  T.  Cleve, 
whose  ancestors  had  emigrated  from  Western  Germany  and  settled 
in  Sweden  during  the  middle  of  the  eighteenth  century.  It  is  told 
of  the  young  Cleve  that  even  during  his  school-time  his  leaning 
towards  natural  science,  and  especially  towards  natural  history,  was 
strongly  marked,  and  that  he  spent  hours  which  should  have  been 
devoted  to  classical  studies  in  rambling  round  the  country  in  search 
of  animals,  plants  and  stones — to  the  despair  of  the  philologs,  who 
set  him  down,  as  they  had  previously  done  his  great  countryman 
Berzelius,  as  a  youth  of  very  little  promise.  This  love  for  natural 
history  was  an  abiding  passion  with  Cleve,  and  constantly  struggled 
with,  and  in  the  end  conquered,  his  allegiance  to  chemistry.  Destiny, 
indeed,  intended  that  he  should  be  a  naturalist :  the  stress  of  cir- 
cumstance only  made  him  a  chemist.  The  boyish  love  of  rambling 
strengthened  into  a  constant  yeai*ning  for  foreign  travel.  His 
sympathy  with  the  natural  objects  ai'ound  his  home — with  the 
birds  and  flowers  of  his  native  woods  and  fields,  and  the  many  won- 
derful minerals  in  his  native  rocks — grew  into  an  intense  desire  to 
see  and  to  know  Nature  in  her  every  mood,  and  under  many  skies. 
Had  fortune  favoured  him  Cleve  would  probably  have  followed  in 
the  footsteps  of  Humboldt  and  Darwin,  and  spent  his  life  in 
scientific  travel;  compelling  circumstances  kept  him  for  the  most 
part  at  home,  and  in  the  end  made  him  what  he  was. 

Although  it  is  clear  that  Cleve's  predilections  were  towards  an 
academic  life,  it  is  not  very  obvious  why  he  became  a  chemist.  It 
may  have  been  that  the  outlook  as  regards  natural  history  was 
not  very  hopeful :  Scandinavia  forty  years  ago  was  not  as  convinced 
as  now  of  the  supreme  importance  to  her  national  prosperity  of  those 
studies  to  which  Cleve  was  inclined.  As  regards  chemistry  the 
times  were  more  propitious.  The  early  'sixties  was  a  period  of 
great  unrest  in  that  science,  and,  as  we  all  know,  it  culminated 
in  nothing  less  than  a  revolution.  Although  speculation  and  theory 
had  never  much  attraction  for  Cleve,  the  young  cnndidat  could 
not  have  been  wholly  uninfluenced  by  the  movement  of  the  time, 
or  insensible  to  the  effect  it  was  exerting  on  the  development  of 
chemistry.  Be  this  as  it  may,  Cleve,  who  after  five  years'  residence 
at  Upsala  had  taken  his  degree,  became  when  twenty-three  years 
of  age  a  lecturer  on  Organic  Chemistry  in  the  University.  At  that 
time  the  Chair  on  General  Chemistry  at  Upsala  was  held  by  Lars 
Svanberg,  who  almost  exclusively  occupied  himself  with  miner- 
alogical  inquiries.  He  was  a  fairly  prolific  contributor  to  the  litei-a- 
ture  on  mineral  chemistry  of  the  period,  and  occasionally  associated 
himself  with  his  students  in  mineral  analyses,  but  Cleve  apparently 
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owed  little  to  his  teaching  and  still  less  to  his  example  or  encour- 
agement. 

Cleve's  earliest  contribution  to  chemical  literature,  made  when 
he  was  twenty-one  years  of  age,  was  "  On  Some  Ammoniacal 
Chromium  Compounds,"  and  consisted  in  an  extension  of  the  work 
of  Fremy,  by  whom  this  interesting  class  of  substances  was  first 
made  known.  The  chromammonium  derivatives  are  among  the  most 
complicated  and  perplexing  of  inorganic  compounds,  and  their 
discoveiy  undoubtedly  gave  a  gi'eat  extension  to  the  conception 
of  isomerism  in  mineral  chemistry.  Cleve  thus  early  entered  on  a 
field  of  inquiry  which  occupied  him  for  several  years,  and  which 
has  taxed  the  energies  of  many  successive  investigators,  notably 
Jorgensen  and  Christensen.  Cleve's  first  communication  definitely 
established  the  existence  and  fixed  the  composition  of  the  initial 
member  of  the  chromteti'ammonium  series,  namely  chlorochrom- 
tetrammouium  chloride,  C]o'Cr2'8NH3Cl4'2HoO,  or,  as  he  termed 
it,  tetratnininchromchlorid,  a  salt  forming  beautiful  deep  red 
trimetric  crystals. 

The  study  of  isomerism,  using  that  term  in  its  widest  sense,  and 
the  influence  of  structure  and  constitution  on  the  properties  of 
bodies,  may  be  said  to  have  been  the  guiding  principle  which 
actuated  the  major  part  of  Cleve's  experimental  labours,  whether 
in  inorganic  or  organic  chemistry.  The  most  cursory  inspection  of 
his  published  work  shows  that  this  was  the  dominant,  underlying 
motive  of  his  inquiries — the  silver  thread  which  ran,  as  it  were, 
through  the  fabric  he  elaborated.  This  fact  requires  to  be  borne 
in  mind,  in  justice  to  Cleve,  as  indicating  his  philosophic  habit  of 
mind,  and  the  real  objective  of  his  intellectual  activity.  Accident 
and  opportunity  no  doubt  at  times  ajDpeared  to  change  the  main 
current  of  his  thoughts;  his  mind  was  too  active  not  to  perceive 
and  even  occasionally  to  follow  the  many  side-issues  to  which  his 
inquiries  gave  rise,  but  with  a  true  economy  he  invariably  returned 
to  what  he  recognised  to  be  the  proper  direction  of  his  energies. 
Singleness  of  aim  and  tenacity  of  pui-pose  are  the  hall-marks  of 
every  successful  prosecutor  of  scientific  inquiry,  and  Cleve  possessed 
these  characteristics  in  an  eminent  degree. 

His  work  on  the  chromammonium  compounds  naturally  led  him 
to  undertake  the  investigation  of  similar  groups  of  inorganic  sub- 
stances, in  the  hope  of  further  elucidation  of  the  problems 
in  which  he  was  interested,  and  he  next  occupied  himself 
with  the  study  of  the  platinum  bases,  the  chemistry  of  which  was 
even  in  a  more  chaotic  condition  than  that  of  the  more  recently 
discovered  chromium  compounds.  The  history  of  the  platinum 
bases,  or  platinammines,  takes  its  rise  from  the  discovery  by  Magnus 
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in  1828  of  the  famous  'green  salt"  with  which  his  name  is 
associated,  and  which  he  piepax'ed  by  the  action  of  aqueous  ammonia 
on  platinous  chloride.  Ten  years  later,  Gros,  under  Liebig's  direc- 
tion, obtained  a  series  of  chlorinated  derivatives  of  this  salt,  con- 
taining the  group  NO.,,  and  shortly  afterwards  Reiset  prepared  the 
base  Pt(NH3)^(OH)2,  of  which  the  compounds  prepared  by  Gros 
and  the  green  salt  of  Magnus  were  regarded  as  salts. 

The  relation  between  these  substances  was  expressed  as  follows :  — 

Reiset's  first  base     Pt(NH3)4(OH)2. 

Gros's  salt     Cl,Pt(NH3),(Nb3)2. 

Green  salt  of  Magnus Pt(NH3)^-PtCl4. 

In  1844  Reiset  obtained  a  second  series  of  salts  con- 
taining only  half  as  much  ammonia  as  the  first  series, 
and  from  which  a  new  base  could  be  prepared — the  so- 
called  Reiset's  second  base.  Peyrone  some  time  afterwards 
prepared  a  chloride  which  had  the  same  composition  as 
the  chloride  of  Reiset's  second  base,  namely,  PtClo'SNHg, 
but  which  was  altogether  different  from  it  in  properties.  Isomerism 
among  inorganic  substances  was  at  that  time  unknown,  and  to 
Berzelius,  who  first  gave  us  the  term,  was  inconceivable.  Personal 
friendship  and  trust  in  Wohler  may  have  predisposed  him  in  the 
first  instance  to  tolerate  the  existence  of  isomerism  among  carbon 
compounds,  to  which  his  own  work  on  tartaric  acid  may  have  further 
inclined  him,  as  something  exceptional  and  peculiar  to  organic 
substances,  but,  in  the  main,  to  Berzelius  identity  of  composition 
meant  identity  of  character :  there  was  no  room  in  his  system  for 
inorganic  isomerides,  and  Peyrone's  discovery  was  met  by  flat 
incredulity.  But  evidence  as  to  its  truth  steadily  accumulated. 
Raewsky  discovered  the  analogues  to  Gros's  compounds,  and  Ger- 
hardt  and  Laurent  made  known  the  existence  of  the  platinammine 
salts.  The  theoretical  aspect  of  these  facts  was  everywhere  recog- 
nised as  of  the  highest  importance.  They  constituted  so  many  test 
cases  by  which  the  sufficiency  of  a  doctrine  which  had  long  domi- 
nated chemistry  could  be  tried,  and  served  to  augment  the  slowly 
accumulating  body  of  testimony  which  eventually  overthrew  it. 
Driven  to  recognise  the  existence  of  these  compounds,  Berzelius 
made  futile  efforts  to  reconcile  them  with  his  electro-chemical 
system.  But  the  inadequacy  of  these  attempts  was  apparent  to 
all  but  the  blindest  adherents  of  the  Swedish  school.  On  the 
other  hand,  Gerhardt,  by  an  extension  of  the  theory  of  types, 
gave  a  more  or  less  plausible  explanation  of  the  mode  of  structure 
and  constitution  of  these  groups  of  substances,  which  was  not 
out   of   harmony  with   prevalent  conceptions,   and   which,   indeed. 
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in  some  respects,  foreshadowed  present-day  developments  in  its 
recognition  of  variable  valency.  But  the  swing  of  the  pendulum 
is  not  confined  to  that  particular  department  of  intellectual 
activity  we  call  politics ;  wo  have  constant  examples  of  it  in 
every  sphere  of  human  thought,  for  the  movement  is  eventually 
controlled  and  regulated  by  the  gravitational  tendency  which  is 
inherent  in  the  tiixth  itself.  The  explanations  of  Berzelius  might 
be  partial  and  imperfect,  but  the  underlying  truth  in  his  doctrine 
could  never  be  wholly  obscured,  and  when  the  system  of  types,  as  a 
theoiy  of  chemistry,  in  its  turn  gave  way  to  a  more  rational 
generalisation,  what  there  was  of  permanent  value  in  both  became 
incorporated  in  the  new  philosophy. 

As  I  have  said,  the  theoretical  significance  of  these  compounds 
was  very  generally  recognised,  and  in  this  connection  I  may  recall 
the  early  work  of  Buckton,  extending  from  1851  to  1854,  and  of 
Iladow,  published  in  our  Journal  for  186G. 

It  was  at  about  this  period  that  Cleve  undertook  the  study  of 
the  ammonia  platinum  compounds.  He  had,  of  course,  been  reared 
under  the  docti-ine  of  Berzelius,  whose  influence,  indeed,  was 
paramount  in  Sweden  long  after  it  had  waned  in  the  rest  of  Europe, 
and  he  had  no  disposition  or  inducement  at  the  time  to  trouble 
himself  about  its  limitations.  Speculative  chemistry  had  never,  at 
any  period,  much  attx'action  for  Cleve.  In  this  respect  he  resembled 
Bunsen,  with  whose  mental  characteristics  he  had  other  points  of 
resemblance  and  sympathy.  His  fii-st  papers  on  the  platinum  bases, 
published  by  the  Royal  Society  of  Sciences  of  XJpsala,  are,  there- 
fore, as  might  have  been  anticipated,  written  wholly  in  the  spirit 
and  from  the  standpoint  of  an  adherent  of  the  orthodox  school  of 
chemical  philosophy  in  Sweden.  He  was  induced,  he  says,  to  under- 
take the  investigation  of  these  substances  as  a  sequel  to  his  work 
on  the  chromammonium  compounds  in  the  hope  of  eventually 
obtaining  an  independent  view  of  the  general  constitution  of  the 
metal-ammonia  compounds.  The  first  object  of  his  inquiry  was 
sufficiently  modest ;  it  was  to  determine  the  position  of  the  chlorine 
in  the  salts  obtained  from  Gros's  base.  Gros'a  base  he  found  to  be 
free  from  halogen;  it  could  be  regarded  as  an  oxidised  derivative 
of  Reiset's  first  base.  The  salts  obtained  by  Gros,  as  well  as  those 
of  Raewsky,  were,  in  fact,  derivable  from  the  hydroxy!  compound 

(OH)2Pt(NH3),(OH)2. 

a  formula  which  further  serves  to  indicate  one  of  the  most  re- 
markable properties  of  its  salts,  namely,  that  the  halogens  and 
acid  radicles  which  they  may  contain  are  not  removable  with  equal 
facility.     Thus,   for    example,    the    four   chlorine   atoms   in   Gros's 


1306  THORPE:   CLEVE   MEMORIAL   LECTURE. 

chloride  are  not  equally  precipitable  by  silver  nitrate,  a  fact  which 
may  be  explained  by  saying  that  it  contains  two  chlorine  ions  and 
two  nndissociated  chlorine  atoms.  One  of  the  sulphates  prepared 
by  Cleve  had  the  same  empirical  composition  as  a  basic  sulphate 
derived  from  Gros's  base,  but  only  one  of  the  three  equivalents  of 
sulphuric  acid  was  precipitable  by  barium  salts.  From  this  salt  he 
prepared  a  platinum  base,  which  he  termed  Stil'phatodijjlfitinammin, 
and  to  which  he  subsequently  gave  the  formula 


OH^    ^^NHgNHgCl      • 

Some  of  the  early  work  on  the  platinum  bases,  more  particularly 
that  on  Gros's  compounds,  was  done  in  Wiirtz's  laboratory  in 
Paris,  but  in  1868  Cleve  i-eturned  to  Sweden  and  worked  for  some 
months  in  the  mineralogical  laboratory  of  the  Stockholm  Academy 
of  Sciences.  Here  he  discovered  an  entirely  new  series  of  these 
complicated  compounds,  which  he  obtained  by  the  action  of  ammonia 
on  the  iodine  derivatives  of  Gros's  base.  They  were  the  first  repre- 
sentatives of  these  bases  containing  the  double  platinum  atoms,  and 
were  termed  by  him  the  diplatinammin  compounds.  He  eventu- 
ally gave  to  them  the  following  rational  formula:  — 

^-    ,  ^NH3.NH3N03- 

^  I        ^NHg-NHgNOg 

i.  -t^t^NH3-NH3N03- 

In  his  attempt  to  gain  a  true  conception  of  the  constitution  of 
the  metal-ammonia  bases  Cleve  undoubtedly  obtained  great  assist- 
ance from  Blomstrand,  and  there  is  no  question  that  the  "  Chemie 
der  Jetztzeit,"  which  was  published  in  Heidelberg  in  1869,  and  in 
which  Blomstrand  developed  and  extended  his  views  of  the  mutual 
relations  of  these  various  groups  of  substances  into  an  ordex'ly  and 
systematic  arrangement,  gave  Cleve  his  first  clear  insight  into  their 
constitution  and  intradependence.  The  effect  on  him  was  imme- 
diate, and  is  to  be  seen  in  his  next  memoir  in  1870  on  the  isomeric 
platinum  bases,  in  which  he  finally  renounces  the  Berzelian  system 
of  representation  and  notation  in  favour  of  the  more  comprehensive  i 
and  rational  scheme,  founded  on  valency,  which  still  satisfies  us. 

In  this  paper  he  describes  a  number  of   derivatives  of  Reiset's  i 
second  base,  as  well  as  a  series  of  salts  isomeric  with  these.     The 
first  members  of  these  latter  salts  were  discovered  by  Peyrone,  but 
their  true  relations  remained  hitherto  obscure.     These  compounds 
were    termed    by    Cleve    the    platinoxydulammonium    salts.     His 
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study  of  the  properties  of  the  two  isomeric  series  led  him  to  suggest 
the  following  formulas  as  expressing  their  constitution :  — 


Chloride  of  Reiset's  secoiul  base.  Plutinoxydiilammoiiium  cliloiidc. 


Cleve  further  found  that  tetravalent  platinum  gave  rise  to  a 
series  of  salts,  obtained  from  platinoxydamniouium,  isomeric 
with  Gerhardt's  platinammine  compounds.  The  two  series  of  com- 
pounds discovered  by  Cleve,  Pt(Nll3'NH3R)ll  and 

K2Pt(NH3-NH3R)R, 
were  subsequently  termed  by  Blomstrand,  whose  classification  and 
nomenclature  of  the  platinammonium  compounds  is  still  commonly 
adopted,  the  platososemidiammines  and  platinsemidiammines,  whereas 
the  isomeric  bases  of  Reiset,  Pt(NH3R).2,  and  Gerhardt,  R^Pt(NH3R)o, 
were  styled  respectively  platosammines  and  platicammines. 

In  order  to  obtain  further  experimental  svipport  for  his  views 
of  the  constitution  of  these  isomerides,  Cleve  studied  their  behaviour 
towards  aniline.  He  found  that  in  the  case  of  the  compound 
obtained  from  the  platosammine  chloride  the  two  aniline  molecules 
were  readily  split  off,  whereas  in  that  derived  from  the  platosemi- 
diammine  chloride  a  molecule  of  aniline  remained.  In  the  first 
case  we  had 

p  /NH3CI 
^'^^NH3C1' 

whilst  in  the  second  we  had,  according  to  Cleve, 

p<^NH3CI 

Cleve's  view  that  both  classes  of  salts  contain  divalent  platinum 
is,  however,  hardly  probable  in  view  of  Jdrgensen's  later  work.  The 
constitution  of  the  corresponding  chlorides  would  seem,  on  the 
whole,  to  be  better  represented  by  the  formulse 

Pt<'^'H3Cl  ,  ^,  p^NHg 

although  Cleve's  expression  has  the  merit  of  clearly  indicating 
the  important  fact  of  the  different  behaviour  of  the  chlorine  in 
the  two  isomeric  chlorides. 

This  paper  was  followed  (1871)  by  a  short  communication  iu 
which  Cleve  explained  the  relation  between  the  green  salt  of 
Magnus,  platodiammine  chloride  platinous  chloride, 

Pt(NH3-NH301),-PtCl2, 
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and  the  brown  salt  discovered  by  Poyrone — the  first  member  of  the 
platosamniinesemidiamminc  series — 

/NH3.NH3CI 

The  chloride    I*t<C!-^T|j-'.,]    ^      may  be   caused    to    combine  with  two 

CI 

f    11    •  1       ■,  f  T3,/i-NH,NIl3Cl 

atoms  ot  chlorine,  when  it  torms  Jrt  ^-f^iT  Vn  • 

\C1 
The  corresponding  platinamminesemidiammine  derivatives  were  also 
prepared  by  Cleve. 

In  the  same  year  he  published  two  paj^ers  on  the  sulphites  and 
nitrites  of  the  isomeric  bases  of  platosammine  and  platosemidiam- 
mine. 

The  work  on  the  ammoniacal  platinum  bases  occupied  Cleve 
nearly  six  years,  and  he  put  together  his  results  in  a  remarkable 
memoir-,  written  in  English  and  published  by  the  Swedish  Academy 
of  Sciences  in  1872,  a  copy  of  which  is  to  be  found  in  our  Library. 
In  this  memoir,  which  extends  to  upwards  of  100  4to.  i:)ages,  Cleve 
arranges  all  the  known  derivatives  of  the  ammoniacal  platinum 
bases  in  accordance  with  Blomstrand's  scheme  of  classification, 
using  his  system  of  terminology.  The  whole  of  these  bodies — many 
hundreds  in  number — may  be  grouped  under  three  main  divisions, 
each  division  being  subdivided  into  several  series,  as  follows :  — 


Group  I. — Plato-  or  Plaloso-compounds. 

Series      I.  Platosemiammines,  IlPtNHgR. 
,,      II.  Platosamraines,  Pt(NH3Pi,)2. 
„    III.  Platodiammines,  Pb(NIl3NH3Pt)2. 
„     IV.  Platosemidiammines,  Pt(NH3'NH3-R)R, 
,,      V.  Platomonodiammines,  Pt(NH3.NH3R)(NH2E). 


Group  II. — Platini-  or  Platin-comj)Ound8. 

Series      I.  Platinammines,  R2Pt(NH3ll)2. 

„      II.  Platinidiammines,  R2Pt(NH3*NH3Pt)2. 

„    III.  Platinisemidiammiues,  R2Pt(NH3-NH3ll)R. 

„     IV.  Platinimouodiammines,  R2Pt(NHg-NH3)R(NH3R). 

„       V.  Phitinitriammines,  R2Pt(NH3-Nll3-Nll3R)2. 
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Group  III. — Diplatinum  Compounds. 

Pt(NH3-NH,R) 
Series      T.  Diplatodiammine.s,  | 

P^NIIg-NHsR) 

IlPt(Nn3-NlJ3ll) 
Series     II.  Diplatosodiamuiines,         |  , 

Pt(NH3-NHaK) 
or  I 

R.^Pt(NH,^-NIl3R) 

RPt(NH3R).j 
Series  III.  Diplatinammines       | 

RPt(NH,R).2 

RPt(NH3-NH3H)o 
Series  IV.  Diplatinidiammines     | 

RPt(NH.,-NH3R).3 

Although  Cleve  entitles  his  memoir  "  On  Ammoniacal  Platinum 
Bases,"  its  subject-matter  really  comprehends  the  discussion  and 
systematic  arrangement  of  all  the  metalline  ammoniacal  bases  and 
their  salts  at  that  time  known,  and  must  have  involved  great  labour 
and  research  in  its  compilation. 

From  this  review  of  all  the  known  ammoniacal  compounds  of  the 
different  metals  Cleve  concluded :  — 

I.  The  highest  number  of  molecules  of  ammonia  which  occur 
united  together  in  ammoniacal  compounds  is  4.  Tetrammintu  of 
calcium,  strontium,  and  perhaps  of  cuprosum  are  as  yet  the  only  ones 
known. 

II.  Triammines  are  formed  by  calcium,  magnesium,  cobalt,  nickel, 
zinc,  cadmium,  silver,  rhodium  and  iridium. 

III.  Dianvmines  are  produced  by  most  metals. 

IV.  Consequently,  as  a  rule,  the  most  positive  metals  seem  to 
have  the  power  of  uniting  the  greatest  number  of  molecules  of 
ammonia,  but  more  negative  metals,  such  as  platinum,  form  the 
most  stable  ammoniacal  compounds.* 

During  some  portion  of  the  time  over  which  this  work  extended, 
Cleve  found  opportunity  to  gratify  his  inclination  towards  the 
study  of  natural  history.     Shortly  after  his  return  from  Paris  he 

*  The  prefi.xes  mono-,  di-,  &c.,  denote  the  number  of  NH3  groups  directly  united 
with  oue  another,  and  not  the  number  of  such  groups  in  direct  union  witli  the  Pt 
atom.  Tlius,  as  the  compounds  in  Series  III,  Group  II,  contain  (NlI^'Nlla)  or  one 
diamminc  chain,  they  are  called  semi-diammines  ;  and  as  those  in  Scries  IV,  Group 
II,  contain  one  diammine  and  one  monoammine  chain,  they  arc  termed  mono- 
diammincs. 
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was  enabled,  by  means  of  a  grant  from  the  Stockholm  Academy 
of  Sciences,  to  undertake  a  journey  to  the  West  Indies  with  a  view 
to  an  inquiry  into  the  geological  structure  of  the  Antilles,  the  results 
of  which  were  published  in  1871  in  English,  by  the  Swedish 
Academy. 

On  his  return  he  was  made  Adjunct  in  Chemistry  in  what  was 
then  known  as  the  Stockholm  Technological  Institute,  but  which 
has  now  developed  into  a  polytechnic  of  the  type  of  Charlottenburg 
or  Zurich.  Whilst  occupying  this  position  he  did  a  considerable 
amount  of  literary  work,  compiling  text-books  and  putting  together 
many  contributions  to  the  periodical  literature  of  the  time  on 
botanical  and  geological  subjects.  On  Svanberg's  retirement  he 
was  called  to  the  Chair  of  Chemistiy  in  Upsala,  where  he  remained 
until  the  age-limit  of  sixty-five  which  operates  in  Sweden  required 
him  to  resign  the  Px'ofessorship. 

Shortly  before  his  removal  from  the  Swedish  capital  to  Upsala, 
Cleve  turned  his  attention  to  the  study  of  the  rare  earths — a  branch 
of  chemical  inquiry  with  which  the  names  of  Scandinavian  investi- 
gators are  pre-eminently  associated.  As  is  well  known,  Sweden  has 
the  good  fortune  to  possess  an  uncommon  share  of  those  minerals 
which  are  characterised  by  containing  the  so-called  rare  earths — one 
small  locality  alone,  namely,  Ytterby,  not  far  from  Stockholm,  was 
famous  as  the  happy  hunting-ground  of  the  collector — and  the 
investigation  of  this  material  was  long  the  monopoly  of  Swedish 
chemists,  as  the  names  of  Gadolin,  Ekeberg,  Mosander,  Berzelius, 
Hisinger,  and  Bahr  testify.  The  greater  part  of  their  work  in  this 
special  depai-tment  of  mineral  chemistry  was  done  during  the  first 
third  of  the  nineteenth  century,  and  I'esulted  in  the  addition  of 
no  fewer  than  seven  substances  to  the  list  of  the  chemical  elements 
then  known,  namely,  yttrium,  cerium,  thorium,  lanthanum, 
didymium,  terbium,  and  erbium.  The  death  of  Berzelius  and  the 
consequent  disappearance  of  his  school,  together  with  the  extra- 
ordinary development  of  organic  chemistry,  due  mainly  to  Liebig  and 
his  associates  in  Germany,  and  to  Dumas,  Laurent  and  Gerhardt, 
and  others  in  France,  undoubtedly  checked  the  progress  of  inquiry 
in  the  special  field  which  the  Swedish  chemists  had  cultivated  with 
such  brilliant  success.  But  the  discovery  of  the  remarkable  absorp- 
tion spectrum  of  didymium  by  Gladstone,  and  of  that  of  erbium  by 
Bahr,  led  to  renewed  activity  in  rare-earth  chemistry,  and  the 
services  of  the  spectroscope  as  an  analytical  instrument  were  at  once 
brought  into  requisition  in  connection  with  this  department  of 
inorganic  chemistry. 

It  was  at,  this  juncture  that  Cleve  and  his  collaborator  Hoglund 
entered  the  field,  and  in  a  paper  published  in  1872  they  gave  the 
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lesnlts  of  an  inqxiiry  which  covered  much  the  same  ground  as  a 
prior  investigation  by  Bahr  and  Bunsen  on  the  gadolinite  earths. 

Incidentally,  however,  Cleve  and  Hoglund  prepared  a  large 
number  of  hitherto  undescribed  salts  of  yttrium  and  erbium,  both 
of  which  they  regarded  at  that  time  as  divalent  elements. 

The  publication  by  Mendeleeff  of  the  epoch-making  memoir  in 
which  he  first  made  known  the  great  generalisation  which  is  as- 
sociated with  his  name  resulted  in  further  attention  being  paid  to 
the  chemistry  of  the  rare  earths.  As  will  be  remembered, 
Mendeleeff  in  this  paper  discussed  the  position  of  certain  of  the  rare- 
earth  metals  in  the  periodic  system,  and  shoAved  that  all  the  known 
facts  rendered  it  in  the  highest  degree  probable  that  the  gieater 
number  of  these  elements  must  be  regarded  as  belonging  to  the 
third  group  of  his  scheme  of  classification.  Cleve  at  once  recognised 
that  the  systematic  study  of  this  group  of  elements  in  the  light  of 
Mendeleeff's  generalisation  would  constitute  one  of  the  strongest 
tests  of  its  validity.  He  repeated  and  extended  his  work  with 
Hoglund  on  the  compounds  of  yttrium  and  erbium,  and  then 
attacked  the  chemistry  of  the  elements  thorium,  lanthanum,  and 
didymium.  No  stronger  evidence  of  Cleve's  power  of  work 
could  be  adduced  than  is  shown  in  the  monograph  pubr 
lished  in  1874,  embodying  the  results  of  the  two  years"  labour,  on 
the  compounds  of  these  five  metals.  Concurrently  with  this  inquiry, 
J©lin,  under  Cleve's  direction,  took  up  the  study  of  the  salts  of 
cerium.  As  the  result  of  this  comprehensive  investigation,  Cleve 
established  that  thorium  is  certainly  a  quadrivalent  element,  whilst 
the  other  metals  constitute  a  natural  group  of  chemically  related 
bodies,  of  which  cerium  and  lanthanum,  on  the  one  hand,  and 
yttrium  and  erbium  on  the  other,  form  subgroups,  the  respective 
members  of  which  stand  in  close  relationship  to  each  other,  their 
compounds,  as  Mariguac  and  Topsoe  had  shown,  being  respectively 
isomorphous;  whereas  didymium  would  appear  to  occupy  an  inter- 
mediate position,  as  it  forms  salts  which  are  isomorphous  sometimes 
with  the  one  subgroup  and  sometimes  with  the  other.  If  we  assume 
with  Cleve  that  lanthanum  is  to  be  regarded  as  trivalent,  it  follows 
that  the  remaining  foiir  elements  are  also  trivalent,  a  conclu- 
sion which  Cleve  sought  to  establish  by  the  preparation  of  a  large 
number  of  typical  salts.  Cleve's  main  conclusions  were  not  uni- 
versally accepted  at  the  time  of  their  publication,  and  indeed  were 
freely  criticised  by  Delafontaine  and  by  Wyrouboff,  but  all  subse- 
quent inquiry  has  served  to  establish  their  validity,  and  the  position 
of  these  elements  in  the  schemes  of  classification  at  present  in  vogxxe 
is  practically  that  which  Cleve  indicated. 

Some   years  later,  and    mainly  in  consequence    of   the   work  of 
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Frericlis  and  Smith,  Cleve  was  induced  to  repeat  cei'tain  of  his 
observations  on  the  compounds  of  lanthanum  and  didymium.  He 
confirmed  his  results,  with,  however,  this  significant  difference,  that 
for  the  first  time  he  was  led  to  give  expression  to  his  doubt  as  to 
the  individuality  of  didymium  He  founded  this  surmise  mainly 
on  the  behaviour  of  didymium  oxide  on  heating,  the  change  in 
colour  suggesting  the  presence  of  another  element. 

How  well  founded  was  this  surmise  was  established  by  Auer  von 
Welsbach  in  1885  by  the  discovery  of  praseodymium. 

In  the  years  immediately  following  the  publication  of  Cleve's 
papers,  the  chemistry  of  the  rare-earth  metals  received  important 
extensions  by  the  discovery  of  ytterbium  by  Marignac  and  of 
scandium  by  Nilson.  Shortly  after  the  existence  of  the  latter 
element  was  made  known,  Cleve  was  enabled  to  prepare  a  number 
of  its  salts,  and  to  make  the  first  determinations  of  its  atomic 
weight,  with  the  result  of  proving  that  scandium  was  identical 
with  Mendeleeff's  ekaboron.  It  is  hardly  necessary  to  remind 
you  of  the  effect  on  the  chemical  world  of  this  discovery.  It  was  the 
second  instance  of  the  realisation  of  Mendeleeff's  prediction  as  to  the 
existence  of  hitherto  unknown  elements  the  properties  of  which  he 
had  been  able  to  forecast  by  the  aid  of  the  principles  he  first  clearly 
indicated.  The  realisation  of  these  predictions,  coming  so  soon 
after  the  promulgation  of  the  Periodic  Law,  did  more  to  secure  its 
general  acceptance  among  men  of  science  than  any  other  set  of  facts. 

Marignac's  discovery  of  ytterbium  in  what  was  generally  regarded 
as  a  homogeneous  earth  rendered  it  almost  certain  that  the  pro- 
perties up  to  that  time  associated  with  erbia  were  not  those  of 
an  individual  substance,  and  accordingly  Cleve  set  himself  to  prepare 
pure  erbia  with  a  view  to  an  accurate  study  of  its  characters  and  a 
redetermination  of  its  atomic  weight.  No  erbia  that  Cleve  could 
at  the  outset  obtain  furnished  constant  atomic  weight  values,  and 
he  concluded,  therefore,  that  Mosander's  erbia  was  even  a  more 
complicated  mixtvire  than  had  hitherto  been  surmised.  Thalen's 
investigation  of  the  spectroscopic  behaviour  of  the  several  fractions 
obtained  by  Cleve  showed  that  they  contained,  in  addition,  possibly, 
to  other  substances,  at  least  two  new  elements,  one  having  an 
atomic  weight  between  that  of  erbium  and  of  yttrium — that  is 
between  166  and  89,  and  the  other  having  an  atomic  weight  between 
those  of  erbium  and  ytterbium — that  is  between  166  and  173.  The 
former  Cleve  named  holmiti/m,  the  latter  he  called  thulium. 
Holmium  appears  from  its  spectroscopic  indications  to  be  identical 
with  Soret's  X.  It  is  still  doubtful,  however,  whether  holmia  and 
thulia  are  actually  simple  substances;  there  is  good  reason  to  believe, 
indeed,  that  Cleve's  holmia  is  in  reality  a  mixture  containing 
possibly  unknown  elements. 
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Unfortunately,  these  substances  are  present  in  the  gadolinite 
earths  in  extremely  small  quantity,  and  their  separation  is  both 
tedious  and  imperfect. 

Although  Cleve  was  unable  to  do  more  than  indicate  the  probable 
existence  of  these  new  elements  in  gadolinite,  he  eventually  suc- 
ceeded in  obtaining  pure  erbia,  and  the  atomic  weight  which  we  now 
associate  with  that  element  is  based  upon  his  determinations. 

The  discoveries  made  subsequent  to  1874  led  Cleve  to  undertake 
a  revision  of  his  determinations  of  the  atomic  weights  of  yttrixim, 
lanthanum  and  didymium.  As  I'egards  yttrium  and  lanthanum, 
the  repetition  resulted  in  comparatively  unimportant  changes;  in 
the  case  of  didymium  the  number  was  much  too  high,  owing  to  the 
presence  of  samarium,  prior  to  that  time  unknown.  The  number 
obtained  by  Cleve  on  repetition  was  142,  almost  the  arithmetic 
mean  of  the  atomic  weights  of  its  two  subsequently  discovered  com- 
ponents,  praseodymium,   140-5,  and  neodymium,   143-6. 

Cleve  next  studied  the  action  of  hydrogen  dioxide  upon  the  rare 
earths,  and  described  a  number  of  their  peroxides,  and  in  1883 
and  1885  he  published  important  papers  on  samarium  and  its  salts, 
and  gave  the  first  accurate  estimation  of  its  atomic  weight. 

These  constituted  his  last  contributions  to  this  department  of 
mineral  chemistry,  although  he  continued  to  the  end  to  take  an 
interest  in  its  further  development,  placing  the  stores  of  material 
which  he  had  accumulated  in  the  Upsala  laboratory  at  the  disposal 
of  such  of  his  students  as  were  willing  to  devote  themselves  to  its 
investigation,  and  who  were,  at  the  same  time,  capable  of  taking 
advantage  of  the  advice  and  counsel  which  his  own  ripe  experience 
enabled  him  to  give.  It  is  only  necessary  to  name  the  monographs 
on  praseodymium  by  Scheele,  on  ytterbium  by  Astrid  Cleve,  on 
gadolinium  by  Benedicks,  and  on  neodymium  by  Holmberg,  to  sho-w 
that  these  treasnres  have  been  turned  to  good  account. 

As  is  well  known  to  all  here,  the  rare  earths  have  acquired  an 
increased  importance  wathin  recent  times  owing  to  their  technical 
value  in  connection  with  artificial  illumination,  and  the  whole  world 
is  now  being  searched  for  new  sources  of  supply.  Even  now  un- 
dreamt-of amounts  of  certain  of  them  resulting  from  the  operations 
needed  to  extract  the  commercially  valuable  oxides  are  at  the  dis- 
posal of  investigators,  and  we  may  confidently  anticipate,  therefore, 
fresh  additions  to  knoAvledge  in  a  field  of  inquiry  Avhere  much  still 
I'cmains  to  be  done. 

Cleves  services  to  inorganic  chemistry,  and  especially  to  rare- 
earth  chemistry,  were  recognised  by  the  Royal  Society  in  1894  by 
the  award  to  him  of  the  Davy  Medal.  In  presenting  the  medal,  the 
President,  Lord  Kelvin,  said:  "This  field  of  inquiry  is  pre- 
eminently Scandinavian.    By  the  manner  in  which  he  has  cultivated 
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it,  Professor  Cleve  has  shown  himself  a  worthy  successor  of  such, 
forerunners  as  Gadoliu,  Berzelius  and  Mosander,  and  bv  sound  and 
patient  investigation  he  has  faithfully  upheld  the  traditions  insepar- 
ably associated  with  these  names.  All  chemists  are  agreed  that 
no  department  of  their  science  demands  greater  insight  or  more 
analytical  skill  than  this  particular  section.  Many  of  the  minerals 
which  furnish  the  starting  point  for  investigation  are  extremely 
rare,  and  the  amounts  of  the  several  earths  which  they  contain  are 
frequently  vei-y  small.  Moreover,  the  substances  themselves  are- 
most  difficult  of  isolation,  and  their  characters  are  so  nearly  allied 
that  the  greatest  care  and  judgment  are  required  in  order  to  de- 
termine their  individuality.  A  remarkable  example  of  Professor 
Cleve's  power  in  overcoming  these  difficulties  is  seen  in  his  masterly 
inquiry  into  the  affinities  and  relations  of  the  element  scandium, 
discovered  by  Nilson.  Thisj  one  of  the  rarest  of  the  metals,  is  found 
only  in  gadolinite  to  the  extent  of  0003  per  cent. ;  and  in  yttro- 
titanite  to  the  extent  of  about  0005  per  cent.  The  whole  amount 
of  the  material,  as  oxide,  at  Cleve's  disposal  was  only  about  1  gram, 
but  with  this  small  quantity  he  determined  the  atomic  weight  of 
the  element,  and  ascertained  the  characters  of  its  salts  with  such 
precisian  as  to  leave  no  doubt  of  the  identity  of  scandium  with 
the  element  Ekahor,  the  existence  of  which  was  predicted  by 
Mendeleeff,  in  the  memorable  paper  in  which  he  first  enunciated 
the  Law  of  Periodicity.  Cleves  research,  indeed,  constitutes  one 
of  the  most  brilliant  proofs  of  the  soundness  of  the  great  generalisa- 
tion which  science  owes  to  the  Russian  chemist. 

''  A  not  less  remarkable  instance  of  Cleve's  skill  as  a  worker  is 
seen  in  his  research  on  samarium  and  its  compounds,  which  he  com- 
municated, as  one  of  its  Honorary  Foreign  Fellows,  to  the  Chemical 
Society  of  London.  Tha  existence  of  samarium  was  inferred  inde- 
pendently by  Delafontaine  and  Lecoq  de  Boisbaudran,  but  we  owe 
to  Cleve  the  first  comprehensive  investigation  of  its  characters  and 
chemical  relations.  From  the  nature  of  its  compounds,  a  large 
number  of  v.^hich  were  first  prepared  and  quantitatively  analysed 
by  Cleve,  and  from  the  value  of  its  atomic  weight,  which  was  first 
definitely  established  by  him,  it  would  appear  that  samarium  most 
probably  fills  a  gap  in  the  eighth  group  of  Mendeleeffs  system.'' 

And  perhaps  I  may  be  pardoned  for  saying  that  there  is  no 
circumstance  in  my  official  connection  with  the  Royal  Society  which 
I  have  greater  pleasure  in  recalling  than  the  share  I  was  permitted 
to  take,  as  a  member  of  its  Council,  in  thus  testifying  to  the 
appreciation  which  all  British  chemists  feel  of  the  value  of  Cleve's 
services  to  their  science. 

Cleve's  name   is   associated   with  descriptive  mineralogy   in  con- 
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nection  with  a  mineral  first  made  known  by  Nordenskjold  in  1878, 
and  which  is  of  importance  from  its  relation  to  the  history  of 
argon  and  helium.  It  will  be  remembered  that  Hillebrand,  in  1890, 
announced  that  gaseous  nitrogen  was  a  constituent  of  cleveite. 
Shortly  after  the  discoveiy  of  argon,  Cleve  directed  his  pupil  Langlet 
to  make  a  further  investigation  of  the  gases  in  this  mineral.  The 
results  of  this  inquiry  were,  however,  anticipated  by  Ramsay,  who 
discovered  that  the  characteristic  gases  of  cleveite  were  helium  and 
argon.  Langlet  made  use  of  the  helium  thus  extracted  to  make 
the  first  accurate  determinations  of  its  atomic  weight,  and  obtained 
the  value  He  =  40  which  finds  its  place  in  our  tables. 

As  director  of  the  Upsala  laboratory,  then,  as  now,  the  most 
important  school  of  chemistry  in  Sweden,  Cleve  was  anxious  to 
secure  for  organic  chemistry  its  proper  position  in  the  scheme  of 
instruction  in  the  University.  Since  the  death  of  Berzelius,  Sweden 
had  mainly  won  her  laurels  in  the  fields  of  mineral  chemistry,  but 
no  teacher  in  Cleve's  position  could  be  unmindful  of  the  extra- 
ordinary development  of  the  chemistry  of  the  carbon  compounds 
which  had  resulted  from  the  activity  of  French  and  German 
workers,  or  oblivious  of  the  material  benefits  which  followed  from 
the  technical  applications  of  their  discoveries. 

It  was  incumbent  on  him,  therefore,  to  arrange  that  Upsala  should 
take  her  due  share  in  the  cultivation  of  this  great  and  rapidly 
extending  branch  of  inquiry.  Although  it  might  be  expected  that 
Cleve's  predilections  as  a  worker  would  be  to  continue  in  the  line 
of  investigation  with  which  he  had  been  associated  for  so  many 
years  past,  and  in  connection  with  which  he  had  accumulated  such 
rich  stores  of  material,  he  determined  to  embark  himself  upon  the 
great  ocean  of  organic  research  with  such  of  his  pupils  as  were 
disposed  to  accompany  him.  As  might  have  been  surmised,  he  was 
mainly  attracted  by  problems  of  isomerism  and  constitution,  and  he 
found  in  the  chemistry  of  naphthalene  ample  scope  for  the  exercise 
of  his  powers.  Cleve  began  by  attacking  the  constitution  of  the 
nitrosulphonic  acids.  This  he  and  Atterberg  sought  to  unravel 
by  converting  them  into  the  corresponding  dichloronaphthalenes 
by  the  methods  of  Carius,  Koninck  and  Marquardt.  This  field  of 
inquiry  occupied  the  Upsala  laboratory  for  about  eighteen  years. 
When  Cleve  entered  it  only  two  of  the  ten  possible  dichloronaph- 
thalenes were  known.  He  himself  prepared  six  of  the  isomerides, 
and  Atterberg  obtained  two  more  in  addition.  Only  those  who 
have  occupied  themselves  with  work  of  this  character  can  fully 
realise  how  tedious  and  time-consuming  it  is  owing  to  the  very 
slight  differences  in  physical  characters  which  certain  of  the  sub- 
stances possess. 

VOL.   LXXXIX.  4   s 
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The  nitrosulphonic  acids  prepared  by  Cleve  of  wliich  he  was 
able  to  determiue  the  constitution  were  the  1-5,  the  1-6,  1-3,  1-7,  1-8 
and  r4.  He  also  pi'epared  the  corresponding  amino-acids,  of  which 
the  16  and  1'7  are  of  special  importance  in  the  colour  industry, 
and  are  known  in  technology  as  Cleve's  naphthylaminesulpho-acids. 
Cleve  and  his  pupil  Arnell  also  prepared  and  studied  eight  of 
the  fourteen  possible  chlorouaplithalenesulphonic  acids,  namely,  the 
1-4,  2-6,  2-8,  1-5,  1-6,  1-3,  1-2  and  1-7  isomerides,  and  he  further  pre- 
pared many  of  the  nitro-compounds,  the  constitution  of  which  he 
determined  by  conversion  into  the  trichloronaphthalenes.  Other 
coadjutors  in  this  work  in  the  Upsala  laboratory  were  Jolin, 
Widman,  Ekstrand,  Forsling  and  Ekbom. 

In  awarding  the  Davy  Medal  Lord  Kelvin  also  made  allusion  to 
the  naphthalene  work,  and  to  the  manner  in  which  Cleve  had  thus 
gradually  brought  order  out  of  confusion,  adding  that:  "Within 
recent  years  a  score  of  workers  have  occupied  themselves  with  the 
same  field  of  research,  and  no  greater  proof  of  Cleve's  accuracy  and 
care  as  an  investigator  could  be  furnished  than  the  manner  in 
which  his  naphthalene  work — confessedly  one  of  the  most  intricate 
and  complicated  sections  of  the  chemistry  of  aromatic  compounds — 
has  stood  the  ordeal  of  revision." 

No  account  of  the  outcome  of  the  Upsala  laboratory  whilst  under 
Cleve's  direction  would  be  complete  without  some  allusion  to  the 
fact  that  it  was  during  that  period  and  in  that  place  that  Svante 
Arrhenius  acquired  his  knowledge  of  chemical  science.  The  cele- 
brated memoir  of  1884  in  which  Arrhenivis  first  promulgated  the 
theory  which  has  made  him  famous  was  his  Doctor-Dissertation  at 
Upsala. 

Cleve,  who,  I  have  good  grounds  for  stating,  greatly  appreciated 
his  honorary  membership  of  our  Society,  published  several  of  his 
contributions  to  the  literature  of  chemistry  in  our  Journals.  Among 
these  was  his  first  memoir  on  samarium,  which  appeared  in  our 
Transactions  in  1883.  He  also  published  a  short  note  in  our 
Proceedings,  in  1891,  on  the  formation  of  an  explosive  substance 
from  ether.  Lastly  I  may  remind  you  of  the  obligation  which  the 
Society  is  under  to  him  for  the  admirable  critical  estimate  of  the 
life-work  of  his  friend  Marignac  which  forms  the  memorial  lecture 
on  our  distinguished  Foreign  Member. 

Although  Cleve  continued  to  the  end  of  his  academic  career  to 
interest  himself  in  the  proper  work  of  his  chair,  reading  the 
periodical  literature  of  our  science  with  regularity,  and  studying  to 
keep  himself  informed  of  its  development,  towards  the  close  of 
his  life  he  became  more  and  more  absorbed  in  those  biological 
studies  to  which  he  had  never  ceased  to  be  attracted,  and  latterly 
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he  gave  himself  entirely  to  them.  Of  his  work  on  the  diatoms 
and  on  plankton — most  of  which  was  published  in  English — this 
is  not  the  place  to  speak,  even  if  I  were  competent  to  offer  any 
opinion  concerning  it.  That  it  should  have  secured  for  him  the 
honorax-y  membership  of  the  Royal  Microscopical  Society — a  dis- 
tinction which  he  prized  not  less  than  his  fellowship  in  our  Society — 
is  some  evidence  of  the  value  which  contemporary  workers  set  upon 
his  labours. 

When  the  time  for  his  retirement  from  the  Chair  at  Upsala 
arrived,  he  moved  to  Gothenburg  that  he  might  be  near  the  sea  and 
in  touch  with  the  hydrographic  station  at  Borno,  and  thus  pursue 
uninterruptedly  and  in  quietude  the  study  of  his  beloved  plankton. 
Of  a  sound  constitution  and  of  good  bodily  strength,  regular  and 
methodical  in  his  habits,  active  in  mind,  serene  in  temper,  and 
unimpaired  in  intellectual  vigour,  he  might  still  at  sixty-five 
look  forward  to  many  years  of  scientific  activity.  But  these  years 
were  not  to  be  his.  In  December  of  1904  he  was  suddenly  seized 
with  pleurisy.  His  heart  became  affected,  and  cardiac  asthma 
supervened.  In  the  spring  of  1905  he  was  somewhat  better  and 
journeyed  to  Upsala,  but  died  there,  within  three  weeks  of  his 
arrival,  on  the  18th  of  June,  1905. 

His  memory  will  be  cherished  by  those  who  had  the  privilege  of 
his  friendship  as  that  of  a  true  man,  vigorous  in  intellect,  rich  in 
mental  acquirement,  wide  in  sympathy  with  every  branch  of  natural 
science,  courteous  in  manner,  calm  and  unimpassioned  in  judg- 
ment, of  a  humour  ironical  at  times  and  even  mordant,  but  withal 
tolerant  and  large-hearted,  and  of  a  flexibility  of  opinion,  especially 
on  theoretical  questions,  which  was  often  disconcerting  to  his  friends. 
And  in  the  annals  of  science  his  name  will  continue  to  live  as  that 
of  one  who  followed  her  unselfishly  and  gave  unstintedly  to  her 
service  all  that  was  best  in  him. 
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CXXXII. — Labile   isomerism    among   Aeyl   Derivatives 

of  Salicylamide. 

By  James  McConnan  and  Arthur  Walsh  Titherley. 

The  benzoylation  of  salicylamide,  as  was  shown  by  one  of  the 
authors  (Trans.,  1905,  87,  1207),  may  give  rise  to  two  mono-benzoyl 
derivatives.  One  of  these,  0-benzoylsalicylamide  (m.  p.  144°), 
BzO'CgH^'CO'NHo,  is  labile  and  readily  passes  into  the  other,  a  stable 
compound  melting  at  208°  and  identical  with  the  product  obtained  by 
Gerhardt  and  Chiozza  (Ann.  Chim.  Phys.,  1856,46,  169;  Jahresber., 
1856,  502)  by  heating  benzoyl  chloride  and  salicylamide.  Owing 
to  the  anomalous  properties  of  this  compound  there  is  some 
doubt  as  to  its  constitution.  Titherley  and  Hicks  (Trans.,  1905, 
87,  1207)  showed  that  its  properties  were  not  consistent  with  the 
expected  i\^-benzoyl  formula,  OH'CgH^'CO'NH-Bz,  but  adduced 
evidence  showing  that  the  benzoyl  group  was  attached  to  the 
phenolic  oxygen  atom,  and  concluded  that  it  was  probably  an 
iminohydroxide  and  not  a  true  amide,  the  I'elation  between  the  two 
benzoyl  derivatives  being  represented  thus  : 

BzO-CgH^-CO-NHo  -^  BzO-CgH4-C(OH):NH. 
Labile,  m.  p.  144°.  Stable,  m.  p.  208°. 

Auwers  (Ber.,  1905,  38,  3256)  objected  to  this  hypothesis  and  regarded 
Gerhardt's  benzoylsalicylamide  (m.  p.  208°)  as  the  simple  iV-benzoyl 
derivative,  OH'CgH^'CO'NHBz,  and  this  view  was  also  held,  chiefly  on 
the  evidence  of  a  faint  ferric  chloride  reaction,  by  Einhorn  and  Schupp 
(Ber.,  1905,  38,  2793).  In  a  later  paper,  Einhorn  and  Haas  (Ber., 
1905,  38,  3627),  in  discussing  the  instability  of  salicylamide  carbonate, 
CO-NHg-CoH^-O-CO-O-O^H^-CO-NHg,  which  should  be  formed  by  the 
action  of  concentrated  sulphuric  acid  on  the  nitrile, 

CN-CoH^-O-CO-O-CeH^-CN, 
but   which   decomposes   into   salicylamide   and   carbonylsalicylamide, 
PO  'NTT 

^6^4*\r. nr\  '  ^^S^^^    ^^^^    rearrangement    as    further   evidence    in 

O     t/O 

support  of  Auwers'  view  that  Gerhardt's  compound  is  an  iV-benzoyl 

derivative.     Auwers'  theory  as  to  the  isomeric  change   observed   by 

Titherley  and  Hicks  involves  the  transport  of  a  benzoyl  group,  and  in 

support  of   this   view  he  quotes  his  work  on   the  acylation  of  ortho- 

hydroxy- aromatic  amines  of  the  type  i 

{Annalen,  1904,  332,    159).  in  which  he  has  shown  that  the  (9-acyl 
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derivatives,  owing  to  their  instability,  immediately  pass  into  the  iV^-acyl 
isomerides. 

As,  however,  the  properties  of  Gerhardt's  compound  do  not  entirely 
support  this  theory,  the  authors  have  further  investigated  the  substance, 
as  well  as  a  series  of  other  acyl  derivatives  of  salicylamide,  in  the  hope 
of  throwing  light  on  what  promisoil  to  be  an  interesting  problem.  The 
result  has  been  to  show  that  the  simple  lY-bonzoyl  formula  cannot  be 
accepted  and  that  acyl  salicylamides  in  general  exhibit  remarkable 
labile  isomerism.  It  has  been  clearly  demonstrated  that  Gei'hardt's 
benzoylsalicylamide  is  tautomeric  and  can  behave  as  if  the  benzoyl 
were  attached  to  both  iVand  0  ;  but  it  has  been  further  made  clear 
that  the  iminohydroxide  formula  of  Titherley  and  Hicks  is  no  longer 
tenable.  The  following  resume  of  the  more  characteristic  properties  of 
this  substance  illustrates  its  tautomeric  character. 

(1)  Properties  supporting/  the  'S -Benzoyl  Formula,  CgH^^j-w-rx 

— Gerhardt's  compound  is  soluble  in  sodium  or  ammonium  hydroxides 
and  forms  a  silver  salt.     The  latter  with  methyl  iodide  yields  a  methyl 

derivative  which  has  been  identified  as  OgH^<!^^.-.  ^  ,  since  the  same 

compound  (m.  p.  141°)  has  been  synthesised  by  the  pyridine-benzoyla- 
tion  of  0-methylsalicylamide.  With  diazomethane,  Gerhardt's  com- 
pound reacts  in  ethereal  solution  yielding  the  same  (9-methyl-iV-benzoyl 
salicylamide.  With  alcoholic  ferric  chloride  it  gives  a  red  coloration 
so  faint  as  to  have  been  overlooked  by  Titherley  and  Hicks. 

(2)  Properties  opposed  to  the  '^-Benzoyl  Formula,  OgH^<C[--wTT  . — 

It  is  not  affected,  as  was  shown  previously,  by  warming  with  aqueous 
ammonia.  The  authors  have  shown  that  secondary  amides  are  readily 
decomposed  by  this  treatment,  giving  primary  amides,*  thus  : 

R-CO-NH-CO-ir  +  NHg  — >  K-CO-NHg  +  R'-CO-NHa. 

Auwers  {Ber.,  1905,  38,  3256)  explains  the  stability  of  the  compound 
towards  ammonia  by  assuming  that  the  OH-group  exerts  an  inhibiting 
influence  :  (1)  owing  to  its  ortho-position  and  (2)  by  leading  to  salt 
formation  similar  to  that  which  E.  Fischer  {Ber.,  1898,  31,  3274)  has 
shown  binders  the  hydrolysis  of  certain  esters  and  amides  by  sodium 
hydroxide.  Although  this  argument  may  be  sound,  its  insutliciency  in 
reference  to  (1)  is  demonstrated  by  the  now  well-established  fact  that 

both  CgH,<^^^^^^^^  and  CgH4<^^*^-^^^^,  isolated   by  Titherley 

and  Hicks,  which  contain  heavier  ortho-groups,  are  rapidly  decomposed 

*  This  interesting  reaction  of  secondary  amides  is  under  investigation,  the 
results  of  which  will  be  communicated  later. 
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by  ammonia,  yielding  the  same  compound  (Gerhardt's  benzoylsalicyl- 

amide),  whilst  CgH^<C/-vr>  ^    is    not    affected    by  ammonia.      In 

reference  to  (2),  Fischer  did  not  show  that  salt  formation  completely 
prevents  hydrolysis.  Heated  in  a  sealed  tube  with  ammonia, 
Gerhardt's  compound  yields  salicylamide  and  benzoic  acid,  a  reaction 
which  is  inconsistent  with  the  i\^-beuzoyl  formula.     With  phosphorus 

oxychloride,    it  yields  benzoylsalicylnitrile,  CgH4<C.-^v>     (m.  p.  105°), 

as  has  been  shown  by  one  of  the  authors  (Proc,  1905,  21,  288). 

On   boiling   with    acetic   anhydride   it    yields    0-benzoyl-iV-acetyl 

salicylamide,   C^H^^^t?  (see  p.  1 324),  and  on  pyridine  benzoyla- 

tion  at  -  15°  it  yields  a  mixture  of  two  benzoyl  derivatives  (see  p.  1326). 
Perhaps,  however,  the  most  convincing  evidence  against  the  simple 
i\-benzoyl  formula  for  this  substance  is  to  be  found  in  a  comparison 
of  its  properties  with  those  of  ^-acetylsalicylamide, 

p  ^  ^CO-NHAc 

The  latter,  which  has  been  isolated  by  the  authors,  exhibits  quite  normal 
properties;  it  gives  an  intense  reddish-violet  ferric  chloride  reaction  ; 
it  gives  only  a  faint  yellow  colour  with  ammonia,  by  which  it  is 
rapidly  decomposed  ;  and,  unlike  Gerhardt's  compound,  it  possesses  the 
usual  solubility  relations  of  secondary  amides.  Moreover,  in  accord- 
ance with  its  true  phenolic  character,  it  gives  an  abnormal  molecular 
weight  by  the  cryoscopic  method,  whilst  Gerhardt's  compound  gives  a 
normal  result. 

Statement  of  Hypothesis. — To  account  for  the  conflicting  evidence  as 
to  the  constitution  of  Gerhardt's  benzoylsalicylamide  and  to  explain 
the  peculiar  relations  observed  among  the  acyl  salicylamides,  various 
hypotheses  have  been  considered  ;  of  these,  the  only  one  which  is  con- 
sistent throughout  is  that  of  cyclic  tautomerism,  in  which  the  alterna- 
tive tautomeric  forms  are  an  open  chain  and  a  ring.  Gerhardt's 
compound  by  this  hypothesis  may  be  represented  as  the  ring  deriv- 

CO-NH^  ^,  ^aH,       ,   ,  .    ,        , 
ative,    •  r\^'-'\/-iTT    '  ^^^  ^^^^  formula  was  tentatively  suggested 

Cgrl^~0  OH. 

by  Titherley  and  Hicks  {loc.  cit.,  p.  1211),  but  rejected  for  want  of 
evidence.  With  a  mass  of  accumulated  observations  now  in  hand, 
the  ring  hypothesis  has  been  adopted,  since  it  furnishes  a  satisfactory 
explanation  of  the  apparently  contradictory  features  of  this  investiga- 
tion. 

Assuming  in  the  labile  0-acyl  salicylamides  that  the  CO  of  the  acyl 
group  engages  with  the  hydrogen  of  the  CO'NHj  group  in  close 
proximity,     forming     a    cyclic    hydroxy-derivative    which    may    be 
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tautomeric,  a  compound  results  which,  if  stable,  remains  as  such  (B), 
or,  if  unstable,  may  undergo  one  of  two  changes  :  (1)  the  hydroxyl  H 
may  wander  back  to  the  nitrogen  atom  (giving  A),  or  (2)  may  wander 
to  the  phenolic  oxygen  atom  (giving  rise  to  C).  With  a  perfectly 
reversible  system  the  scheme  is  thus  : 

C0\  ^^ 

/CO'R  ^— 

-0-/ 

.CO. 

\nh-co-r 

OH 

(C.) 

Varying  grades  of  stability  of  the  types  A,  B,  and  C  might  be 
expected  according  to  the  nature  of  R,  and  according  to  whether  the 
residual  hydrogen  of  the  NH  group  is  further  substituted.  Taking  the 
mono-benzoylsalicylamides  as  concrete  examples,  form  A  exists  as  a 
labile  compound,  Bz'O'CgH^'CO'NHg  (m.  p.  144°),  which,  stable  at 
15°,  passes  on  heating  or  in  ionising  solvents  extremely  easily  into  B 
or  C,  forming  the  stable  derivative  (Gerhardt's  compound,  m.  p. 
208°),  which  is  tautomeric  and  may  equally  well  possess    the  open 

chain,  C^H^'^^tt  **    ''>  or  closed  chain  formula, 

Only  on  this  assumption  can  its  peculiar  behaviour  be  satisfactorily 
accounted  for.  Conversely,  all  attempts  to  prepare  iV-benzoylsalicyl- 
amide  by  the  recognised  methods  of  amide  acylation  (Titherley,  Trans., 
1904,  85,  1673)  lead  to  the  production  of  Gerhardt's  compound 
{B  ^zl  C).  Lastly,  the  authors  have  shown  that  this  compound  is 
stable  only  in  a  relative  sense,  and  on  heating  with  glacial  acetic  acid 
may  be  converted  largely  into  the  so-called  labile  0-benzoylsalicylamide 
{A).  This  change  is  difficult  to  reconcile  with  Auwers'  hypothesis, 
which  assumes  a  simple  wandering  of  the  benzoyl  group  from  0  to  iV^. 
It  is  evident  that  such  a  scheme  of  reversible  change,  involving 
ring  production  in  one  of  the  tautomeric  forms,  is  analogous  to  the 
so-called  lactone  tautomerism  which  is  shown  by  certain  di-aldehydes 
(for  example,  succinaldehyde  and  phthalaklehyde)  or  y-aldehydic  and 
y-ketonic  acids ;  and  the  analogy  is  sufficiently  complete,  implying  the 
engagement  between  a  CO  group  and  a  mobile  hydrogen  atom,  to 
render  the  change  a  likely  one.     The  ring  form  contains  the  metox- 
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•     C 


azine  skeleton  ^1        U    as  a  derivative  of  benzometoxazone,  and  on 

\/^ 
0 

this  account  the  authors  propose  to  name  this  new  kind  of  change 

"  meloxazone  taiitomerism." 

A  rearrangement  somewhat  analogous   to   this  has   already  been 

observed  by  Cebrian  (£er.,  1898,31,  1592),  who,  in  condensing  salicyl- 

aldeliyde  with  primary  amides  in  presence  of  sodium  acetate,  obtained 

products  which  were  evidently  cyclic,  and  which  he  named  "  cumar- 

azines,"  thus ; 

Cebrian's  cumarazines,  which  are  apparently  stable,  contain  the 
same  metoxazine  skeleton  as  the  cyclic  tautomeric  forms  of  the 
authors'  acyl  salicylamides  (phenylhydi'oxybenzometoxazoues). 

If  the  simple  theory  of  acyl-wandering,  by  which  Auwers  explains  the 
conversion  of  the  labile  benzoylsalicylamide  into  its  stable  isomeride, 
be  accepted,  it  would  be  necessary  to  assume,  in  the  acyl  salicylamides 
now  known,  an  unpx-ecedented  mobility  of  acyl  groups,  as  will  be 
shown ;  whilst  a  cyclic  mechanism  avoids  this  difficulty,  and  also 
explains  why  the  labile  phenomena  are  restricted  to  acyl  derivatives 
of  salicylamide,  the  alkyl  derivatives  of  the  latter  showing  no  such 
tendency  to  change. 

The  following  brief  statements  of  the  relationships  observed  in  the 
present  investigation  will  serve  to  illustrate  the  perplexing  nature  of 
the  problem  and  support  the  theory  as  to  metoxazone  tautomerisra. 

0-Acetylsalicylamide,  AcO-CgH^-CO-NHg  (m.  p.   138°),  is  obtained 

by  the  pyridine-acetylation  of  salicylamide  at  —  15°,  and  its  structure 

follows  from  its  chemical  properties  as  well  as  from  the  fact  that  it 

may  also  be  synthesised  by  the  action  of  ammonia  gas  on  0-acetyl 

salicyl    chloride,    AcO'CgH^'CO'Cl.      On     treatment    with    aqueous 

ammonia,  or  on  heating  or  standing  in  pyridine  solution  at  15°,  it  is 

readily   transformed    into   an    isomeride   melting   at    147°,   a   change 

analogous  to  the  rearrangement  of    0-benzojlsalicylamide  ;   but    the 

isomeride  has  markedly  different  properties  from  Gerhardt's  compound, 

and  behaves  as  the  true  iV^-acetylsalicylamide,    OH'CgH^'C.O'NHAc. 

CO'NH  C  Hr 

It  is  evident  that  the  ring  formula    i  r^^'^rvur  '*  ^^  niore  stablo 

OgM^  \j  OM 

CO-NR    ^..CIL       ^.  ,  ^,      .         ,.  ,  1       , 

tlian    '  TT  _r  -^*-''\nu  '   ^^"'^"    apparently    immediately    changes    to 
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iV-acetylsalicylamide.  Tiie  latter  compound  (not  0-acetylsalicyl- 
amide)  is  also  obtained  by  the  direct  action  of  acetyl  chloride  on 
salicylamide  (through  an  intermediate  chloro-derivative,  which  is  sub- 
sequently decomposed  by  water).  This  method  of  formation,  involving 
rearrangement,  is  parallel  to  Gerhardt  and  Chiozza's  synthesis  {loc. 
cit.)  of  the  stable  benzoylsalicylamide. 

When  iV-acetylsalicylamide  is  benzoylated  at  low  temperatui'es  by 
benzoic    anhydride    or    benzoyl    chloride    in    pyridine,    it    gives    with 

extreme    ease    an    exceedingly   labile   derivative,    CgH^\^T> 

(m.  p.  95°),  originally  obtained  by  Titherley  and  Hicks  (loc.  cit.)  from 
0-benzoylsalicylamide,  and  the  same  compound  is  produced  with 
difficulty  by  the  pyridine  benzoylation  of  0-acetylsalicylamide 
(evidently  rearranged  before  benzoylation).  The  diffei'ence  in  the 
ease  of  benzoylation  is  in  conformity  with  the  above  deductions  as  to 
the  constitution  of  the  two  acetylsalicylamides. 

The  constitution  of  the  labile  compound  melting  at  96°  follows  from 
the  abov^e  easy  synthesis,  and  is  confirmed  by  a  method  involving 
treatment  with  cold  concentrated  sulphuric  acid  and  exposure  to 
atmospheric  moisture.  This  process  differentiates  between  0-acyl 
and  xV-acyl  derivatives,  inasmuch  as  the  former  are  completely 
hydrolysed  and  the  latter  not  affected  ;  and  it  has  been  shown,  for 
instance,  that  whilst  phenyl  benzoate  or  acetate  or  salol  are  in  this 
way  hydrolysed,  dibenzamide  and  acetylbenzamide  arc  not.  The 
method  has  been  extensively  used  by  the  authors  as  a  means  of 
locating  an  acyl  group.  As  the  compound  m.  p.  96°  on  this  treat- 
ment yields  only  i\^-acetvlsalicylamide  m.  p.  147°,  its  constitution 
as  0-benzoyl-iV-acetylsalicylamide  follows.  When  this  compound  is 
heated,  it  is  converted  into  a  somewhat  more  stable  isomeride  melting 
at  106°,  and  in  many  cases  the  latter  accompanies  the  other  in  its 
synthetic  production  unless  great  care  is  exercised.  The  relations 
between  the  two  isomerides  are  of  a  remarkably  labile  character  and 
perfectly  reversible.  The  isomeride  m.  p.  106°  is  completely  converted 
into  that  melting  at  96°  by  warming  with  acetic  anhydride.  Eanh 
can  be  crystallised  unaltered  from  dilute  solution  in  hot  light  petroleum. 
But  if  the  compound  of  m.  p.  96°  is  dissolved  in  an  excess  of  boiling 
light  petroleum  and  cooled  so  as  to  form  a  supersaturated  solution,  the 
isomeride  of  m.  p.  106°  separates  as  opaque,  voluminous,  warty  masses 
on  nucleating  the  solution  with  a  small  portion  of  this  substance. 
Conversely,  from  a  cold  supersaturated  solution  of  the  compound 
m.  p.  106°,  the  isomeride  m.  p.  96°  separates  as  very  long  needles 
on  nucleating  the  solution  with  a  small  quantity  of  the  substance, 
provided  that  the  supersaturation  is  not  too  great.  Under  less  care- 
fully regulated  conditions  of  concentration,  the  compound  m.  p.  96° 
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on  crystallisation  from  hot  light  petroleum  may,  through  partial  or 
complete  rearrangement,  give  rise  to  a  mixture  of  the  two  isomerides 
or  wholl}'  that  melting  at  106°, 

It  is  evident  that  either  compound  in  light  petroleum  solution  tends 
to  change  slowly  towards  an  equilibrium  mixture,  from  which  it  is 
possible  to  separate  wholly  one  constituent  or  the  other  by  nucleating 
a  supersaturated  solution  of  such  a  concentration  that  the  crystallisa- 
tion is  slow  enough  to  enable  the  disturbed  equilibrium  to  adjust 
itself  continually.  That  these  two  substances  are  not  merely  physical 
isomerides  is  rendered  exti'emely  probable  by  the  following :  (1)  the 
persistence  of  each  in  crystallising  unchanged  from  hot  dilute  light 
petroleum  solution ;  (2)  the  capacity  of  both  to  crystallise  together 
from  the  same  solution  and  subsequently  to  persist  unchanged  in 
contact  with  the  mother  liquor.  On  the  other  hand,  within  the 
limits  of  experimental  error  the  solubility  of  these  two  substances  in 
light  petroleum  is  apparently  identical,  and  it  is  desirable  that  tbe 
relations  between  them  should  be  further  studied  from  a  physico- 
chemical  standpoint. 

The  chemical  properties  of  the  two  isomerides,  so  far  as  has  been 
ascertained,  are  identical.  Both  yield  iV-acetylsalicylamide  with  cold 
sulphuric  acid,  and  it  is  quite  evident  that  there  is  no  exchange  of 
acyl  groups,  such  as  Auwers'  theory  would  necessitate,  in  the 
isomerisation.  Neither  compound  gives  a  ferric  chloride  reaction. 
On  the  authors'  hypothesis,  the  relation  between  these  two  isomerides 
is  at  once  intelligible,  the  compound  having  the  higher  m.  p.  being  the 
ring  derivative  : 

CO-NHAc     _^    CO-NAc^  ^  ^CgHg 


M.  p.  96°.  M.  p.  106° 


Owing  to  the  extremely  easy  reversibility  of  the  isomeric  change, 
though  labile  isomerides,  these  two  substances  virtually  form  one 
tautomeric  substance ;  and  had  it  not  been  for  the  very  pronounced 
difference  in  physical  appearance  between  them  it  is  probable  that  the 
more  unstable  isomeride  would  have  escaped  observation. 

When  Gerhardt's  benzoylsalicylamide 

(^CeH,<Qjj  <~    4h,-0>^<0H   ) 

is  acetylated  it  yields  apparently  contradictory  results  : 

(rt)  Boiled    with    acetic    anhydride    it    gives     0-benzoyl-iV^-acetyl 

salicylamide  (m.  p.  96°). 

(6)  With  acetyl  chloride  and  pyridine  at  the  ordinary  temperature  it 

gives  a  mixture  of  the  isomerides  melting  at  96°  and  106°  respectively. 
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(c)   With  acetyl  chloride  or  acetic  anhydride  and  pyridine  at    -  15°, 

it  gives  an  85  per  cent,  yield  of  an  acetyl  derivative,  melting  at  124°, 

which  by  its  properties  and   from  the  fact  that  with  concentrated 

sulphuric  acid  it  gives  Gerhardt's  compound  and   acetic  acid,   must   be 

regarded  as  0-acetyl-xV-benzoylsalicylamide, 

n  jj  ^CO-NHBz 
^H  4^0  Ac 

The  contradiction  involved  in  these  results  and  the  fact  that  no  less 
than  three  acetyl  derivatives  may  be  obtained  from  Gerhardt's  com- 
pound is  in  accord  with  its  tautomeric  character.  In  regard  to  (a), 
which  at  first  sight  appears  to  point  to  an  0-benzoyl  formula  for 
the  compound,  it  is  clear  that  during  heating  with  acetic  anhydride 
(as  with  acetic  acid — see  before)  it  undergoes  rearrangement  to  0- 
benzoylsalicylamide,  which  is  then  acetylated  (as  was  shown  by 
Titherley  and  Hicks,  giving  0-benzoyl-iV^-acetylsalicylamide,  m.  p.  96°  ; 
loc.  cit.).  In  regard  to  (h),  which  also  appears  to  support  an  0-benzoyI 
formula  for  Gerhardt's  compound,  it  has  been  found  that  0-acetyl 
iV^-benzoyl  salicylamide  (the  product  of  c)  changes  on  standing  in 
pyridine  to  a  mixture  of  the  isomerides  melting  at  96°  and  106°; 
hence  the  latter  must  be  regarded  as  indirect  (rearranged)  products  of 
acetylation.  The  substance  obtained  by  method  (c),  O-acetyl-iV-benzoyl 
salicylamide,  must  therefore    be   regarded    as    the   direct  product   of 

acetylation,  which  thus  points  to  the  formula  CjjH4<C,-^tt  for 

Gerhardt's  compound.     The  relations  observed  may  be  expressed  in  the 
scheme : 

f  TT  ^CO-NHRz  _  CO-NH^       C.Hs     '^<=''tic  acid  ^CO'NH 


v_ 


C,H,-0  ^OH        oranhydr 

0         4 


Pj-M-d, 


irto 


^cctv, 


at  75= 


y'nt. 


io^ 


2 

r 

M.  p.  144°. 

acetic  anhydride 
at  138° 


^' 


r,  ^   ^CO-NHBz  P-vrid^°  CQ-NAc-^        C,H,  pyridine  /^CO-NHAc 

M.  p.  124°.  JI-  p.  106°.  M.  p.  9G°. 

The  0-acetyl  derivative,    i        ^  q^   *^0A  ^^ 

0      4 

Gerhardt's  compound  could  not  be  isolated. 

The  rearrangement  of  0-acetyl-iV-benzoyl  salicylamide  (m.  p.  124°) 
mentioned  above  must,  on  the  authors'  hypothesis,  take  place  in  the 
following  manner : 


1326  McCONNAN   AND   TITHERLEY  :   LABILE   ISOMERISM 

,CO-NH-CO-C„H, 


-CO.N(-CO.C,H,)  CH3 

M.  ]i.  1'24°.  Unknown  unstable  form. 


,C0-^  _  ^CO-CH 


C,,H,<nTr^N<^-..nxl      "^    C,H,< 


-OH        ^CO-CgH, 


,CO-N-CO-CH, 


I 


-0-C(OH)-C,H, 
Unknown  unstable  form.  M.  p.   106°. 

All  three  acetyl  derivatives  (m.  p.  x-espectively  96°,  106°,  and  124°) 
are  rapidly  and  completely  decomposed  by  aqueous  sodium  or 
ammonium  hydroxide,  giving  the  characteristic  yellow  salts  t)f 
Gerhardt's  compound.  It  is  obvious  that  the  hydrolysis  is  accompanied 
by  rearrangement  in  at  least  two  of  the  compounds.  The  rearrang- 
ing influence  of  alkali  in  this  group  of  derivatives  is  very  marked,  and 
in  this  respect  it  differs  from  concentrated  sulphuric  acid,  which 
effects  preferential  hydrolysis  of  the  acyl,  whether  acetyl  or  benzoyl, 
attached  to  0.  Alkali  invariably  eliminates  acetyl  whether  attached 
to  0  or  iV, 

The  behaviour  of  Gerhardt's  compound  on  benzoylation,  as  on 
acetylation,  depends  on  conditions.  On  wet  benzoylation  or  pyridine 
benzoylation,  as  was  shown  by  Titherley  and  Hicks  (loc.  cit.),   0-N-dii- 

benzoylsalicylamide,  CgH^^C^^  r.  (m.  p.  128°),  results.     But  by 

benzoylation  at  — 15°  in  presence  of  pyridine,  in  addition  to  this 
compound  there  is  formed  an  isomeride,  m.  p.  160°,  which  gives  no 
ferric  chloride  reaction  and  is  insoluble  in  caustic  soda  and  only  very 
slowly  hydrolysed  by  this  reagent.  On  the  authors'  hypothesis,  this 
isomeride  is  the  0-benzoyl  derivative  of  the  cyclic  form  of  Gerhardt's 

PO'T^H  P  H 

compound,     namely,     i  r^/*^*\^  r.  ^-     "^^^^  other  pos.sibility,  that 

CgH^'O  Ooz 

it      is      CgH^<C.  ,^         ■-,    is    inconsistent    with    its    properties,  and 

the  only   remaining   possibility,   that  it  might  be 


CO-NBz^  ^.  ^C«H 


I 


>C< 


'■.5 


C,H -0^    ^OH    ' 
is  disproved  by  the  fact  that  it  does  not  apparently  allow  itself  to   be 
benzoylated  in  presence  of  pyridine. 

The  relation  between  the  benzoyl  derivatives  which  have  now  been 
isolated  from  salicylamide  as  starting  point  are  presented,  according  to 
the  authors'  view,  in  the  scheme  : 


i 
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iM.  p.  UA".  y 

'  M.  p.  '208'. 

pyridine  ^  „ 

bcnzoylation  ^^  ^^  pyridine  bcuiwyUtio^^        ^^'dine  be„, 


at  -J50 


CO-NHBz  CO-NH^    ^c  H 


rt  XT  ^^'-'  ^^  "J^z  UU'lMl^       ^ 


fi"5 


M.  p.  128"  "      ^M.  p.  100° 


''««6e. 


'''°-''^«o« 


-CO-NBz, 
-OBz 

M.  p.  1SS°, 


The  scheme  lacks  the  compounds 

(a)  C,H,<^jj         2  and  (6)  J  H,-0>^<ok   * 

o       4 

Attempts  to  prepare  these  compounds  have  failed,  and  it  appears 
doubtful  whether  they  are  capable  of  existence  in  a  definite  stable 
form. 

In  reference  to  (a),  iV-iV-dibenzoylsalicylamide,  attempts  were  made 
to  obtain  it  by  the  action  of  cold  sulphuric  acid  on  tribenzoyl 
salicylamide,  thus  : 

Tribenzoylsalicylamide,  however,  loses  two  benzoyl  groups  by  this 
treatment,  yielding  Gerhardt's  compound.  There  can  be  no  doubt 
that  the  first  action  of  the  sulphui'ic  acid  is  to  eliminate  the  0-benzoyl 
group,  and  the  abnormal  separation  of  a  second  benzoyl  group  is  in 
striking  contrast  to  the  complete  stability  of  tribenzamide,  dibenzamide, 
and  acetylbenzamide  towards  concentrated  sulphuric  acid.  The  action 
is  significant  in  pointing  to  a  close  relation  which  manifestly  exists 
between  the  ortho-hydroxy-  and  iV-benzoyl  groups.     The  open  chain 

compound    CgH^<^.^TT         '^,     formed    as    an    intermediate     product, 


-OH 


evidently  at   once  closes  to  the  isomeric  ring,     '        O'^   "^nTT    ' 

6      4 

which    in    its   turn   opens   and    becomes    0-iV^-dibenzoylsalicylamide, 

C,,H^<^^p.  ^,  the  latter  then  undergoing  normal  hydrolysis.     The 

extremely  easy  conversion  of  tribenzoylsalicylamide  into  Gerhardt's 
compound  in  this  manner  is  quite  inexplicable  on  any  other  hypothesis 
(except,  of  course,  that  of  free  wandering  of  benzoyl  groups)  when  it 
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is  remembered  that  this  tribenzoyl  derivative  is  quite  stable  towards 
alkali,  and  that  tribenzimide  resists  even  the  action  of  boiling 
concentrated  sulphuric  acid. 

Another  striking  feature  which  displays  the  close  relation  between 
the  ortho- hydroxy-  and  iV-acyl  positions  is  the  result  of  wet  benzoylation 
of  salicylamide,  which  successively  gives  (1)  the  monobenzoyl  derivative, 
m.  p.  144°;  (2)  Gerhardt's  compound  (by  isomerisation) ;  (3)  the 
dibenzoyl  derivative,  m.  p.  128°,  and  finally,  as  Einhorn  {loc.  cit.)  has 
shown,  (4)  the  tribenzoyl  derivative,  m.  p.  188°.  That  is,  all  three 
available  hydrogen  atoms  of  salicylamide  can  be  substituted  by  benzoyl 
on  wet  benzoylation.  With  benzamide,  on  the  other  hand,  it  is 
impossible  to  introduce  even  one  benzoyl  group  in  this  way,  and  the 
quite  unexpected  result  in  the  case  of  salicylamide  can  only  be 
explained  satisfactorily  by  assuming  that  owing  to  continual  iso- 
merisation there  is  always  an  OH  group  available  which  is  benzoylated 
on  the  usual  Schotten-Baumann  lines,  thus  : 

P,  TT  ^CO'NHg                           n  TT  ^/CO'NHt,           rearrangement 
^e^i'^OH  ~^         ^e^4*^0Bz       " -> 

CO'NH^  ^^CgHg     rearrangement      r*  tt  ^^CO'NHBz 

aH,-o>^<oH         -^        ^«"^<0H  ^-^ 

0        4 

CO-NHBz          rearrangement  9^'NBz.  CcH^ 

^«^^<OBz -^         C,H-0>^<OH 


CO-NBzo  .  r.  Tx  ^C0-NB2, 


rearrangement  q  tt  ^^'^  iM  JJZg  ^  C  H  <^ 


OB 


■■2 


z 


1  /,x   co-NBz^^  .an, 

In    respect    to    the    unknown    compound    (6),     '        _r\y^^'^rYa    » 

attempts  were  made  to  obtain  it  by  rearrangement,  on  heating,  of 
O-^y-dibenzoylsalicylamide,  but,  although  evidence  of  some  change 
was  indicated  by  Titherley  and  Hicks,  the  authors  have  not  been  able 
definitely  to  isolate  the  ring  isomeride. 

Contrasting  the  rearrangement  tendencies  of  the  three  substances  : 

(1;  CgH4<Qg^       2,     (2)  CgH4<^^^  ,    (3)  C.H^^^g^ 

(1)  rearranges  to  a  very  stable  ring  derivative  (m.  p.  208°),  tautomeric 
with  the  open  chain  A^-benzoyl  derivative ;  (2)  rearranges  extremely 
easily  to  the  ring  isomeride  (m.  p.  106°),  which,  however,  is  unstable 
and  readily  reverts  back  to  the  original  substance ;  whilst  (3)  on  melt- 
ing evidently  rearranges  to  an  equilibrium  mixture  of  the  original 
and  ring  isomeride,  but  the  latter  is  apparently  not  capable  of  isolation 
owing  to  the  extreme  ease  with  which  it  reverts  to  the  original  com- 
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pound.  From  these  observations  it  would  appear  that  an  acyl  group 
attaclied  to  nitrogen  renders  the  ring  structure  unstable.  Moreover, 
when  no  acyl  group  is  attached  to  nitrogen  the  ring  has  a  tendency 
towards  disruption,  with  formation  of  the  iV-acyl  phenolic  derivative, 
thus  : 

CO-NH  C,H,  CO-NHBz 

whilst  when  an  acyl  group  is  attached  to  nitrogen  there  is  no  tendency 
whatever  to  phenolic  formation,  fts  evidenced  by  the  fact  that 

CO-NAc.   ^,    X'eHj  ^    ^,  „     X'O-NHAc       ,       , 

0         "i 

In  general  i\^-iV-diacyl  salicylamides  appear  to  be  too  unstable  to 
exist. 

The  compound  CgH^<C^  .  ^  shows  a  less  tendency  to  rearrange 

than    does   the   isomeride  CqH^<^^P.  ,    and  the  ring  isomeride 

corresponding  to  the  former,  i        n^^   \r»TT  '         ^  '^  isolated. 

Apparently  such  methyl  hydroxymetoxazone  derivatives  are  less  stable 

than  the  corresponding  phenyl  compounds,  and  this  is  emphasised  in 

the  contrast  between  the  properties  of  the  rearrangement  products 

(m.  p.  147°  and  208°  respectively)  of  O-acetyl-  and  O-benzoylsalicyl- 

amide.     Evidence  has  been  adduced  to  show  that  whilst  the  product 

melting  at  147°  is  a  true  phenol,  that  melting  at  208°  is  not,  and  it  is 

•r    .    ,    .    ,     •  ,.         .       .  CO-NH^^^CHs     ,    .     , 

manitest  that  the  intermediate  ring  form,   i  rv^^  \r\TT  '  derived 

CyH^— O  OH. 

from  0-acetylsalicylamide,  is  very  unstable  and  at  once  rearranges  to 

iT-acetylsalicylamide. 

Similarly,  the  compound  CgH^<^p.  .  ,  on  rearrangement  with 

pyridine,  owing  to  the  instability  of  the  intermediate  methyl  hydroxy- 
metoxazone, gives  the  mixture  of  isomerides  melting  at  96°  and  106° 
according  to  the  mechanism  given  on  p.  1326,  a  transformation  which 
virtually  amounts  to  a  complete  exchange  of  acyl  groups. 
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Summary  of  Conclusions. 

(1)  O-Acyl  salicylamides,  C,;H4<CQ.noR^'  ^^'®  ""stable  and  show  a 

tendency  to  rearrange,  givins;  a  cyclic  derivative,   i  >C<:^ 

which  may  further  rearrange  to  the  i\^-acyl  salicylamides, 

n  tr  ^CO-NH-COR 

W"  4^011 

(2)  iV-AcyJ  salicylamides,  CgH4<CQjj  ,  are  also  more  or 
less  unstable  and  show  a  tendency  to  rearrange  forming  the  same  ring 
derivative,  i          rC^^'^r\-a '  """"icn  in  its  turn  may  open  out  giving 

the  0-acyl  salicylamides. 

The  stability  of  the  intermediate  ring  form  is  less  when  R  =  methyl 
than  when  R  =  phenyl,  and  is  less  when  the  residual  hydrogen  of  the 
nitrogen  atom  is  replaced  by  an  acyl  group. 

(3)  Owing  to  the  reversibility  of  these  isomeric  changes,  acyl  salicyl- 
amides in  general  are  more  or  less  labile  substances  and  may  undergo 
change  on  heating  or  dissolving  in  ionising  solvents  and  sometimes 
even  in  non-ionising  solvents  like  benzene  and  light  petroleum.  Among 
benzoyl  derivatives,  heating  with  glacial  acetic  acid  favours  the  open 
chain  formula  with  the  benzoyl  group  attached  to  oxygen.  Alkaline 
media  also  favour  the  open  chain  formula,  but  with  the  benzoyl  group 
attached  to  nitrogen  (and  if  a  second  acyl  group  is  present  it  is 
eliminated).  The  phenomena  are  grouped  under  the  title  "  metoxazone 
tautomerism." 

(5)  The  possibility  of  individual  existence  of  an  iV-acyl  salicylamide, 

CgH^^^Tj  ,  appears  to  depend  on  the  nature  of  the  acyl  group. 

Thus,  whilst  i\^-acetylsalicylamide  is  stable,  A^-benzoylsalicylamide 
apparently  exists  only  in  the  form  of  salts  and  derivatives,  the  free 
substance  being  tautomeric  and  behaving  substantially  as  the  cyclic 

CO-NH^  ^  ^CH 

1  ^  -  ^  <. 

(6)  iV-iV-Diacyl  salicylamides,  Q^ll^<^..^    ^  ''^,  are  apparently 

too  unstable  to  exist,  the  tendency  to  rearrange  being  so  great  as  to 

1     IX      u     •  •     ,    •       •       CO-N(CO-RL    ^,/R  ^.  ,    .     ., 

lead  to  the  ;someric  derivative,    '  rC^^\r\W  w^^'ch  in  its 

L/qH^ O  uJH 

^      ,  ,    .     .,  ^  /CO-NH-CO-R 

turn  may  rearrange  to  the  open  chain  ^c^^'^o-rO-R 


derivative,  T"-^>C<^»jj=, 
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Experimental. 
Preparation  of  0-  Benzoyhalicylaviide. 

In  addition  to  the  method  described  by  Titherley  and  Hicks  {loc.  cit.), 
this  compound  may  be  prepared  (a)  by  low  temperature  pyridine- 
benzoylation  of  salicylamide,  (b)  by  rearrangement  of  Gerhardt's 
benzoylsalicylamide  by  boiling  with  acetic  acid. 

(a)  .Salicylamide  (139  grams)  was  dissolved  in  pyridine  (280  grams) 
and  cooled  to  -  15°,  and  benzoyl  chloride  (140  grams)  was  added  drop  by 
drop  with  constant  stirring ;  the  addition  of  the  benzoyl  chloride 
occupied  about  three  hours,  and  the  mixture  was  then  left  for  an  hour 
at  - 15°.  Dry  ether  (about  500  c.c.)  was  added  and  the  whole 
agitated,  by  which  means  excess  of  pyridine  was  removed,  leaving  a 
semi-oily  deposit  of  pyridine  hydrochloride  and  o-benzoylsalicylamide. 
The  ethereal  solution  was  decanted  and  the  residue  treated  with  dilute 
sulphuric  acid  at  0°.  The  mass,  which  became  granular,  was  stirred 
for  five  minutes,  filtered,  washed  with  water,  and  pressed.  The 
product  was  nearly  pure,  and  was  recrystallised  from  toluene.  A 
further  quantity  was  recovered  from  the  ethereal  pyridine  extract  by 
shaking  with  dilute  sulphuric  acid.  The  yield  was  89  per  cent  of  the 
calculated  amount  as  compared  with  Titherley  and  Hicks'  40  per  cent, 
by  the  wet  method. 

{h)  One  gram  of  Gerhardt's  benzoylsalicylamide  was  boiled  for  four 
hoars  with  10  grams  of  glacial  acetic  acid  ;  0"3  gram  unchanged  sub- 
stance separated  on  cooling  and  was  filtered  off.  The  filtrate,  on 
diluting  with  water,  yielded  0*5  gram  of  nearly  pure  C'-benzoylsalicyl- 
amide  melting  at  141°;  after  recrystallising  from  benzene  it  melted  at 
143°  and  solidified  in  the  tube  in  the  course  of  about  thirty  seconds. 

Preparation  of  Gerhardt's  Benzoylsolicylamide, 


CO'NH-CO-aH,    _^     CO-NH^  ^  ^C,H, 


^^^*<0H  ^-     dH.-0>^<OH 


The  authors  have  found  that  the  best  method  of  preparing  this  com- 
pound consists  in  boiling  finely-powdered  O-benzoylsalicylamide  with 
fifty  times  its  weight  of  water  for  fifteen  minutes  (compare  Titherley 
and  Hicks,  loc.  cit.).  The  product  is  nearly  pure,  and,  without  recrys- 
tallising, melts  at  201°.  The  original  method  of  Gerhardtand  Chiozza 
gives  only  a  60  per  cent,  yield  of  an  impure  product  difficult  to  re- 
crystallise  (compare  Einhorn  and  Schupp,  loc.  cit.),  whilst  the  otber 
methods  were  found  less  convenient. 

Decomposition  with  Ammonia. — One  gram  of  Gerhardt's  compound 
was  heated  with  20  c.c.  of  dilute  ammonia  in  a  sealed  tube  at  120°  for  an 

VOL.    LXXXIX.  4   T 
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hour ;  the  yellow  colour  had  then  disappeared.  The  solution  was  con- 
centrated to  about  half  its  bulk,  filtered  from  a  small  quantity  of 
salicylamide,  which  separated,  and  the  filtrate  was  acidified ;  needles 
separated  which  melted,  after  recrystallising  from  water,  at  108°.  The 
product  thus  obtained  was  found  to  be  a  double  compound  of  benzoic 
acid  and  salicylamide,  and  the  same  substance  can  be  easily  prepared 
by  dissolving  equimolecular  proportions  of  its  constituents  in  a  large 
quantity  of  hot  water.  On  cooling,  it  crystallises  in  long  needles  melt- 
ing at  108 — 109°.  It  dissolves  easily  in  dilute  caustic  soda  ;  salicyl- 
amide is  precipitated  from  the  solution  by  saturating  with  carbon 
dioxide,  whilst  the  filtrate  yields  benzoic  acid  on  acidifying  with  dilute 
hydrochloric  acid.  Similar  double  compounds  of  benzamide  with 
organic  acids  have  been  described  by  one  of  the  authors  (Titherley, 
loc.  cit.,  and  Trans.,  1904,  85,  1673). 

O-Methyl-'^-henzoylsalicylamide,     ^Q^i^r\.riTT  ''    ^,    was   ob- 

tained (a)  by  treating  the  silver  salt  of  Gerhardt's  benzoylsalicylamide 
with  methyl  iodide,  (b)  by  benzoylation  of  O-methylsalicylamide. 

(«)  10"5  grams  of  the  silver  salt  (Limpricht,  Annalen,  1856,  99,  249) 
were  treated  with  4*5  graais  of  methyl  iodide  in  dry  benzene  solution 
and  left  for  two  days.  The  yellow  silver  salt  disappeared  and  a 
mixture  of  silver  iodide  and  O-methyl-iV-benzoylsalicylamide  separated. 
The  solid  was  separated  and  washed  with  benzene  ;  a  small  quantity  of 
O-methyl-iV'-benzoylsalicylamide  was  precipitated  from  the  benzene 
filtrate  by  adding  light  petroleum  ;  the  remainder  was  extracted  from 
the  silver  iodide  by  hot  alcohol,  from  which  it  crystallised  on 
cooling. 

0-2668  gave  13-6  c.c.  nitrogen  at  18°  and  756  mm.     N  =  5-85. 
CjgHjgOgN  requires  N  =  5'49  per  cent. 

(h)  0-Methyhalicylamide,  required  for  this  synthesis,  was  described 
by  Grimaux  (i?M^^.  Soc.  chini.,  1895,  13,  26)  and  by  Pinnow  (Ber.,  1895, 
28,  158).  It  is  best  obtained  by  an  application  of  the  potassium  alkyl 
sulphate  method  (compare  Titherley,  Trans.,  1901,  79,  399)  as  follows  : 
13 '7  grams  of  salicylamide  and  15  grams  of  potassium  methyl  sulphate 
wei'e  added  to  a  solution  of  2-3  grams  of  sodium  in  the  necessary 
amount  of  methyl  alcohol.  The  methyl  alcohol  was  evaporated  and 
the  residue  was  heated  at  170°  for  fifteen  minutes.  When  cold  the 
solid  mass  was  powdered  and  extracted  with  cold  water.  The  insoluble 
solid  was  nearly  pure  0-methylsalicylamide ;  it  was  extracted  with 
cold  dilute  caustic  soda  to  remove  salicylamide  and  subsequently  re- 
crystallised  from  water ;  the  yield  was  75  per  cent,  of  the  calculated. 

Pyridine-benzoylation  is  not  easily  applicable  to  0-methylsalicyl- 
amide ;  the  benzoyl  derivative  was  prepared  by  the  ester-sodiumacyl- 
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amido  method  (Titherley,  Trans.,  1904,  85,  1674),  A  mixture  of 
15  grams  of  0-methyl.salicylaraide  and  0'4  gram  of  finely-powdered 
sodamide,  moistened  with  benzene,  was  heated  at  120  — 130'^  for  two 
hours.  The  resulting  sodiiun  derivative  was  then  moistened  with 
pyridine  and  a  saturated  pyridine  solution  of  2  grams  of  phenol 
benzoate  was  added  gradually,  the  mixture  being  frequently  stirred 
and  then  left  for  twelve  hours.  The  resulting  mass  was  treated  with 
dilute  sulphuric  acid,  when  an  oily  product  separated,  and  this 
solidified  on  removing  traces  of  benzene  by  a  current  of  air.  The 
solid,  consisting  of  unchanged  material  and  the  benzoyl  derivative, 
was  digested  with  cold  dilute  caustic  soda  (in  which  the  latter  only  is 
soluble)  and  quickly  filtered  into  dilute  hydrochloric  acid.  0-Methyl- 
iV^-benzoylsalicylamide  separated  and  was  recrystallised  from  alcohol, 
from  which  it  was  obtained  in  white,  glistening  needles. 

Prepared  by  either  of  the  above  methods  0-methyl-^''-benzoyl- 
salicylamide  melts  at  144 — 145°;  it  is  sparingly  soluble  in  ether, 
moderately  so  in  cold  alcohol  or  benzene,  and  readily  soluble  in  chloro- 
form, hot  alcohol,  or  benzene.  Although  dissolving  unchanged  in 
cold  dilute  caustic  soda,  it  is  slowly  hydrolysed  on  standing  and  the 
alkaline  solution  deposits  benzamide,  whilst  0-methylsalicylic  acid 
(m.  p.  98°)  may  be  precipitated  from  the  filtrate  by  cold  dilute 
hydrochloric  acid. 

00 'NIT 

O-Acetylsalicylamide,      ^6^4*\0'rO'r'lT    '  ^^^^  obtained  (a)  by  the 

action  of  ammonia  gas  on  0-acetylsalicyl  chloride,  [h)  by  low  tempera- 
ture pyridine-acetylation  of  salicylamide. 

(a)  The  0-acetylsalicylchloride  required  was  prepared  by  warming 
0-acetylsalicylic  acid  with  thionyl  chloride  ;  on  removing  excess  of  the 
latter  in  a  vacuum,  the  chloride  remained  as  an  oil.  A  solution  of  9 '5 
grams  of  the  chloride  in  absolute  ether  was  saturated  with  dry 
ammonia  gas.  The  precipitate,  consisting  of  ammonium  chloride  and 
0-acetylsalicylamide,  was  separated,  the  ammonium  chloride  was 
removed  by  washing  with  water,  and  the  acetylsalicylamide,  after 
pressing  on  a  porous  plate,  was  recrystallised  from  ethyl  acetate. 
Seventy  per  cent,  of  the  theoretical  yield  was  obtained. 

{b)  A  solution  of  13"7  grams  of  salicylamide  in  27  grams  of  pyridine, 
kept  at  —  15°,  was  treated  with  7*9  grams  of  acetyl  chloride,  added  drop 
by  drop  and  with  constant  stirring  ;  the  mixture  was  left  for  thirty 
minutes  at  —15°  and  then  stirred  with  100  c.c.  of  ether.  The  ethereal 
solution  was  decanted,  the  semi-solid  residue  (which  contains  nearly 
all  the  acetylsalicylamide)  stirred  with  dilute  sulphuric  acid  at  0°,  and 
the  resulting  granular  mass  was  filtered,  washed  with  water,  and 
pressed  on  a  porous  plate.  The  product  was  almost  pure  and 
amounted  to  81  per  cent,  of  the  calculated  yield. 

4  T  2 


1334  McCONNAN   AND  TITHERLEY  :   LABILE   ISOMERISM 

0-1-449  gave  lO'l  c.c.  nitrogen  at  22°  and  756  mm.     N  =  7-85. 
CgHgOgN  requires  N=  7"83  per  cent. 

0-Acetylsalicylamide,  obtained  by  either  of  the  above  methods, 
melts  at  138°  and  gives  no  ferric  chloride  reaction.  It  is  sparingly 
soluble  in  ether,  cold  alcohol,  or  benzene,  and  easily  so  in  hot 
alcohol  with  partial  decomposition.  It  may  be  recrystallised  from 
benzene  or  ethyl  acetate  and  separates  from  the  latter  as  trans- 
pai'ent,  prismatic  crystals.  It  dissolves  slowly  in  dilute  ammonia, 
rapidly  in  dilute  caustic  soda,  in  each  case  with  development 
of  a  slight  yellow  colour ;  on  acidifying  the  ammoniacal  solution, 
-A'-acetylsalicylamide  (m.  p.  148°)  is  precipitated  ;  the  caustic  soda 
solution,  however,  rapidly  loses  its  yellow  colour,  the  acetylsalicyl- 
amide  being  almost  immediately  hydrolysed,  giving  salicylamide  and 
acetic  acid.  O-Acetylsalicylamide  is  also  rearranged  to  lY-acety! salicyl- 
amide on  melting  or  by  allowing  it  to  stand  in  pyridine  solution  for  a 
few  hours.  Cold  concentrated  sulphuric  acid  decomposes  it  im- 
mediately into  acetic  acid  and  salicylamide. 

1^-Acetylsalicylamide,    CgH^<Q^TT  ^. 

In  addition  to  its  formation  from  0-acetylsalicylamide  under  the 
conditions  given  above,  i\^-acetylsalicylamide  was  obtained  by  direct 
action  of  acetyl  chloride  on  salicylamide.  13  7  grams  of  salicylamide 
were  heated  in  a  reflux  apparatus  with  23 "5  grams  of  acetyl  chloride  in 
a  bath  at  60°  until  the  evolution  of  hydrogen  chloride  ceased.  In  this 
process,  a  chloro-derivative  of  acetylsalicylamide  is  formed  (see  below), 
and  this  is  deposited  as  a  white  solid  in  the  flask.  The  excess  of 
acetyl  chloride  was  drained  off  at  the  pump,  the  solid  washed  with 
light  petroleum  and  dried  in  a  vacuum.  The  chloro  derivative  was 
converted  into  X-acet}  Isalicylamide  by  simple  decomposition  with  cold 
water,  and  after  thorough  washing  it  was  dried  and  recrystallised  from 
benzene.     The  yield  was  85  per  cent,  of  the  calculated. 

0  1 044  gave  7-2  c.c.  nitrogen  at  20°  and  751  mm.     N  =  7-80. 
CgHgOgN  Tcquircs  N  =  7'83  per  cent. 

The  cryoscopic  determination  of  the  molecular  weight  of  ^V-acetyl- 
salicylamide  in  both  ethylene  dibromide  and  glacial  acetic  acid  gave 
results  which  varied  both  with  concentration  and  the  solvent.  The 
extreme  values  obtained  were  M.W.  =  133  and  204  ;  CgHgOgN  requires 
M.W.  =  179.  These  abnormal  results  are  consistent  with  the  ob.serva- 
tions  of  Auwers  and  others  on  compounds  containing  a  phenolic 
hydroxyl. 

iV- Acetylsalicylamide  melts  at  148°.     It  is  sparingly  soluble  in  ether 
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or  cold  benzene,  moderately  so  in  cold  alcohol,  and  dissolves  easily  in 
hot  alcohol,  benzene,  or  chloroform ;  it  is  best  recrystallised  from  benzene. 
With  ethereal  or  alcoholic  ferric  chloride  its  solutions  give  an  intense 
reddish-violet  coloration.  It  dissolves  in  dilute  aqueous  ammonia 
with  a  pale  yellow  colour  and  is  reprecipitated  unchanged  on  acidifying  ; 
if  left  for  twelve  hours  in  ammoniacal  solution,  it  is  decomposed  into 
salicylamide  and  acetainide.  With  dilute  caustic  soda,  a  sparingly 
soluble,  pale  yellow  sodium  salt  first  separates,  but  rapidly  dissolves 
and  undergoes  hydrolytic  decomposition.  iV-Acetylsalicylamide  is  not 
affected  by  cold  strong  sulphuric  acid. 

On  treatment  with  hydrogen  chloride,  iV-acetylsalicylaraide  forms 
a  c/i/oro-derivative,  C.^Hj^OgNCl,  the  constitution  of  which  has  not  yet 
been  established.  This  compound  is  identical  with  that  obtained 
directly  by  the  action  of  acetyl  chloride  on  salicylamide  (see  above), 
and  was  prepared  as  follows  :  2  grams  of  iV-acetylsalicylamide, 
dissolved  and  suspended  in  about  30  c.c.  of  chemically  pure  acetone, 
were  treated  with  dry  hydrogen  chloride.  The  mixture  became  warm 
and  clear,  and  then  deposited  the  chloro- derivative  as  a  white,  crystal- 
line powder,  which  was  separated,  washed  thoroughly  with  absolute 
ether,  and  dried  in  a  vacuum.  It  softens  and  decomposes  at  about 
170°. 

0-1263  gave  0-0911  AgCl.     Cl=  1784. 
0-1896     „     0-1354  AgCl.     01  =  1766. 

CyHgOoNCl  requires  CI  =  1772  per  cent. 

When  aqueous  silver  nitrate  is  added  to  an  ammoniacal  solution  of 
iV-acetylsalicylamide,  a  very  pale  yellow  silver  salt  is  precipitated, 
which  contains  1  atom  of  silver  to  2  molecules  of  acetylsalicylamide. 

0  2574  gave  0-0596  Ag.     Ag-23-16. 
01997     „     0-0465  Ag.     Ag  =  23-22. 

C^gHjjOgN^Ag  requires  Ag  =  23-28  per  cent. 

The  silver  salt  decomposes  at  1 40°  ;  it  is  sparingly  soluble  in  cold 
water  or  alcohol,  but  dissolves  easily  on  heating. 

0- Benzoyl-^ -acetylsalicylamide,  ^6^i^i\.(u\.(i  yr  ^. 

This  compound  was  prepared  and  described  by  Titherley  and  Hicks 
{loc.  cit.),  who  obtained  it  by  boiling  0-benzoylsalicylamide  with 
acetic  anhydride.  The  authors  have  found  th;it  it  can  be  obtained  in 
an  exactly  similar  manner  by  boiling  Gerhardt's  benzoylsalicylamide 
with  acetic  anhydride.  It  has  also  been  obtained  by  the  following 
methods  : 
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(a)  Pyridine-benzoylation  of  iV-acetylsalicylamide  at  - 15° :  the 
most  convenient  method  of  preparation. 

{b)  Pyridine-benzoylation  of  0-acetylsalicylamide  at  -15°;  this 
process,  depending  on  the  slow  rearrangement  of  the  latter,  gives  only 
a  small  yield. 

(c)  Pyridine-acetylation  of  Gerhai'dt's  benzoylsalicylaniide  at  0°  by 
means  of  acetyl  chloride. 

(d)  Reai'rangement  of  its  isomeride,  m.  p.  124°  (O-acetyl-zY-benzoyl- 
salicylamide),  by  standing  for  twelve  hours  in  pyridine  solution. 

(e)  Rearrangement  of  its  isomeride,  m.  p.  106°  (A^-acetyl-2  :  2- 
phenylhydroxybenzometoxazone),  either  by  evaporating  with  acetic 
anhydride  and  crystallising  from  benzene  and  light  petroleum,  or  by 
nucleating  a  dilute  supersaturated  light  petroleum  solution  of  the 
isomeride  with  a  few  needles  of  0-benzoyl-iV-acetylsalicylamide. 

Details  only  need  be  given  of  the  preparation  by  one  of  these 
methods,  namely  (a)  :  A  solution  of  17"9  grams  of  ^^-acetylsalicylamide 
in  35  grams  of  pyridine,  kept  at  -  15°,  W4S  treated  gradually  with 
14  grams  of  benzoyl  chloride  with  constant  stirring;  after  stmding 
thirty  minutes  at  —  15°,  the  pyridine  mixture  was  agitxteJ  wi'^h  about 
100  c.c.  of  benzene.  The  benzene  solution,  containing  pyridine  hydro- 
chloride in  suspension,  was  shaken  with  dilute  hydrochloric  acid, 
washed  with  water,  and  dried  with  calcium  chloride ;  on  mixing  with 
an  equal  volume  of  light  petroleum,  O-benziyl-iV-acetylsalicylamide 
slowly  separated  in  large,  transparent,  prismatic  crystals.  The^e  were 
filtered  and  washed  with  light  petroleum.  They  weighed  28  grams, 
but  contained  1  molecule  of  benzene  of  crystallisation  to  2  molecules 
of  the  salicylamide  derivative.  These  crystals,  which  melt  at  94°, 
slowly  lose  benzene  on  standing  at  the  ordinary  temperature  (rapidly 
at  80°),  but  at  the  same  time  they  become  opaque  and  are  converted 
into  the  isomeric  iV-acetyl-2  :  2-phenylhydroxybenzometoxazone  (m.  p. 
106°). 

0-3500  lost  00429  at  80°.     C6Hg  =  12-26. 

(CjgHj304N2)2,CyHg  requires  CgHg=  12-11  per  cent. 

To  obtain  (9-benzoyl-xV-acetylsalicylamide  free  from  benzene,  the 
crystals  were  dissolved  in  boiling  light  petroleum,  in  which  they  are 
only  sparingly  soluble  ;  2  grams  of  the  crystals  required  1  litre  of 
light  petroleum  (b.  p.  70 — 120°),  and  the  solution  on  cooling  deposited 
0-benzoyl-3"-acetylsalicylamido  as  a  mass  of  transparent,  silky,  bx'ittle 
needles,  about  2  inches  long,  melting  at  96-5°. 

01879  gave  8-7  c.c.  nitrogen  at  23°  and  766  mm.     N  =  5-26. 
0-2194  in  57-63  ethylene  dibromide  gave  A<    -0-16°.    M.W.  =  281. 
CigHjgO^N  requires  N  =  4-94  per  cent,  and  M.W.  =  283. 
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A  solubility  determination  gave  the  following  :  one  litre  solution 
in  light  petroleum,  b.  p.  43 — 50^,  saturated  at  25'^,  contained  0450 
grams. 

The  following  may  be  added  to  the  description  of  O-benzoyl-iV-acetyl- 
salicylamide  given  by  Titherley  and  Hicks.  On  melting,  it  changes 
partially  into  the  isomeric  iV-acetyl-2  :2-pbenylhydroxybenzometoxazone 
(ra.  p.  106°),  and  the  change  is  practically  complete  if  the  liquid  bo 
kept  at  about  90°  for  a  few  minutes.  The  product  slowly  solidifies,  and 
now  melts  at  104 — 105°.  The  long  needles  melting  at  96'5°  dissolve 
readily  in  benzene,  and  the  saturated  solution  on  standing  a  few 
minutes  deposits  the  benzene-containing  prismatic  crystals.  0  Benzoyl- 
iV-acetylsalicylamide  dissolves  in  strong  sulphuric  acid  with  rapid 
hydrolysis,  yielding  benzoic  acid  and  i\'^-acetylsalicylamide.  It  is  also 
rapidly  hydrolysed  by  aqueous  sodium  or  ammonium  hydroxide,  yield- 
ing acetic  acid  and  Gerhardt's  benzoylsalicylamide. 

"iS- Acetyl-'!  :  l-pheriylhydroxybenzometoxazone, 

^6^4^0— C(0H)-C6H.' 
was  obtained  from  0-benzoyl-^Y-acetyIsalicylamido  {a)  by  heating 
it,  or  the  crystalline  form  containing  benzene,  at  80°  for  sevei^al 
hours,  (b)  by  dissolving  it  in  boiling  light  petroleum  and  nucleat- 
ing the  solution  with  a  trace  of  the  metoxazone  derivative.  It 
is  best  prepared  by  the  former  method,  the  second  method 
frequently  giving  rise  to  mixtures  of  the  isomerides  owing  to  in- 
complete rearrangement. 

0-2353  gave  10-2  c.c.  nitrogen  at  21°  and  761  mm.     N  =  4-94. 
0-1991  in  57-89  ethylene  dibromide  gave  A<  -0-145°.    M.W.  =  280. 
Cj^H^gO^N  requires  N  =  4-94  per  cent,  and  M.W.  =  283. 

A  solubility  determination  gave  the  following  :  one  litre  solution  in 
light  petroleum,  b.  p.  40 — 50°,  saturated  at  25°,  contained  0  432 
grams  (compare  solubility  of  its  isomeride). 

The  substance  melts  at  106°.  It  is  moderately  soluble  in  cold 
alcohol,  benzene,  or  ether ;  it  is  easily  soluble  in  hot  alcohol  or  benzene 
and  vex'y  readily  so  in  chloroform.  It  crystallises  from  light  petroleum 
in  characteristic  opaque,  voluminous  tufts.  When  a  hot  benzene 
solution  of  the  metoxazone  is  allowed  to  cool,  0-benzoyl-^-acetyl- 
salicylamide  crystallises  in  transparent,  prismatic  crystals  containing 
benzene  of  crystallisation  (see  above).  The  metoxazone  derivative 
gives  no  fei-ric  chloride  reaction,  and  all  the  chemical  properties  Avhich 
have  been  examined  are  identical  with  those  of  0-benzoyl-iV-acetyl 
salicylamide,  and  it  is  clear  that  it  undergoes  rearrangement  to  this 
compound  with  extreme  ease. 
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CO-NH-CO-C,H, 


O- Acetyl-^ -henzoylsalicylamide,  ^6^i^(\.n(\.riTr 


0 


1"2  grams  of  Gerhardt's  benzoylsalicylaniide  suspended  and  dissolved 
in  3  grains  of  pyridine  was  treated  gradually  with  acetic  anhydride  at 
0°  until  the  solution  was  nearly  clear.  Ether  was  added,  the  resulting 
solution  was  filtered,  and  then  exti'acted  with  dilute  sulphuric  acid  to 
remove  pyridine;  during  this  operation,  the  acetyl  derivative  crystallised 
from  the  ethereal  solution.  It  was  filtered,  and  a  further  quantity 
was  obtained  by  adding  light  petroleum  to  the  ethereal  filtrate.  The 
product  was  purified  by  dissolving  in  acetone  and  precipitating  with 
light  petroleum;  it  melted  at  124°  and  the  yield  was  85  per  cent,  of 
the  theoretical. 

0-1862  gave  83  c.c.  nitrogen  at  18°  and  750  mm.     N  =  5-09, 
CjgHjgO^N  requires  N  =  4-94  per  cent. 

0-Acetyl-iV^-benzoylsalicylamide  (m.  p.  124°)  is  very  sparingly 
soluble  in  ether  or  light  petroleum,  easily  so  in  alcohol,  acetone,  chloro- 
form, or  hot  benzene  ;  from  a  mixture  of  acetoae  and  light  petroleum 
it  crystallises  in  tran-^parent,  prismatic  needles.  It  dissolves  rapidly, 
with  decomposition  in  aqueous  ammonia  or  sodium  hydrate,  yielding 
a  yellow  solution  from  which  Gerhardt's  benzoylsalicylamide  is 
precipitated  on  acidifying.  It  is  soluble  in  cold  strong  sulphuric 
acid,  with  hydrolysis,  yielding  Gerhardt's  compound  and  acetic  acid. 

When  left  for  twelve  hours  in  pyridine  solution,  this  substance  is  com- 
pletely converted  into  0-benzoyl-iV-acetylsalicylamide,  which  was 
precipitated  by  adding  excess  of  dilute  sulphuric  acid  to  the  pyridine 
solution ;  the  solid  after  being  washed  was  recrystallised  from  light 
petroleum,  when  it  melted  at  96'5°. 

CO'NH  C  H 

2  :  2-Phenyl-O-henzoylhydroxylenzometoxazone,   i  „  _n^^*\nR  ^' 

Titherley  and  Hicks  have  shown  {loc.  cit.)  that  pyridine-benzoylation 
of  Gerhardt's  benzoylsalicylamide  yields  dibenzoylsalicylamide, 
BzO-CgH^-CO-NH'Bz  (m.  p.  128°);  Einhorn  and  Schupp  (loc.  cit.) 
prepared  the  same  compound  by  pyridine-benzoylation  of  salicylamide, 
using  excess  of  benzoyl  chloride. 

When  Gerhardt's  benzoylsalicylamide  is  treated  with  benzoyl 
chloride  in  pyridine  .solution  at  -  15°,  two  isomeric  compounds  result  : 
(1)  dibenzoylsalicylamide,  m.  p.  128°;  (2)  the  above  compound,  m.  p. 
160°. 

Twelve  grams  of  Gerhardt's  benzoyl.salicylamide,  suspended  and 
dissolved  in  30  grams  of  pyridine,  were  treated  gradually  with  7  grams 


» 
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of  benzoyl  chloride  at  —  15°.  Tlie  ma'=;s  was  left  for  two  hours  at 
-  15°  and  then  stirred  with  absolute  etlier.  The  ethereal  solution 
was  decanted  and  extracted  with  dilute  sulphuric  acid,  when  a  solid 
(A)  separated,  which  was  filtered  and  dried ;  the  semi-oily  mass 
remaining  in  the  Hask  was  stirred  with  dilute  sulphuric  acid ;  it 
solidified,  and  the  granular  solid  (B)  was  filtered  and  dried.  A  and  B 
together  weighed  185  grams;  they  were  united  and  dissolved  in 
b  )iling  alcohol  ;  on  allowing  to  cool,  needles  separated,  weighing 
3-2  grams  and  melting  at  140 — 150°,  whilst  dibcnzoylsalicylamido, 
m.  p.  128^,  separated  from  the  mother  liquor  on  standing.  The 
product,  melting  at  140 — 150°,  on  recrystaliising  from  alcohol  melted 
sharply  at  160°. 

0-2054  give  7-8  c.c.  nitrogen  at  23°  and  766  mm.     N=  4  31. 
Co^HirP^N  requires  N  =  406  per  cent. 

2  :  2-Phenyl-O-benzoylhydroxybenzometoxazono  is  sparingly  soluble 
in  alcohol,  ether,  or  benzene,  and  moderately  so  in  chloi-oform.  It  is 
very  slowly  decomposed  by  aqueous  ammonia,  yielding  a  yellow 
solution;  it  dissolves  slowly  in  cold  dilute  sodium  hydrate,  rapidly  on 
warming,  giving  benzoic  acid  and  Gerhardt's  benzoylsalicylamide. 
Cold  strong  sulphuric  acid  hydrolyses  it  to  benzoic  acid  and  Gei'hardt's 
compound. 

When  subjected  to  pyridine-benzoylation,  this  compound  was  either 
recovei'ed  unchanged  or  decomposed,  giving  red  resinous  matter, 
according  to  the  conditions  of  the  experiment,  and  a  benzoyl  derivative 
has  not  yet  been  isolated. 

Organic  Laboratory, 

University  or  Liverpool. 


CXXXIII. — Some  New  Derivatives  of  DicjaloiJentadiene. 

By  Alexander  Rule,  M.Sc,  Ph.D. 

In  discus.sing  the  constitution  of  dic^/c^opentadiene,  Kraemer  and 
Spilker  [Ber.,  1896,  29,  552)  de.scribed  the  nitrosochloride  and  the 
nitroso-compound.  Several  new  derivatives  of  this  hydrocarbon  have 
recently  been  obtained  by  Wieland  {Ber.,  1906,  39,  1492),  and  it  is 
therefore  necessary  to  publish  an  account  of  some  work  done  in  the 
same  field  of  research. 

The  compounds  which  are  described  in  this  paper  were  obtained 
during  the  years  1903-1904  in  the  laboratory  of  Prof.  Knorr,  at  Jena, 
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and  the  work  was  carried  ovit  in  conjunction  with  Prof.  P.  Duden.  The 
author  proposes  to  publish  in  a  later  paper  an  account  of  the  action  of 
nitrous  gases  on  dicyc/opentadiene,  but  by  arrangement  with  Dr. 
Wieland,  who  is  now  engaged  in  research  in  the  same  direction,  the 
publication  is,  for  the  present,  postponed. 

Nitrosohalogen  Derivatives  of  2fono-  and  Di-cyc\opentadien.e. 

The  preparation  of  the  nitrosochloride  has  already  been  described  by 
Kraemer  and  Spilker  {Ber.,  1896,  29,  552). 
Dicxclopentadienenitrosobromide, 

is  obtained  by  treating  a  well-cooled,  equimolecular  mixture  of  dicyclo- 
pentadiene  and  amyl  nitrite  in  acetic  acid  solution  with  a  50  per  cent, 
solution  of  hydrogen  bromide.  The  solution  becomes  intensely  green, 
and  after  standing  a  short  time  a  mass  of  crystals  separates  out.  The 
substance  is  fairly  soluble  in  hot  benzene  or  chloroform,  but  sparingly 
so  in  other  solvents.  It  can  be  recrystallised  from  chloroform,  and 
when  heated  decomposes  at  157°. 

0-2203  gave  104  c.c.  moist  nitrogen  at  14-5°  and  752  mm.    N  =  5-48. 
C2oH2402N2Br2  requires  N  =  578  per  cent. 

Dibromide  of  Dicjclopentadiene  Nitrosohromide. — The  nitrosobromide 
still  contains  an  active  double  bond,  as  shown  by  its  behaviour  towards 
bromine.  If  a  chloroform  solution  of  the  nitrosobromide  is  treated 
with  excess  of  bromine  and  allowed  to  stand,  or  warmed  on  the  water- 
bath,  a  crystalline  bromo-addition  product  separates  which  is  sparingly 
soluble  in  most  organic  solvents. 

When  recrystallised  fi-om  amyl  alcohol  it  is  obtained  in  small  plates 
melting  at  211°. 

0-1184  gave  0-1648  AgBr.     Br  =  59  22. 

0-1909      „     5-6  c.c.  moist  nitrogen  at  14°  and  736  mm.     N  =  3-34. 
C2oH2402N2Brg  requires  Br  =  59-70;  N  =  3-48  per  cent. 

For  the  sake  of  comparison  with  the  nitrosohalogen  derivatives  of 

dicyc^pentadiene,  the  corresponding  compounds  of  monocyc^opentadiene 

were  also  prepared. 

/  .CHCl-CHX 

Monocydopentadiene     Nitrosochloride,      N„0.,(  CH-^  rlri/'-  — 

Monocyc/opentadiene  (5  grams)  was  mixed  with  amyl  nitrite  (8-8  grams) 
and  well  cooled  in  a  freezing  mixture.  On  adding  the  calculated 
quantity  of  alcoholic  hydrochloric  acid  and  shaking,  the  solution  became 
bright    green,  and    after  a  short  time  a   mass   of   colourless  crystals 
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separated,  the  colour  of  the  solutiou  at  the  same  tiiiu;  clianging  to 
yellow. 

Tlie  product  must  be  filtered  immediately  and  well  washed  with  ether, 
as  otherwise  it  becomes  brown.  The  yield  was  25 — 35  per  cent,  of  the 
theoretical.  The  best  results  are  obtained  when  not  more  than 
5  grams  of  tlie  hydrocarbon  are  worked  up  at  one  time.  The  nitroso- 
chloride  is  easily  soluble  in  cliloroform  and  crystallises  from  alcohol  or 
acetic  acid  in  fine  needles  which,  when  heated,  begin  to  darken  at 
about  100°  and  decompose  with  slight  explosion  at  14:4°. 

Prolonged  heating  of  solutions  of  the  substance  results  in  the 
decomposition  of  a  considerable  portion.  The  raw  product  is  very 
unstable,  the  presence  of  impurities  causing  it  to  darken  in  colour 
after  standing  for  a  short  time. 

0-2011  gave  03386  CO,  and  00937  HgO.     0  =  45-92  ;  H  =  5-17. 
01501  gave  14'1  c.c.  moist  nitrogen  at  19^  and  747  mm.  N=:10'61, 
01180     „     01293  AgCl.     Cl-27-10. 
C10H1.2O2N.3CI2   requires    C  =  45-62;  H  =  4-56;    N  =  10-61;  CI  =  26-99 

per  cent. 

MonocycXopentadiene  nitrosohroniide  is  quite  similar  to  the  nitroso- 
chloride,  but  less  difficult  to  obtain  in  the  pure  state. 

01 809  gave  11-9  c.c.  moist  nitrogen  at  15°  and  761  mm.     N  =  7-71. 
^ioHi2^^2-^2^^'2  I'equires  N  =  7-95  per  cent. 

Both  substances  give  Liebermann's  reaction,  but,  unlike  the  corre- 
sponding derivatives  of  dicyc^opentadiene,  they  are  unstable  and  very 
readily  decomposed  on  warming  with  alkalis. 

They  give  resinous  products  with  bases  such  as  ammonia,  aniline, 
pyridine,  and  piperidine,  and  show  a  very  slight  tendency  to  unite  with 
bromine  or  react  with  halogen  acids. 

Dicyc^opentadiene  nitrosochloride  and  nitrosobromide  behave  in 
general  like  the  teipene  nitrosochlorides  described  by  Wallach  and 
others.  They  are,  however,  only  very  slowly  attacked  by  alcoholic 
potash  and  sodium  ethylate,  much  resin  being  formed  at  the  same 
time. 

When  heated  with  aniline,  oximes  are  not  formed  as  in  the  case  of 
the  terpene  nitrosochlorides,  but  resinous  products  and  amidoazo- 
beuzene  result. 

Conversion  of  Nitroso-lialofjen  Compounds  into  Oxime  Derivatives. 

nil PIT 

Ethoxijisonitrosodicyc\ope7itadiene,      C.Hfi<  1  ,,  ^.r^,^,.  r^CINOH. 

"    ''^CH*CH(OEt)^ 

— One   molecule   of    the  nitrosobromide  is  heated  with  excess  of  an 
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alcoholic  solution  of  sodium  ethylate  until  all  the  solid  has  dis- 
appeared. The  alcohol  is  removed  from  the  alkaline  solution  by  dis- 
tillation and  dilute  sulphuric  acid  added,  when  an  oil  mixed  with 
resinous  matter  is  precipitated.  The  product  is  purified  by  extracting 
with  ether  and  then  with  light  petroleum,  in  which  most  of  the  resin 
is  insoluble.  After  standing  for  some  time  over  sulphuric  acid,  the 
oxime  solidifies  to  a  crystalline  mass  which  melts  at  a  low  temperature, 
and  can  be  recrystalli.^ed  from  light  petroleum. 

01 916  gave  ITS  c.c.  moist  nitrogen  at  18°  and  745  mm.      N  =  6-65. 
CjjHj^O.^N  requires  N  =  676  per  cent. 

The  compound  is  precipitated  from  its  alkaline  solution  by  carbon 
dioxide  as  an  oil,  which  slowly  solidifies.  The  alkaline  solution 
strongly  reduces  Fehling's  solution. 

The  yield  of  pure  product  was  very  small,  and  a  further  investiga- 
tion of  its  reactions,  especially  the  isolation  of  the  ketone,  was  not 
attempted. 

A  second  method  for  obtaining  oxime  derivatives  was  afforded  by 
the  ac'ion  of  pyridine  on  the  nitroso-halogens. 

Nitrosodi  yo^opentadiene  pyridinium  chloride, 

OH-NIC.oHii-CsNHjCl, 
was  prepared  by  Wieland.  The  author  obtained  it  by  carefully  heating 
10  grams  of  nitrosochloride  with  45 — 50  c.c.  of  pyridine  in  a  flask  fitted 
with  a  reflux  condenser.  When  the  boiling  point  of  the  pyridine  is 
reached,  a  violent  reaction  takes  place,  the  solution  becomes  brown,  and 
the  nitrosochloride  is  momentarily  dissolved ;  the  pyridinium  salt  then 
begins  to  crystallise  out,  and  the  whole  mass  solidifies  to  a  firm  cake 
Yield,  about  80  per  cent,  of  the  theoretical.  For  analysis,  the  product 
was  extracted  several  times  with  chloroform  to  remove  traces  of 
pyridine  hydrochloride. 

0  2006  gave  17  9  c.c.  moist  nitrogen  at  19-5°  and  749  mm.    N  =  10  08. 
CjgH^^ON^^Cl  requires  1^=  10-12  per  cent. 

The  salt  is  somewhat  hygroscopic;  on  heating  it  darkens  at  180° 
and  melts  at  211°  (Wieland  gives  218°). 

Nitro8odicyc\opentadie7ie  pyridinium  bromide  is  prepared  in  an 
analogous  way  from  the  nitrosobromide.  It  can  be  recrystallised 
from  water,  forming  small  cubes  which  darken  at  200°. 

0-1657  gave  00958  AgBr.     Br  =  24-60. 

CjjHjyONgBr  requires  Br  =  24-92  per  cent. 

Both  pyridinium  salts  darken  in  colour  when  warmed  with  [.otassium 
carbonate,  baryta,  or  caustic  soda  solution  ;  a  resin  separates,  and  an 
odour  of   pyridine  is  apparent.     The  preparation  of   the  oxime  was 
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therefore  carried  out  as  follows  :  the  aqueous  solution  of  the  pyridine 
salt  is  freed  from  halogen  by  treatment  with  the  calculated  quantity 
of  moist  silver  oxide.  The  solution  becomes  strongly  alkaline,  and  a 
small  quantity  of  silver  oxide  is  dissolved ;  since  the  latter  is  reduced 
on  warming  the  solution  and  causes  the  formation  of  resin,  it  is  neces- 
sary to  remove  the  silver  by  passing  hydrogen  sulphide  through  the 
solution.  After  filtering  off  the  silver  sulphide,  a  clear,  yellow 
solution  is  obtained,  which,  on  warming  on  the  water-bath,  becomes 
cloudy,  and  a  yellow,  amorphous  product  separates.  It  is  advisable 
to  discontinue  the  warming  as  soon  as  the  product  coagulates. 

The  liquid  is  extracted  with  ether,  the  yellow  residue  from  the 
ethereal  solution  dissolved  in  a  little  caustic  soda,  and  the  alkaline  solu- 
tion filtered  from  resin  and  precipitated  by  carbon  dioxide.  The 
amorphous  product  can  be  further  purified  by  dissolving  it  in  beiizene 
and  roprecipitating  with  light  petroleum.  A  white,  amorphous  product 
is  obtained,  which  is  easily  soluble  in  most  organic  solvents  and  melts 
at  110°. 

0-1837  gave  0-4530  CO2  and  0-1181  HgO.     C  =  67-25;  H  =  714. 
0-2141     „     14-3  c.c.  moist  nitrogen  at  18°  and  754  mm.     N  =  7-65. 
CioHigO^N  requires  C  =  67-06;  H  =  7-26  ;  N  =  7-82  per  cent. 

According  to  the  above  figures  the  substance  is  the  oxime  of  dicyclo- 
pentenolone  (oxynitrosodicyc/opentadiene),  the  ethyl  ester  of  which 
has  already  been  described  above. 

The  oxime  gives  an  oily  sodium  salt  on  treatment  with  concen- 
trated caustic  soda  ;  it  is  only  slowly  attacked  on  boiling  with  dilute 
acids,  resin  beiug  formed  at  the  same  time,  so  that  the  isolation  of  the 
ketone  was  not  possible.  Other  attempts  to  convert  the  oxime  into 
crystalline  derivatives  were  unsuccessful. 

This  method  for  the  preparation  of  oxime  derivatives  is  also  unsatis- 
factory on  account  of  the  poor  yield. 

Dicyclopentadienenitrolpiperidine, 

Kraemer  and  Spilker  {loe.  cit.)  have  already  shown  that  piperidine 
reacts  vigorously  with  dic?/c^opeutadiene  nitrosochloride.  The  reaction 
is  less  violent  if  carried  out  in  toluene  solution,  using  2  molecules  of 
piperidine  for  each  molecule  of  nitrosochloride.  The  solution  is  raised 
to  the  boiling  point,  when  the  reaction  takes  place,  then  allowed  to 
cool,  and  the  piperidine  hydrochloride  which  separates  out  is  filtered. 
On  concentrating  the  toluene  solution  and  cooling,  an  almost  theoretical 
yield  of  the  piperidine  derivative  is  obtained.    Lustrous  plates  separate 
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which  melt  at  157°  (Ki'aemer  and  Spilker  give   160°)  and  decompose 
on  being  heated  to  a  higher  temperature. 

01768  gave  0-4717  CO,,  and  0-1416  H^O.     0  =  7276  ;  H  =  8-89. 
0-1020     .,     9-9  C.C.  moist  nitrogen  at  13-5°  and  743  mm.    N  =  1M8. 
CisHo^ON^  requires  C  =  7301  ;  H  =  8-94  ;  N  =  11-38  per  cent. 

The  base  is  easily  soluble  in  most  organic  solvents,  but  sparingly  so 
in  water.  It  is  not  volatile  in  steam.  As  a  nitrolamine  it  is  at  the 
same  time  a  weak  acid,  and  when  precipitated  in  an  oily  condition 
from  acid  solutions  by  an  alkali,  it  is  soluble  in  excess  of  the  reagent, 
but  in  the  crystalline  form  is  much  less  soluble. 

The  hydrochloride  of  the  piperidine  base  is  sparingly  soluble  in  water, 
and  separates  in  white  crystals.  It  is  nearly  insoluble  in  concentrated 
hydrochloric  acid,  and  this  property  can  be  made  use  of  in  identifying 
the  base. 

0-1562  gave  0-0802  AgCl.     01  =  12  70. 

CijHjgON^Ol  requires  01  =  12-56  per  cent. 

The  picrate  of  the  base  separates  on  treating  an  alcoholic  solution  of 
the  base  with  the  calculated  amount  of  picric  acid.  When  recrystal- 
lised  from  hot  water  it  is  obtained  in  short,  yellow  needles  which  melt 
without  clecompofc^ition  at  147°. 

0-1319  gave  16-35  c.c.  moist  nitrogen  at  13°  and  753  mm.    N  =  14-51. 
OgiHgjOgNj  requires  N  =  14-73  per  cent. 

The  piperidine  derivative  is  very  stable  towards  dilute  acids ;  no 
change  takes  place  on  heating  for  a  short  time  with  concenti-ated 
hydrochloric  or  sulphuric  aci^,  but  prolonged  heating  causes  the 
formation  of  resin.  In  the  circumstances,  the  elimination  of 
hydroxylamine  or  the  conversion  of  the  oxime  into  an  unsaturated 
nitrile  could  not  be  induced.  ■ 

Reducing  agents  act  only  with  difficulty  on  the  piperidine  base. 
Five  grams  of  the  base  were  dissolved  in  absolute  alcohol  and  treated 
with  a  large  excess  of  sodium,  but  the  greater  part  remaiued  un- 
changed, and  could  be  easily  recognised  by  the  formation  of  the  | 
sparingly  soluble  hydrochloride.  At  the  same  time,  however,  a 
diamine  base  was  formed  as  a  thick  oil  crystallising  with  difficulty. 
It  was  separated  by  dissolving  the  mixture  of  bases  in  a  little  concen- 
trated hydrochloric  acid.  On  cooling  the  solution  with  ice,  the  hydro- 
chloride of  the  piperidine  base  separated  almost  completely.  From  the 
filtrate  the  diamine  base  was  precipitated  by  alkali,  dissolved  in  ether, 
and  converted  into  the  hydrochloride. 

The  hydrochloride  of  the  diamine  base  is  a  white,  crystalline  sub- 
stance, very  soluble  in  water  and  concentrated  hydrochloric  acid. 
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0-1372  gave  10-45  c.c.  moist  nitrogen  at  11-5°  and  748  mm.    N  =  800. 
CijHge-^^^'-i  »'(^fl"ii'es  N  =  9'18  per  cent. 

The  platinkhloride  of  the  diauiino  base  is  obtained  when  an  aqueous 
solution  of  the  hydrochloride  is  treated  with  platinic  chloride,  and 
separates  in  I'ound,  crystalline  aggregates  wliich  melt  at  24'J°  with 
decomposition. 

0-2009  gave  0-0605  Pt.     Pt  =  30-1 1 . 

0-2047     „     8-3  c.c.  moist  nitrogen  at  13-75°  and  745  ram.    N  =  4-69. 
C\-li2oN.,ClyPt  requires  Pt  =  30-29  ;  N  =  4-3G  per  cent. 

The  Oi'.uANio  Laboratories, 

Chemical  Department, 

The  Univeksh-v  of  Liveui'ool. 


CXXXIV. — Thiocarhamide  as  a  Solvent  for  Gold. 

By  James  Moik,  M.A.,  D.Sc. 

It  has  been  recently  shown  (Proc,  1906,  22,  105)  that  gold  slowly 
dissolves  in  acid  solutions  of  thiocarhamide,  and  that  solution  takes 
place  with  remarkable  rapidity  in  the  presence  of  suitable  oxidising 
agents. 

Since  then,  two  new  complex  gold  salts  have  been  isolated  from 
these  solutions,  and  an  attempt  has  been  made  to  ascertain  their  con- 
stitution. 

The  new  sulphate  and  chloride  were  obtained  by  dissolving  precipi- 
tated gold  in  solutions  of  thiocarhamide  acidified  with  sulphuric  or 
hydrochloric  acid  respectively,  the  action  being  accelerated  by  the 
addition  of  hydrogen  peroxide.  They  have  approximately  the  com- 
position of  addition-compounds  of  thiocarhamide  with  aureus  salts, 
namely,  Au^SO^-l- 6CH4N2S  and  AuCl -f- 2f  CH^NgS  ;  in  this  respect 
they  are  analogous  to  the  series  of  double-salts  of  the  heavy  metals, 
such  as  CuCl  4- SCH^NgS,  described  by  Emerson  Reynolds  and  others. 

The  author  considers,  however,  that  the  chloride  has  in  reality  the 
formula  CgHgcNjgSgAugClg,  having  some  such  constitution  as 

3[C,,H,3N^S2-^u-Cl]  4-  2CH4N.,S, 
and  infers  that  the  sulphate  possesses  a  similar  formula,  namely, 

(C2HeN4SoAu)2S04 -f  2CH^N2S. 

In  the  latter  case,  however,  the  analytical  evidence  is  incomplete, 
owing  to  the  difficulty  of  preparing  the  substance,  and  the  formula 
must  be  taken  as  only  tentative.     In  the  case  of  the  chloride,   on  the 
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other  hand,  the  evidence  is  clear  that  there  is  a  smaller  proportion  of 
hydi'ogen  in  the  compound  than  is  required  by  the  supposition  that  it 
is  merely  an  addition-compound  of  AuCl  and  CH^N.^S.  It  is  probable 
that  the  cation  CgH^N^SoAu  has  the  constitution 


L^'h:c(nH2)-s(Au)-nh-cs-nhJ  • 

The  complex  chloride  can  also  be  obtained  from  the  product  of  the 
reaction  between  potassium  aurichloride  and  thiocarbamide,  a  fact 
which  supports  the  formula  which  is  proposed  for  it,  as  the  following 
equation  shows : 

SAuClg  +  SCH^N^S  =  CsH^eNigSg-SAuCl  +  6HC1. 

It  is  converted,  by  boiling  with  strong  hydrochloric  acid,  into  the 
compound  AuCl  +  2CH^N2S,  first  described  by  Emerson  Reynolds 
{Annalen,  1869,  150,  255). 

These  three  complex  gold  salts  beTiave  so  differently  from  ordinary 
aureus  compounds  that  one  is  compelled  to  assume  the  existence  in 
them  of  a  complex  cation  such  as  C2HgN^S2Au,  an  assumption  sup- 
ported by  analogy,  since  the  properties  of  such  salts  as  cuprous  thio- 
carbamide carbonate  and  sulphate  (-Ser.,  1884,  17,  300,  for  example, 
Cu^SO^  +  5CH4X2S  4- 2H2O  *)_show  that  copper,  at Jeast,  does  not  react 
in  the  usual  way  when  combined  with  thiocarbamide.  The  author  is 
inclined  to  suspect  that  most  of  these  so-called  addition-compounds  of 
thiocarbamide  and  salts  of  the  heavy  metals  are  constituted  similarly 
to  his  new  gold  compound,  and  thus  contain  less  hydrogen  than  is 
indicated  by  the  accepted  formulae. 

The  action  of  s-diphenyl-  and  diacetyl-thiocarbamide  on  gold  was 
tried,  but  the  results  were  negative.  Hence  it  is  probable  that  the 
activity  of  thiocarbamide  itself  depends][on  its  isomerisation  to 

nh:c(nh2)'sh, 

the  hydrogen  of  the  -SH  group  being  replaceable  by  gold,  just  as  in 
the  recently-discovered  gold  mercaptides  {Ber.,  1005,  38,  2813). 

Experimental. 

(a)  Preparation  of  Gold- thiocarhamide  Sulphate. 

Finely-divided  gold,  prepared  from  auric  chloride  and  ferrous  I 
sulphate,  was  added  to  a  strong  solution  of  thiocarbamide  acidified 
with  sulphuric  acid.  The  action  was  accelerated  by  occasional  addition 
of  hydiogen  peroxide  and  warming  to  50^  The  filtered  solution  was 
allowed  to  evaporate  spontaneously,  when  opaque,  white  rosettes  of 
the  complex  sulphate  crystallised.  These  were  reciystallised  for 
*  Beilstein  (I,  1317)  formulates  this  substance  incorrectly  as  002(804)2,  &c. 
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analysis,  and  dried  for  several  hours  at  the  temperature  of  boiIin<^ 
water  (d'i'b^),  thereby  losing  water  of  crystallisation,  which  was  not 
determined.  The  substance  then  melted  without  decomposition 
at  161°. 

On  careful  ignition,  0-1327  gave  0-0550  Au.     Au  =  41-45. 
Au^SO^  +  eCH^NgS  requires  Au  =  41-64. 
(C2H^N4S2Au)oS04  +  2CH^ISr2S  requires  Au  =  41-82  per  cent. 

(b)  Preparation  of  Gold-thiocarhamide  Chloride. 

(1)  From  Gold. — Exactly  the  same  method  as  the  above  was  employed, 
using  hydrochloric  instead  of  sulphuric  acid.  The  product  formed 
large,  colourless,  six-sided  plates  or  lozenges  possessing  a  waxy  lustre 
and  striated  parallel  to  the  longer  diagonal,  which  is  also  the  direction 
of  extinction  of  polarised  light. 

It  melts  at  190°  without  decomposition,  which,  however,  begins  at 
about  210°  (see  p.  1349).  It  is  alkaline  to  litmus,  as  is  Reynolds' 
compound,  AuCl  +  2CHjN2S,  and  contains  chlorine,  but  no  cyanogen 
or  sulphocyanogen. 

After  drying  in  the  steam-bath  : 

0-14775  gave  0-0671  Au.     Au  =  45-42  per  cent. 

(2)  From  Gold  Chloride. — To  a  strong  solution  of  thiocarbamide  at 
50°,  a  solution  of  gold  potassium  chloride  was  added  until  the  red 
precipitate  ceased  to  redissolve.  The  lesulting  pale  yellow  solution 
was  warmed  for  an  hour,  when  it  became  nearly  colourless ;  a  little 
sulphur  was  deposited  and  was  separated.  On  standing  overnight,  a 
good  yield  of  the  hexahedral  compound  was  obtained,  identical  with 
that  prepared  by  the  former  method.  As  this  method  is  simple,  it 
was  possible  to  prepare  a  fair  quantity  of  the  substance  for  exhaustive 
analysis.  It  should  be  noted,  however,  that  it  is  essential  to  use  gold 
potassium  chloride  and  not  chloroauric  acid,  since  the  latter  gives 
Reynolds'  compound,  AuCl-1- 2CH4N2B,  instead  of  the  hexahedral 
compound. 

0-1322  gave  0-0600  Au.  Au  =  45-39. 
00474  „  0-0216  Au.  Au-=  45-50. 
0-3370     „     0-1532  Au.     Au  =  45-46. 

Average,  allowing  for  difference  of  quantity  used,  Au  =45*44  per 

cent. 

0-2125  gave  0-0690  AgCl.  Cl  =  8-03. 

0-2125     „     0-2178  BaSO^.  Soluble  S=  14-08. 

0-2135     „     0-3106  BaSO^.  Total  S=  19-97  per  cent. 

VOL.    LXXXIX.  4   U 
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Total  sulphur  was  determined  by  digesting  with  aqua  regia  and 
precipitating  as  BaSO^. 

From  these  figures,  the  atomic  ratio  Au  :  Cl  =  1  :  0*983,  that  is,  1  :  1. 
The  ratio  Au  :  total  S=  1  :  2'703,  which  is  most  probably  3  :  8. 

The  simplest  formula  for  this  substance  would  be  3AuCl  +  SCH^NgS, 
which  requires  Au  =  45"26  per  cent.,  but  an  error  of  even  so  little  as 
0'2  per  cent,  in  excess  is  nearly  impossible  in  the  mean  of  four 
estimations  of  gold  by  ignition. 

The  formula  which  I  propose  for  the  compound,  namely, 
3(C2H6N"4S2AuCl)  +  2CH4N2S, 
requires  Au  =  45 -47;  Cl  =  8-17;  S=  19-72  per  cent. 

It  is  just  possible,  however,  that  the  discrepancy  is  due  to  an  error 
in  the  accepted  atomic  weight  of  gold,  and  that  the  substance  really 
possesses  the  formula  3AuCl  +  SCH^NgS. 

(c)   Conversion  of  tlie  Hexahedral  Chloride  into  Reynolds'  Compound. 

On  boiling  the  hexahedral  compound  for  a  minute  with  strong 
hydrochloric  acid  and  separating  from  a  little  sulphur,  lustrous, 
opaque,  white  needles,  agreeing  exactly  with  Reynolds'  compound,  were 
obtained  on  cooling.  After  being  recrystallised  and  dried  in  the  steam 
oven,  0-0534  gave  0-0273  Au.  Au  =  51-2j  CgHgN^ClSgAu  requires 
Au  =  51-24  per  cent. 

(d)  Action  of  Caustic  Alkali  on  the  Hexahedral  Chloride. 

On  adding  sodium  hydroxide  to  the  aqueous  solution  of  the  compound, 
an  orange,  gelatinous  precipitate  is  obtained,  which  on  warming  becomes 
denser  and  dark  olive-green.  This  product  is  identical  with  that 
obtained  by  Rathke  {Ber.,  1884,  17,  307)  by  the  action  of  ammonia  on 
Reynolds'  compound,  AuCl  +  2CH4N2S,  and  amounted  to  114  per 
cent,  of  the  gold  obtained  by  ignition  (whereas  Rathke's  specimen 
amounted  to  116  per  cent.).*  I  find,  with  Rathke,  that  it  seems  to 
contain  carbon  and  nitrogen  as  well  as  sulphur.  The  most  probable 
constitution  is  AugS  +  CHgNgSAu,  the  theoretical  amount  of  which  is 
118  per  cent,  of  the  contained  gold. 

The  colourless  filtrate  contained  the  whole  of  the  chlorine  and  the 
rest  of  the  sulphur ;  the  chlorine  was  estimated  by  precipitating  with 
silver  nitrate,  extracting  the  precipitate  with  ammonia,  and  re- 
precipitating  with  nitric  acid.     This  procedure  was  necessitated  by  the 

*  Another  specimen,  made  by  the  use  of  ammonia  instead  of  sodium  hydroxide,  was 
analysed  : 

0-0611  gave  0-0521  Au.     An  =  85 -27. 

CH3N2S2AU3  requires  Au  =  84*67  per  cent. 


♦ 
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fact  that  the  original  substance  gives  a  complex  precipitate  wilh 
silver  nitrate  (see  below).  The  residual  silver  sulphide  was  converted 
into  barium  sulphate,  whereby  the  "  soluble  sulphur  "  of  the  analyses 
was  determined.  From  the  difference  between  "  total  "  and  "  soluble  " 
sulphur,  the  sulphur  contained  in  the  olive-green  gold  precipitate  is 
calculated  as  5'89  per  cent,  of  the  original,  which  is  a  little  too  high 
for  that  required  by  the  formula  suggested  for  the  olive  compound, 
but  the  determination  of  soluble  sulphur  by  this  circuitous  process 
is  probably  inaccurate. 


(e)  Effect  of  Heat  on  tlie  Chloride. 

On  heating  in  the  air-bath  at  210°  to  constant  weight,  the  product  was 
uniform  and  dark  brown,  and  amounted  to  148  "6  per  cent,  of  the  gold 
obtained  by  ignition.  It  appears  to  be  a  single  substance,  and  the 
only  probable  formula  is  Au3So'3CH4N2S,  which  corresponds  to  148'7 
per  cent,  of  the  contained  gold. 


(f)  Action  of  Silver  Nitrate, 

On  adding  silver  nitrate  in  excess  to  a  solution  of  the  substance, 
an  immediate  brown  precipitate  of  auric  hydrate  mixed  with  silver 
chloride  is  obtained,  followed  after  a  few  seconds  by  a  bulky  mass  of 
felted  white  needles  of  silver-thiocarbamide,  whereby  the  whole  is  made 
to  gelatinise.  This  operation  was  carried  out  quantitatively  and  the 
results  agree  with  the  complicated  formula  which  I  put  forward  for 
the  gold  thiocarbamide  chloride. 

The  whole  was  diluted  with  very  weak  nitric  acid,  the  precipitate 
filtered  and  dried  at  60°  for  an  hour,  and  finally  left  for  a  week  over 
sulphuric  acid  in  a  vacuum.  The  filtrate  contained  a  little  dissolved 
silver  thiocarbamide,  the  amount  of  which  was  determined  by  con- 
version into  silver  sulphide  and  this  was  added  to  the  main  quantity. 

0-4280 gave  07543  mixed  product  and  0-0885  AggS  (  =  0-0653  gram 
CHgN.SAg,  or  1-08  mols.).  Total  Au-f  AgCl  4CH3N2SAg  =  0-8196 
gram,  or  191-5  per  cent,  of  the  original. 

The  theoretical  equation  is  : 

C8H26N16S8AU3CI3  + 11  AgNOg  -f  6H.,0  =  80H3N2SAg  -t-  3  AgCl  + 

SHAuO^-t-llHNOg, 

whence  1301  grams  should  yield  8  mols.  of  silver  thiocarbamide, 
3  mols.  of  silver  chloride,  and  3  atoms  of  gold  (on  drying)  ;  total 
191  2  per  cent,  of  the  original  substance  taken.  This  agreement 
between   theory   and  experiment   was  confirmed    by    the    subsequent 

-4   U   2 
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treatment   of   the   precipitate,    which   was   first   ignitetl,    then    fully 
chlorinated  and  re-ignited,  and  finally  reduced  to  gold-silver  alloy. 

Ignition:  Theory  for  3Au-f  3AgCl -h  6'92,  Ag  =  0'5811  gram. 
Found  0-5856  gram. 

Chlorination  :  Theory  for  3Au  +  9-92,  AgCl  =  0-6584  gram.  Found 
0-6410  gram. 

Alloy:  Theory  for  3Au -j- 9-92,  Ag  =  0-5466  gram.  Found  0-5450 
gram. 

I  desire  to  thank  Mr.  H.  Harding,  B.Sc,  for  his  kindness  in 
supplying  me  with  the  necessary  extracts  from  chemical  literature  in- 
accessible in  this  country. 

Chemical  Labgratoky, 

Mines  Department, 
Transvaal. 


CXXXV. — The  Vapour  Pressures  of  Binary  Mixtures. 
Fart  1.  The  Possible  Types  of  Vapour  Pressure 
Curves. 

By  Arthur  Marshall. 

The  relationship  between  the  vapour  pressures  of  the  components  of  a 
mixture  of  two  liquids  is  given  by  the  simple  expression  : 

xd\ogp^+  (\-x)d\ogp^  =  0 (i), 

in  which  p^,  p^  are  the  partial  pressures  exerted  by  the  two  sub-- 
stances  1  and  2,  and  x  is  the  molecular  proportion  of  the  substance 
1  present  in  the  liquid  mixture,  that  is,  the  number  of  gram- 
molecules  of  the  substance  1  divided  by  that  of  1  and  2  together ; 
(l-a;)is  consequently  the  molecular  proportion  of  the  substaoce  2. 
This  equation,  which  refers  to  changes  taking  place  at  constant 
temperature,  has  been  worked  out  independently  by  Duhem  {Ann.  de 
VEcole  Normale  sup.,  1887,  (iii),  4,  9  ;  Traite  elem.  de  Mechanique 
chimique,  1889,  4,  chap.  7),  Lehfeldt  {Phil.  May.,  1895,  40,  397), 
Margules  (/Si«2w/i^s6er.  K.  Akad.  Wien.,  1895,  104,  1243),  and  Ostwald, 
A  very  simple  and  convincing  proof  has  been  published  by  Luther 
(see  Ostwald,  Ally.  Chemie,  1902,  2,  ii,  639),  and  the  experimental 
investigations  of  Zawidski  have  fully  confirmed  its  accuracy  {Zeit, 
phynikal.  Chem.,  1900,  35,  129). 

The  vapour  pressures  of   binary  mixtures   have  been  dis-cussed   in 
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some  detail  in  the  text-books  of  Ostwald  [loc.  cit.,  pp.  611 — 666, 
687 — 699),  Duhem  [Mechan.  chhnique,  4,  194 — 221),  and  Roozeboom 
(IJeterogenen  Gleichyewichte,  1904,  2,  8 — 57),  consequently  in  this 
communication  attention  will  be  confined  mostly  to  points  in  which 
the  treatment  of  the  subject,  as  presented  in  the  works  cited,  requires 
amplification  or  correction.  Mention  of  moht  of  the  original  papers 
on  the  subject  will  be  found  in  the  communication  of  Zawidski 
{loc.  cit.)  and  in  Young's  work  on  Fractional  Distillation  (London, 
1903). 

Before  proceeding  to  discuss  the  question  of  the  different  types  of 
curves  it  is  necessary  to  define  some  of  the  terms  used. 

In  all  curves  the  pressures  are  supposed  to  be  plotted  as  normals 
against  the  values  of  x,  which  is  equal  to  N'-^jN-^  +  N^,  where  iVj,  N^ 
are  the  number  of  gram-molecules  of  each  of  the  two  substances 
present  in  the  liquid  mixture. 

A  point  of  inflection  is  a  point  where  a  pressure  curve  changes  its 
direction  of  curvature,  that  is,  where  the  second  differential  of  the 
pressure  with  regard  to  x  is  equal  to  zero. 

A  type  of  curve  is  distinguished  by  the  number  of  points  of  inflec- 
tion and  of  maxima  and  minima  (points  where  dP/dx  =  0)  it  pos- 
sesses and  by  the  order  in  which  they  occur. 

Possible  Types  of  Partial  Pressure  Curves. 
Equation  (i)  may  for  convenience  be  written  in  the  form 

^Pl^=    _ ^2  ^-^ (ii), 

dx  p  dx     P2      '     ' 

and  from  this  conclusions  may  at  once  be  drawn  as  to  the  shapes  of 
the  partial  pressure  curves.  When  one  substance  is  present  in  large 
excess,  the  partial  pressures  />j  of  the  other  substance  generally  follow 
Henry's  law  approximately  if  not  accurately.     That  is, 

^^G=P^  and  ^t^  =  l, 

dx  X  dx  p^ 

and  graphically  the  partial  pressures  are  represented  by  a  straight 
line  through  the  zero  point.  From  equation  (ii)  it  is  evident  that  in 
this  case  the  vapour  pressures  of  the  substance  present  in  excess  obey 
a  similar  law, 

dp^JPi_^  _l  or  ^2=  _  _Z2_, 

dx'\  -x  dx  \  -X 

which  is  merely  a  mathematical  expression  of  Raoult's  law,  and  shows 
that  the  partial  pressures  of  the  second  substance  are  represented 
graphically  by  a  curve  tangential  to^the  diagonal  ttj  I  (Fig.  1). 
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When  the  two  substances  possess  normal  molecuhtr  weights  in  the 
liquid  state,  that  is,  when  the  molecular  weights  are  the  same  as 
those  in  the  gaseous  state,  the  laws  of  Raoult  and  Henry  hold  with 
approximate  accuracy  over  a  considerable  range.  When,  however, 
the  molecules  of  either  substance,  or  of  both,  associate,  or  when  they 
tend  to  form  complexes  such  as  hydrates,  the  vapour  pressures  obey 
these  laws  through  a  smaller  range  only  ;  nevertheless,  the  laws  do,  as  a 
rule,  hold  good  approximately  for  solutions  in  which  one  or  other  of  the 
two  substances  greatly  preponderates.  The  only  exceptions  which  have 
hitherto  been  clearly  recognised  are  aqueous  solutions  of  electrolytes. 
But  this  exception  is  exactly  what  would  be  anticipated  from  the 
usually  accepted  theories  of  mass  action  and  electrolytic  dissociation 
(see  Gahl,  Zdt.  physikal.  Chem.,  1900,  33,  178). 

Ab  regards  the  course  of  the  middle  portion  of  the  pai'tial  pressure 
curves,  Ostwald  has  assumed  that  there  is  only  one  change  of  direction 
of  curvature,  and  consequently  only  one  point  of  inflection.  The 
experimental  data  which  have  been  accumulated  since  Ostwald's  theory 
was  published  have  fully  justified  his  assumption,  for  in  no  case 
where  the  partial  pressures  have  actually  been  measured  with  accuracy 
do  they  show  more  than  one  point  of  inflection.  Theoretical  con- 
siderations also  would  lead  one  to  expect  that  there  would  not  be 
more  than  one  point  of  inflection  in  any  ordinary  case.  For  whatever 
action  there  may  be  between  the  various  molecules  in  the  liquid 
phase,  one  would  anticipate  that  if  the  ratio  pjx  be  greater  than  ttj 
at  any  one  point,  at  no  other  point  will  it  be  less  than  tt^,  and  if  at 
any  one  point  it  be  less  than  ttj,  at  no  other  point  will  it  be  greater. 
The  value  of  pjx  may  therefore  be  expected  to  increase  or  decrease 
continuously  until  at  the  upper  end  of  the  curve  it  becomes  equal  to  tt^. 
But  if  such  be  the  case,  it  is  not  possible  to  draw  a  partial  pressure 
curve  with  more  than  one  point  of  inflection.  As  already  stated,  no 
partial  pressure  curves  which  have  hitherto  been  determined  by  direct 
experiment  show  more  than  one  point  of  inflection,  but  in  the  case  of 
dilute  solutions  of  sulphur  trioxide  in  water,  although  the  necessary 
vapour  pressure  measurements  are  wanting,  the  freezing-point  deter- 
minations made  by  Pickering  (Trans.,  1890,  57,  331)  indicate  that 
there  must  be  two  points  of  inflection.  This  case  is,  however, 
extremely  complex,  for  not  only  is  the  acid  electrolytically  dissociated, 
but  it  combines  with  the  water  in  several  different  proportions,  the 
water  itself  associates,  and  the  sulphur  trioxide  dissociates  in  the 
gaseous  state  into  sulphur  dioxide  and  oxygen  (see  Gahl,  loc.  cit.). 
In  other  electrolytic  solutions  the  phenomena  are  more  simple,  and 
this  anomalous  course  of  the  vapour  pressure  curves  apparently  does 
not  occur. 

In  their  central  proportions,  the  vapour  pressure  curves  of  electro- 
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lytic  solutions  probably  do  not  differ  materially  in  general  form  from 
those  of  non-electrolytes,  but  as  experimental  data  are  almost 
entirely  lacking  the  present  communication  will  be  confined  to  the 
discussion  of  non-electrolytic  mixtures. 

The  four  possible  types  of  partial  pressure  curves  are  shown  in 
Fig.  1.  The  simplest  type  is  the  straight  line,  type  11,  which,  however, 
appeal's  only  to  occur  when  there  is  no  contraction  and  no  change  of 
temperature  on  mixing  the  two  substances. 

When  the  two  substances  have  a  tendency  to  combine  chemically, 
the  partial  pressure  curves  are  usually  of  type  I,  but  this  type  can 
also  occur  when  there  is  no  chemical  combination.  Amongst  cases 
which  have  hitherto  been  investigated,  type  III  is  the  most  common, 
especially  when  the  molecules  of  one  or  both  substances  associate  in 
the  liquid  state.  The  existence  of  curves  of  this  type  does  not, 
however,  necessarily  imply  that  association  takes  place,  for  mixtures 


Fig.  1. 


Composition. 


of  benzene  and  hexane  fall  into  this  category  ;  nor  does  the  existence 
of  a  curve  of  another  type  prove  that  association  does  not  take  place. 

These  three  types  are  not  sharply  distinguished  one  from  the  other  ; 
on  the  contrary,  curves  can  show  every  degree  of  curvature  from  the 
one  extreme,  as  represented  by  pyridine  and  acetic  acid  belonging  to 
type  I,  through  the  straight  line  to  the  other  extreme,  as  represented 
by  such  pairs  of  liquids  as  hexane  and  methyl  alcohol  belonging  to 
type  III,  and  beyond  into  the  region  of  the  curves  belonging  to 
type  IV.  The  straight  line  is,  in  fact,  only  a  special  case  intermediate 
between  type  I  and  type  III,  but  its  practical  importance  is  so  great  that 
it  was  considered  advisable  to  place  it  in  a  class  by  itself,  for  already 
many  pairs  of  substances  have  been  found  to  give  curves  which  are 
straight  lines  within  the  limits  of  experimental  error,  and  this  not 
merely  at  one  temperature,  but  probably  throughout  a  considerable 
range. 
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When  the  two  substances  are  not  miscible  in  all  proportions,  the 
partial  pressure  curves  assume  the  form  IV  of  Fig.  1.  As  has  been 
pointed  out  by  Ostwald,  a  fall  of  partial  pressure  with  an  increase  of 
concentration  would  involve  a  condition  essentially  unstable.  A 
solution  which  showed  such  a  phenomenon  could  not  exist,  but  would 
at  once  decompose  in  two  layers  corresponding  in  composition  and 
pressure  with  the  points  a  and  b.  These  two  layers  must  have  not 
only  the  same  total  pressure,  but  also  the  same  partial  pressures. 

The  gradual  change  of  a  partial  pressure  curve  of  type  III  with 
change  of  temperature  into  one  of  type  IV  is  shown  in  Fig.  2,  in 
which  the  curve  AKB  represents  the  partial  pressures  at  the  limits  of 
solubility   at   various  temperatures.     The   mixture   has   a   solubility 


Fig.  2. 


Composition. 

critical  point  K,  at  which  it  is  evident  the  partial  pressure  curve 
is  horizontal.  Below  the  critical  point,  each  partial  pressure  curve 
has  a  maximum  and  minimum  value  of  x  for  a  certain  pressure ; 
above  it  the  curves  rise  throughout. 

The  analogy  between  the  curves  of  type  IV  and  those  given  by  the 
equation  of  state  of-  van  der  Waals  has  already  been  commented  on 
by  Duhem,  Margules,  and  others ;  the  analogy,  indeed,  amounts 
almost  to  identity.  In  the  case  of  the  partial  pressures  of  mixtures 
of  methyl  ethyl  ketone  and  water  investigated  by  myself  (see 
experimental  part),  I  endeavoured  to  fit  to  the  experimental  curves 
equations  of  the  form  : 

(p^  +  ax^)(l--b)  =  S', 


is 


I 
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where  a,  b,  and  aS'  are  constant.  But  although  the  general  form  of  the 
curve  is  given  by  such  an  equation,  it  is  not  possible  to  represent  the 
observations  accurately  throughout  the  whole  course.  In  view  of  the 
fact  that,  even  in  the  far  less  complex  case  of  a  simple  substance, 
van  der  Waals'  equation  gives  a  qualitative  rather  than  a  quantitative 
picture  of  the  behaviour,  it  was  hardly  to  be  expected  that  greater 
success  would  be  achieved  in  this  case,  where  there  are  two  substances 
and  three  phases  and  complications  arising  from  changes  of  density 
and  surface  tension. 

Mutual  Relationship  of  the  Two  Partial  Pressure  Curves. 

In  accordance  with  equation  (i),  the  two  partial  pressure  curves 
must  always  be  of  the  same  type.  This  fact  has  been  pointed  out  by 
Ostwald,  who  has  also  remarked  that  if  the  vapour  pressures  exerted 
by  the  substances  in  the  pure  state  be  equal,  the  two  curves  will  be 
equal  in  all  respects  (Ally.  Chem.,  2,  p.  641).  If  the  pressures  be 
different,  he  proceeds  to  say,  '■  so  ist  die  eine  Kurve  in  solchem  Sinne 
ein  Spiegelabbild  der  anderen,  dass  zwar  der  senkrechte  Massstab 
verschieden  ist,  die  Zeichen  des  ersten  und  zweiten  Differentialquotienten 
aber  stets  entgegengesetzt  sind,  auch  beide  daher  gleichzeitig  durch 
Null  gehen.  Es  wiederhold  sich  mit  anderen  Worten  der  Gang  der 
ersten  Teilkurve  bezUglich  des  Steigens  oder  Fallens,  und  beziiglich  der 
konvexen  und  der  konkaven  Kriimmung,  so  wie  des  Wendepunkfes  an 
der  zweiten  Teilkurve,  nur  in  anderem  Massstabe."  Part  of  this 
statement  is  undoubtedly  correct,  but  the  portion  which  I  have 
italicised  will  be  shown  to  hold  good  only  in  a  special  case,  namely, 
at  the  critical  solution  temperature. 

If  equation  (ii)  be  differentiated  with  regard  to  x,  it  gives 

^1  =  _  d%.l-x  Pi_dpy 1         (Jh-^i     .     .     (iii), 

dx'  dx^     X     2^-2      dx'p^{\  -  x)\  x       dx   ) 

and    when    -  i^x=0,  we  have 
dx^ 

dx  2^\i\~'^y^^   ^^       ^^^ 

_       1         d}h\Pi_dPi\ (iv) 

jt)j(l  —x)  dx  \  X      dx  ] 

Of   the   factors    on   the   left-hand  side  of   equation    (iv), 


dP2 


p^{\-x) 


must  always  be  a  positive  quantity ;    -^  is  always  negative,  except 

\X%JC 

in  a  part  of  the  unrealisable  central  portion  of  curves  of  type  IV  ; 
■j  —~-j-^  \    is  always  negative  with  a  curve'of  type  I,  it  is  equal  to  0 
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with  a  curve  of  type  II,  and  it  is  positive  with  curves  of  types  III  and 
IV.  It  is  evident,  then,  that  at  the  point  of  inflection  of  the  jo^ 
curve  the  second  differential  of  the  p^  curve  is  positive  in  the  case  of 
type  I,  negative  in  the  case  of  type  III,  and  positive  in  the  case 
of  type  IV.  In  the  ca.>-e  of  type  II,  there  is  no  curvature  and 
consequently  no  change  of  direction  of  curvature.     It  may  be  shown 

in  the  same  way  that  —^-^  alters  its  sign  in  a  similar  manner.   OsLwald's 

statement  that  the  points  of  inflection  fall  on  the  same  normal 
is  not  true  thei-efore ;  on  the  contrary,  with  curves  of  type  I  and  EII, 
the  points  of  inflection  are  nearer  to  the  upper  parts  of  the  curves, 
and  with  curves  of  type  IV  they  are  nearer  to  the  points  where 
the  partial  pressures  are  equal  to  0. 

At  the  critical  solution  point  _pL  =  0,  consequently 

dx^  jOj      dx^ '  P2 

Therefore,  if  the  second  differential  of  one  curve  disappear  at  this 
point,  that  of  the  other  must  do  so  too.  Reference  to  Fig.  2  will 
show  that  both  partial  pressure  curves  must  have  points  of  inflection 
at  the  critical  point.  Ostwald's  statement  is  therefore  correct  in  this 
special  case,  and  in  this  only. 

From  equation  (ii),  it  is  evident  that  with  curves  of  type  IV  the 
maximum  of  the  first  curve  occurs  at  the  same  composition  as  the 
minimum  of  the  second,  and  the  minimum  of  the  first  at  the 
same  composition  as  the  maximum  of  the  second. 


Total  Pressure  Curves. 

The  possible  forms  of  partial  pressure  curve  have  now  been 
discussed,  and  it  has  been  shown  that  they  all  belong  to  four  types, 
which,  however,  are  only  special  forms  of  a  general  type.  The  next 
stage  is  to  ascertain  what  forms  of  total  pressure  curve  can  be  obtained 
by  combining  two  partial  pressure  curves  of  the  same  type.  For  this 
purpose,  use  can  be  made  of  the  equations  : 

dP  =  d2\-\-dp^ (vi), 

d^P  =  d'^2h'^d^Pi (vii)» 

which  are  so  obvious  that  no  proof  is  required. 
Combining  (ii)  and  (v),  we  obtain 

dl=<lh(\^Pl.\l^\ (viii), 

dx     dx\      P2     X    / 
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which    shows  that    P    is    at    a  maximum    or    minimum   when    either 

^^  =  0or  ^  =  -^-. 
dx  y>2     1  -  a; 


dP 
dx 


One  or  the  other  of  these  two  conditions  must  be  fulfilled  whenever 
0.     The  first  of  these  conditions  occurs  only  in   the  unrealisable 


portion  of  curves  of  type  IV,  the  second  is  the  condition  of  a  mixture 
of  constant  boiling  point  (compare  Margules,  loc.  cit.). 

It  has  been  suggested  by  Ostwald  {Joe.  cit.,  pp.  618,  642)  that  with 
pairs  of  liquids  miscible  in  all  proportions  the  total  pressure  curve  may 
have  two  maxima  and  a  minimum  or  two  minima  and  a  maximum. 
He  has  suggested  that  the  former  may  occur  when  the  vapour  pressures 
of  the  two  constituents  are  not  very  different  and  the  temperature 
is  not  far  removed  from  that  of  the  critical  point.     Zawidski,  on  the 


Fig.  3. 


<? 


k    ^ 

>v 

V 

v:^  -- 

^_  1 

1 

^^ — ' — 

1  ~" 

^^ 

N 

1 

^-"^'^^^ 

S^s 

,^ — '     ^ 

Xs^ 

1  ^^ 

^ 

^s.>. 

cy^ 

^ ' 

^s>. 

/I 

>s> 

y^  ' 

>^ 

^ 

■'    '   1 
1 

^ 

;7 

\ 

^^      1 

^     y 

^V^      ■ 

^  ^^ 

nH 

-^  ^^If^ 

^•^ 

^, 

^^^^.^^"^^ 

^<: 

jx 

jji-^^^"^ 

1 

\\ 

^^ 

1 

^^^^^^ 

/'^      ' 

1 

^^v. 

other  hand,  has  suggested  that  the  latter  may  occur  when   the  two 

constituents  associate  and  also  combine  chemically  one  with  the  other. 

It  can,  however,  be  demonstrated  that  only  one  maximum  or  minimum 

can   occur    in   a   total  pressure  curve  when  the   two    substances    are 

miscible  in  all  proportions. 

For,  if  possible,  let  the  total  pressure  curve  have  two  maxima  and 

dP 
a  minimum  as  in  Fig.  3.     Then  at  each  of  the  points  where  -y-  =  0, 

—  =  - .     The  partial  pressure  curves  must  therefore  pass  through 

V-i     1  -  X 

the  points  aj,  6^,  Cj  and  a.^,  h.^,  c.^  respectively.     But  this  is    incon- 
sistent with  the  equation  (ii)  and  with  the  law  of  Raoult  and  Henry. 

Similarly,  it  may  be  shown  that  two  minima  and  a  maximum  are 
equally  impossible.     One  minimum  or  one  maximum  is  therefore  all 
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that  is   possible  in  total  pressure  curves  of  types  I   or  III.     With 
curves  of  type  II  no  maximum  or  minimum  can  of  course  occur. 
If  equation  (viii)  be  differentiated  with  regard  to  x,  we  obtain 

^!^=p(i-Pi_^zJ^)+p.±(Pi_^!Pi)   ....   (ix). 

ax-      (tx.^x       p^     X    /      ax  x/)^\x      dx  J 

an,i     'i:?.J_(ft_*.).^ (xi), 

dx  xpcXx      dx  J 


tlien      -  - ,  -      +  /S (^ii)- 

dx- 

Of  the  factors   that  appear  in  equation   (ix),  x,  {y—x),'p^^'p<^  are  all 

d?-n 
necessarily  positive.     The  sign  of   -^  has  been  discussed  above  ;  that 

of    (l-ll )  is  shown  by  equation  (viii)  to  be  always  negative 

\       p^    X    / 

when  dPIdp^  is  negative,  that  is,  when  the  slope  of  the  total  pressure 

curve  is  opposite  to  that  of  p^  curve.     It  is  positive  when  dPjdp^  is 

positive,  and  is  equal  to  0  when  a  constant  boiling  mixture  is  formed. 

The  first  differential  dpjdx  is  always  negative  except  in  a  part  of  the 

unrealizable  portion  of  the  curve  of  type  lY.     The  factor  ( ^  ^  — L}  ) 

\x      dx/ 

is  always  negative  with  a  ciirve  of  type  I,  and  always  positive  with 
those  of  types  III  and  IV.  The  possible  variations  of  all  the  factors 
in  equation  (ix)  being  known,  the  possible  variations  in  the  sign  of 
the  second  differential  d-F/dx^  can  be  summed  up.  The  signs  of 
all  the  variable  factors  are  given  in  Table  I.  In  all  cases  it  is 
supposed  that  vapour  pressure  of  the  second  substance  in  the  pure 
state  is  higher  than  that  of  the  first.  In  those  instances  where  several 
signs  are  given,  the  curve  is  supposed  to  be  divided  into  portions  at 
the  points  of  inflection  or  at  a  maximum  or  minimum.  The  brackets 
in  the  column  referring  to  type  IV  are  to  mark  off  the  unrealisable 
portions  of  the  curves.  The  letter  (a)  means  that  no  constant  boiling 
mixture  is  formed,  (b)  indicates  that  a  constant  boiling  mixture  is 
formed. 


a 
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Taiwj.:  I. 
Tyi.o  I.  Tyiio  III.  Type  IV. 

i£ -+  +-  +(+-)- 

Hl--^.     ,.  ^)   Sign  tlie  same  as  that  of  t—  in  realisable  ])ortion  of  all  curves. 


I  dx 

^\x     dx) 


^,dx    -  -(-  +  -)- 

+  + 


„  /«  +-  -  -  +  +  -(-+)  + 

{b   -  +  -  -  +  -  -{-+±)±- 

)8 +  -  -(-  +  -)- 

d^Pfa ■f-+±  --±  -(-+±)± 

ilxnb ±  +  ±  --±-  -(-  +  -)- 

Consideration  of  the  facts  assembled  in  Table  I  sho.vs  that  twelve 
possible  types  of  total  pre.ssure  may  occur.  The  first  and  second 
differentials  of  these  are  given  in  Table  If,  and  in  Figs.  4  to  8  the 
shape  of  each  is  shown  graphically. 


Type.        tip. 


+ 
+ 

+(+-+)+ 


Ti/pe  lA. — Curves  of  this  type  occur  when  the  two  substances  have 
very  different  vapour  pressures.  Trinitroglycerol  and  acetone,  the 
figures  relating  to  which  will  be  found  in  the  experimental  portion  of 
this  paper,  form  an  example  of  it.  Other  instances  are  ammonia  and 
water,  glycerol  and  water,  ether  and  aniline  (Raoult,  Zeii.  physikal. 
Chem.,  1900,  36,  60). 

T>/pe  IB  calls  for  no  special  comment.  An  example  is  presented  by 
mixtures  of  carbon  tetrachloride  and  toluene  investigated  by  Lehfeldt 
{Fhil.  Mag.,  1898,  v,  46,  42).  Also  chloroform  and  benzene,  and 
carbon  tetrachloride  and  ether  investigated  by  Linebarger. 

2'lipe  \C. — Mixtures  of  acetone  and  chloroform  give  a  total  pressure 
curve  of  this  form  (Zawidski,  Linebarger,  J.  Avier.  Chem.  Soc,  1895, 
17,  615,  690). 

2\jpe  ID. — For  a  well-established  instance  of  this  type  we  are  again 
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indebted  to  Zawidski,  who  found  it  to  occur  witli  mixtures  of  pyridine 


and  acetic  acid. 


Mixtures  of  water  with  the  strong  mineral  acids  also 


Fig.  4. 


f^ 


Composition. 

appear  to  give  curves  of  this  type,  but  full  experimental  data  are 
wanting.     The  double  change  of  curvature  combined  with  a  minimum 


Fig.  5. 


probably   only  occurs    when   the   two   substances   have   considerable 
tendency  to  combine  with  one  another. 

Type   II   Las  been   well   discussed   by    Young  and  others.     It  will 
suffice  here  to  mention   that  Zawid.^ki  gives  a  list  of  seven  binai-y 
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mixtures  which  have  straight  vapoiu-  prei-sure  carves,  and  that  Young 
has  added  two  mixtures  (chlorobenzene  and  bromobenzene,  and  methyl 
and  ethyl  alcohol)  for  which  the  pressure-composition  line  is  quite 
straight,  and  four  others  (ethyl  propionate  and  acetate,  ethyl  benzene 
and  toluene,  w-octaue  and  n-hexane,  and  toluene  and  benzene)  for 
which  the  curvature  is  exceedingly  slight  (Trans.,  1902,  81,  768  ;  83, 
45). 

Tyj)e  111^4,  like  llA,  occurs  when  the  vapour  pressures  of  the  pure 
substances  are  very  different.  Instances  are  acetone  and  water 
(Taylor,  J.  Physical  Chem.,  1900,  4,  360  ;  Schreinemakers,  Zeit. 
physikal.  Chem.,  1901,  39,  486);  atiiline  and  alcohol  (Guthrie,  /Vti^. 
Mag.,  1884,  [v],  18,  511);  ether  with  tuipentine,  nitrobenzene, 
aniline,  methyl  salicylate,  and  ethyl  benzoate  (Raoult,  2eit.  physikal. 
Chem.,  1888,  2,  353  ;  recalculated  by  Linebarger,  J.  Amer.  CJiem.  Soc, 


Fio.  6. 


Composition. 


1895,  17,  699) ;  carbon  tetrachloride  and  nitrobenzene  (Linebarger, 
loc.  cit.). 

Type  IWB  is  common.  The  following  may  be  mentioned  as 
examples  :  acetic  acid  and  benzene,  carbon  tetrachloride  and  benzene 
(Zawidski,  loc.  cit.). 

Type  II IC  is  also  very  common.  Amongst  the  mixtures  investi- 
gated by  Zawidski,  carbon  tetrachloride  and  ethyl  acetate,  ethyl  iodide 
and  ethyl  acetate,  carbon  disulphide  and  methylal,  carbon  disulphide 
and  acetone  may  be  mentioned  as  belonging  to  this  class  (see  Fig.  8). 

Type  IIIZ)  probably  only  occurs  with  any  given  mixture  within  a 
limited  range  of  temperature  in  the  neighbourhood  of  the  solution 
critical  point.  Mixtures  of  phenol  and  water  give  curves  of  this  type 
at  temperatures  from  the  critical  point,  68°,  up  to  90°,  and  probably 
somewhat  bayond  (see  Schreinemakers,  Zeit.  2)li-ysikal.  Cliem.,  1900, 
36,  474).  It  may  be  regarded  as  a  transition  stage  between  types 
IIIC  and  lYB,  and  will  be  discussed  later  (see  Fig.  8). 

Type  YVA  occurs  when  the  substances  are  not  miscible  in  all  pro- 
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portions,  and  the  one  is  very  volatile  compared  with  the  other. 
According  to  a  statement  of  Bancroft's  {Phase  Rule,  1897,  p.  101), 
solutions  of  sulphur  in  benzene  and  toluene  give  total  vapour  pres- 
sures of  this  type.  Some  rough  qualitative  experiments  with  sulphur 
dioxide  in  water  appear  to  indicate  that  they  fall  within  this  category. 
As  in  all  cases  where  the  vapour  pressure  of  one  substance  is  small, 
the  total  pressure  curve  necessarily  almost  coincides  with  the  partial 
pressure  curve  of  the  other  constituent.  All  that  has  been  said  con- 
cerning the  gradual  change  of  a  partial  pressure  curve  of  type  III 
into  one  of  type  IV  may  be  repeated  with  regard  to  the  change  of  a 
total  pressure  curve  of  type  III^l  into  one  of  IV^,  and  the  conversion 
may  be  illustrated  by  a  diagram  almost  identical  with  Fig.  2.  When  a 
mixture  of  this  type  is  submitted  to  fractional  distillation,    it  will 


Fig.  7. 


Ec 


Xg, 


Composition. 
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ultimately  be  resolved  entirely  into  the  two  pui-e  constituents,  just  as 
in  a  case  where  the  total  pressure  curve  rises  throughout.  At  the  two 
limiting  compositions  Xa,  Xb,  not  only  are  the  total  pressures  the  same, 
but  the  partial  pressures  also,  and  consequently  the  composition  of  the 
vapour  given  oif  from  a  liquid  of  the  composition  Xa  must  lie  between 
xi  and  the  point  where  x=l. 

2'ype  lYB. — Ostvvald  in  his  discussion  of  the  vapour  pressures  of 
binary  mixtures  omitted  to  mention  this  type.  Nevertheless,  it 
appears  to  be  a  common  one,  for  Schreinemakers  has  found  that  mixtures 
of  phenol  and  water  below  the  solution  critical  point  give  curves 
belonging  to  it,  and  three  pairs  of  liquids  examined  by  me  do  so  also  : 
these  three  pairs  are  methyl  ethyl  ketone  and  water,  ethyl  acetate  and 
water,  ether  and  water,  experimental  data  of  which  are  given  later. 
The  gradual  change  of  a  curve  of   type  1VZ>  into  one  of  type   1IIZ> 
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and  then  IIIC  is  shown  in  Fig.  8.     The  second  point  of  inflection  may 
fall  either  within  oi*  without  the  unrealisable  area. 

Tijpe  WC. — There  are  many  pairs  of  liquid.s  which  give  curves  of  this 
type,  but  the  mixtures  of  water  and  aniline  which  wei'o  investigated 
by  Schreinemakers  [loc.  cit.)  form  the  only  case  for  which  vapour 
tension  measurements  extending  over  the  whole  range  of  compo-sitions 
are  available.  A  few  determinations  with  mixtures  of  amyl  alcohol 
and  water  have  been  made  by  myself  and  will  be  found  in  the  experi- 
mental portion  of  this  communication.  For  the  gradual  alteration  of 
the  total  pressure  curve  with  change  of  temperature  up  to  the  critical 
point,  Ostwald  gives  a  diagram  which  is  reproduced  in  Fig.  9.  There 
is,  however,  no  proof  that  the  critical  point  tk  is  also  the  point  of 

Fig.  8. 
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maximum  vapour  pressure,  and  it  is  more  probable  that,  as  the  mutual 
solubility  rises,   the  point   where   —  =  ^ approaches    nearer  and 

nearer  to  the  solubility  curve,  and  eventually  passes  it,  .^o  that  the 
curve  becomes  one  of  type  lYB.  The  further  metamorphoses  of  the 
curve  are  consequently  those  shown  in  Fig.  8. 

Referring  to  the  diagram  (Fig.  ^),  Ostwald  says  {loc.  cit.,  p.  693)  : 
"  Verfolgt  man  nun  ....  die  Kurven  abwarts,  indem  man  vom 
kritischen  Punkte  ausgeht,  so  wird  man  vermuten  diirfen,  dass  die 
Stelle,  der  die  Zusammensetzung  des  Dampfes  entspricht,  immer  noch 
einen  ausgezeichneten  Punkt  beziiglich  der  Teildruckkurven  darstellt. 
Die  horizontale  Tangente  des  Maximalpunktes  geht  in  die  empirische 
Dampfdruckgerade  des  heterogenen  Gebietes   iiber,  welche  die  theore- 
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tischen  Einzeldruckkurven  in  drei  Punkten  schneidet.  Zwei  von  diesen 
Punkten  Imben  die  physisclie  Bedeutung,  dass  sie  die  Zusammensetzung 
der  beiden  Fliissigkeiten  angeben,  bei  welchen  die  Unstetigkeit  der 
empii-ischen  Kiirve  eintritt.  Man  darf  daher  vermuten,  dass  auch 
der  dritte  Durchschnittpunkt  eine  physische  Bedeutung  haben  wird, 
und  da  bleibt  nur  die  Zusammensetzung  des  Dampfes  hierfur 
iibrig." 

Such  a  method  of  reasoning  is  evidently  a  dangerous  one.  There  is 
no  px'oof  that  the  two  partial  pressure  curves  are  intersected  by  the 
empirical  straight  lines  at  the  same  values  of  x,  and  when  Fig.  8  is 
substituted  for  Fig.  9  the  argument  fails  entirely.  In  endeavouring  to 
ascertain  the  composition  of  the  vapour  given  off  by  the  heterogeneous 
mixture,  there  is  no  reason  to  use  any  other  methods  than  would  be 
employed  with  curves  of  other  types.     The  composition  of  the  vapour 


must   always   lie    somewhere   between   that   of   the    maximum   total 


pressure 


where  —   = 


X 


,         ,,    and  that  of  (he  liquid  phase  nearer  to 
P-2  I  -xj 

the  upper  portion  of  the  curve.     The  approximate  positions  of   the 

points  which  represent  the  composition  of  the  vapour  phase  are  marked 

a  in  Fig.  8. 

In  Figs.  7  and  8,  only  critical  solution  points  of  maximum  tempera- 
ture have  been  represented.  It  has  been  shown  by  Rothmund  {Zeit. 
physikal.  Chem.,  1898,  26,  433)  that  in  some  cases  the  mutual 
solubility  of  two  substances  increases  with  falling  temperature  until 
finally  they  become  entirely  miscible.  So  far  as  I  have  been  able  to 
foresee,  there  would  be  no  essential  difference  in  the  variations  of  the 
shape  of  the  vapour  pressure  curves,  whether  the  critical  solution 
point  be  of  minimum  or  maximum  temperature. 

The  changes  that  curves  of  type  IV  undergo  have  been  discussed  in 


k^l 


BINARY   MIXTURES.      PART   I.  1365 

some  detail  on  aceoimt  of  their  theoretical  iinportauce.  Total  pressure 
curves  of  other  types  also  alter  their  shapes  with  variations  of  tempera- 
ture, and  probably  any  one  type  may  under  suitable  conditions  gradu- 
ally change  into  any  other.  These  possibilities  will  not,  however,  be 
considered  in  the  present  communication. 

It  is  a  fortunate  circumstance  that  although  the  number  of  binary 
mixtures  the  vapour  pressures  of  which  have  been  thoroughly 
investigated  is  not  large,  nevertheless  there  is  not  one  of  the  twelve 
types  which  has  not  a  representative. 

Regnault's  Law. 

Prof.  Duhem,  to  whom  we  are  indebted  for  the  original  discovery  of 
the  fundamental  equation  (i),  has  investigated  many  of  the  problems 
connected  with  the  vapour  pressure  of  binary  mixtures  {Mechanique 
Chimique,  1899,  4,  1 — 228).  The  greater  part  of  Duhem's  work 
does  not,  however,  directly  concern  the  subject  of  this  communication. 
But  on  p.  204  he  calls  attention  to  some  of  the  experiments  which 
Regnault  cai-ried  out  with  ether  and  water.  The  latter  took  a  mixture 
of  equal  volume  of  these  substances,  which  of  course  was  in  two  layers, 
and  determined  the  pressure  of  the  saturated  vapour  given  off  by  the 
mixtui-e.  He  found  that  at  each  temperature  this  pressure  was  almost 
equal  to  that  of  the  saturated  vapour  of  anhydrous  ether.  The  follow- 
ing table  (HI)  gives  the  results. 


Table 

III. 

Vapour  pressures 

1                                         ^              1 

Temperature. 

r 

Of  mixture. 

Of 

pure  ether. 

DifTerencei 

15-56° 

362-95 

361-4 

+  1-5 

20-40 

440-32 

440-0 

+  0-3 

24-21 

510-08 

510-0 

+  0-1 

26-73 

562-79 

563-6 

-0-8 

27-99 

589-38 

590-0 

-0-6 

83-08 

710-02 

711-6 

-1-6 

Duhem  confidently  predicted  that  amongst  partially  miscible  liquids 
other  cases  of  a  similar  natux'e  would  be  discovered,  and  this  has 
indeed  been  the  case.  Schreinemakers  found  that  at  a  temperatui'e 
of  56  •3'^  solutions  of  phenol  in  water  have  the  following  vapour 
pressures  : 

Table  IV. 
Phenol.  Pressure. 

0      per  cent.  125   mm. 

2-0        „  125      „ 


5-58 
7-42 
10-88 
14-5 
60-0 


127 

126-5 

127 

126 

) 

Liquid  separates 

126 

/ 

into  two  layers. 
4  x   1 
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and  my  own  experiments  with  mixtures  of  methyl  acetate  and  water 
give  somewhat  similar  results  (see  below). 

Duhem,  from  the  behaviour  of  mixtures  of  ether  and  water,  deduced 
a  rule  which  he  calls  Regnault's  law,  and  enunciates  as  follows  :  "  La 
Tension  de  la  vapeur  mixte  omise  par  le  melange  que  forme  le  liquide  2, 
en  se  dissolvant  dans  le  liquide  1,  est  sensiblement  egale,  a  toute  tem- 
perature, k  la  tension  de  vapeur  saturee  du  liquide  1."  Regnault's 
law  is,  however,  only  a  rough  approximation.  Even  with  mixtures  of 
ether  and  water  the  divergence  from  the  "law"  is  considerable.  This 
is  shown  not  merely  by  the  boiling  point  experiments  which  have 
been  performed  by  Beckmann  [Zeit.  j^hysikal.  Chevi.,  1891,  8,  134), 
Linebarger  (ibid.,  1895,  17,  500),  and  myself  (see  below),  but  also  by 
a  very  simple  distillation  experiment.  It  has  been  pointed  out  by 
Duhem  that  a  mixture  which  obeys  Regnault's  law  should  give  off 
vapour  having  the  same  composition  as  the  liquid,  and  that  when  the 
liquid  separates  into  two  layers  the  vapour  should  have  the  same 
composition  as  the  layer  which  is  richer  in  the  more  volatile  constituent. 
"Water  is  distinctly  more  soluble  in  ether  at  its  boiling  point  than  at 
the  ordinary  temperature,  as  is  shown  by  the  fact  that  if  a  boiling 
saturated  solution  of  water  in  ether  be  cooled  it  becomes  decidedly 
cloudy.  Consequently  a  heterogeneous  mixture  of  ether  and  water 
should,  according  to  the  "  law,"  yield,  on  distillation,  a  distillate  which 
is  cloudy  at  the  ordinary  temperature.  Expei^iment  shows  that  this 
is  not  so ;  on  the  contrary,  a  constant  boiling  mixture  of  water  and 
ether  is  obtained  which  is  perfectly  clear  at  all  ordinary  temperatures. 

Even  in  cases  where  the  vapour  pressure  of  the  heterogeneous  liquid 
is  quite  different  from  that  of  the  more  volatile  constituents,  there  is, 
however,  a  tendency  for  the  curve  in  the  neighbourhood  of  solubility  to 
approximate  to  a  horizontal  straight  line.  This  fact  is  brought  out  by 
Schreinemaker's  measurements  of  the  vapour  pressures  of  mixtures  of 
aniline  and  water  at  75°,  which  are  given  in  Table  V. 

Table  V. 


Aniline. 

Vapour  pressure. 

0      per  cent. 

289 

mm. 

1-38 

297 

2-88 

300 

3-46 

301 

3-49 

301 

4-18 

301 

4-6 

302 

47 

302 

4-85 

302 

5-2 

303 

} 

Liquid  separates 

94-0 

303 

into  two   ayers. 

{ 

My  own  experiments  with  methyl  ethyl  ketone  and  water  illustrate 
this  tendency  even  more  clearly.     In  Fig.  12,  the  boiling-point  curve 
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ABC  is  not  to  be  distinguished  from  a  straight  line  between  the  com- 
positions 95  per  cent,  and  85  per  cent.,  but  at  A'B'C,  Fig.  13,  the 
temperatures  are  plotted  on  a  scale  many  times  as  large,  and  the  true 
nature  of  the  curves  can  be  seen. 

The  reason  why  the  total  vapour  pressure  curve  tends  to  approximate 
to  a  straight  line  in  these  cases  is  not  difficult  to  see.  The  first  differ- 
entials of  the  partial  pressure  curves  are  here  small,  for  at  a  point  not 
far  distant  within  the  unrealisable  area  they  disappear  ;  they  are  also 
of  opposite  sign.  As  dPjdx,  the  first  differential  of  the  total  pressure 
curve,  is  equal  to  their  algebraical  sum,  it  also  must  be  small.  The 
second  differential,  d^F/dx^,  must  be  small  too,  because  at  about  the 
same  level  of  pressure  there  are  two  points  of  inflection  where  it  dis- 
appears altogether.  Hence,  although  the  total  pressure  curve  in  this 
neighbourhood  is  never  a  horizontal  straight  line,  it  may  at  first  sight 
appear  to  be  one. 

Methods  of  Determining  Total  Pressure  Curves. 

In  considering  the  subject  theoretically,  the  partial  pressure  curves 
were  discussed  first  and  then  the  total  pressure  curves.  This  was  the 
most  convenient  arrangement,  because  the  number  of  possible  types 
of  partial  pressure  curves  is  smaller,  and  the  types  of  total  pressure 
curves  may  be  derived  from  them.  When  the  course  of  a  curve  is  to 
be  ascertained,  however,  it  is  nearly  always  necessary  to  ascertain  the 
total  pressures  first,  and  derive  the  partial  pi*essures  from  them  either 
experimentally  or  by  mathematical  analysis.  It  will  be  best,  therefore, 
now  to  consider  the  methods  of  determining  the  total  pressures,  and 
then  to  discuss  how  the  partial  pressures  may  be  derived  from  them. 

In  order  to  be  able  to  plot  vapour  pressures  against  the  values  of  x 
it  is,  of  course,  necessai-y  to  determine  at  a  selected  temperature  the 
pressures  of  a  series  of  mixtures  differing  in  composition.  This  may 
be  done  in  a  variety  of  different  ways. 

Firstly,  there  is  the  static  method,  in  which  the  liquid  remains  at 
rest  at  the  selected  temperature  and  the  pressure  is  measured  by  means 
of  a  manometer.  This  method  offers  no  opportunity  of  making  a 
chemical  analysis  of  the  vapours  given  off.  I  have  used  it  to  deter- 
mine the  vapour  pressures  of  mixtures  of  acetone  and  trinitroglycei^ol. 
In  this  case  it  was  necessary  to  conduct  the  experiments  at  a  low 
temperature,  18°,  in  consequence  of  the  instability  of  nitroglycerol  at 
high  temperatures.  It  was  not  possible  to  boil  the  mixtures  contain- 
ing little  acetone  on  account  of  the  very  low  vapour  tension  of  the 
nitroglycerol.  Consequently  this  was  the  most  suitable  method  to 
use,  but  the  results  were  somewhat  disappointing  in  that  they  were 
not  so  concordant  as  might  be  desired.  Fortunately  they  leave  no 
doubt  as  to  the  type  of  the  curve. 
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Secoinlly,  there  is  Walker's  method,  in  which  a  current  of  air  is  led 
through  the  liquid.  This  only  yields  accurate  results  when  the  vapour 
pressures  are  low.  I  have  used  it  for  the  determination  of  the  vapour 
pressure  of  pure  trinitroglycerol. 

The  third  method,  namely,  that  of  measuring  the  pressure  under 
which  the  mixture  boils  at  a  selected  temperature,  has  yielded  excellent 
results  in  the  hands  of  Zawidski  and  others.  Unfortunately,  it  re- 
quires a  considerable  amount  of  special  apparatus  in  order  to  avoid 
various  soux-ces  of  error,  and  even  then  it  is  difficult  to  maintain  the 
tempei'ature  of  the  boiling  liquid  exactly  at  the  correct  point. 

In  my  experiments  with  mixtures  of  water  with  methyl  ethyl 
ketone  and  other  substances  which  are  soluble  in  it  only  to  a  limited 
extent  I  have  made  use  of  a  fourth  method,  namely,  that  of  deter- 
mining the  boiling  point  under  atmospheric  pressure  and  then  calculat- 
ing the  vapour  pressure  at  a  selected  temperature.  This  method  has 
the  advantage  of  great  sensitiveness ;  in  the  case  of  methyl  ethyl 
ketone  and  water  mixtures,  differences  of  temperature  were  measured 
which  were  concordant  within  about  0"001°,  equivalent  to  about 
002  mm.,  or  about  0"003  per  cent,  of  the  total  pressure.  In  oi^der  to 
be  able  to  reduce  the  vapour  pressures  to  constant  temperature,  it  is, 
of  course,  necessary  to  ascertain  the  variation  of  pressure  with  tem- 
perature for  several  mixtures.  It  was  found  that  an  equal  range  of 
pressure  corresponded  to  an  almost  equal  variation  of  temperature  in 
different  parts  of  the  curve.  Therefore  the  error  introduced  by  the  | 
correction  of  the  pressures  cannot  have  been  great,  and  any  small  loss 
of  absolute  accuracy  was  more  than  compensated  by  the  great  relative 
accuracy  of  the  observations. 

Methods  of  Determining  Partial  Pressure  Ctirves. 

In  order  to  determine  these  experimentally,  it  is  necessary  to  distil 
part  of  a  liquid  mixture  and  analyse  it.  Lehfeldt  and  Zawidski 
have  made  use  of  the  refractive  indices  to  ascertain  the  composition  of 
the  distillate.  Sometimes  one  of  the  substances  is  of  such  a  nature 
that  it  can  be  readily  determined  by  a  chemical  method.  This  was 
the  case  with  the  mixtures  of  diethylamine  and  acetone  which  I 
examined.  Whatever  the  method  employed  for  the  analysis,  it  is 
always  very  difficult  to  obtain  a  sample  which  accurately  represents 
the  composition  of  the  vapour  given  off  by  the  liquid  in  the  still. 
Zawidski's  apparatus  was  extremely  ingenious,  and  apparently  as 
perfect  as  it  was  possible  to  make  it,  yet  he  admits  that  some  of  his 
results  are  inaccurate. 

To  every  total  pressure  curve  there  corresponds  only  one  possible 
pair  of  partial  pressure  curves,  consequently  it  should  be  possible  from 


i, 
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the  total  pressures  to  calculate  the  partial  pressures.  For  this  purpose, 
it  is,  however,  necessary  to  integrate  the  fundamental  equation  (i),  a 
problem  of  great  difficulty.  Margules  has  given  a  solution  of  the 
problem  and  has  obtained  the  expressions  : 

whore  tt^  77.3  are  the  vapour  pressures  of  the  pure  substances.  Each  of 
these  expressions  involves  an  endless  series.  In  order  to  be  able  to 
make  calculations,  Zawidski  has  restricted  them  to  two  terras  each  ; 
a,,  03,  and  ^j,  (3o.  The  equations  are  then,  of  course,  only  approxi- 
mately accurate,  but  calculations  based  on  them  are  still  very  tedious. 

In  my  experiments  on  methyl  ethyl  ketone  and  water,  I  was 
particularly  desirous  of  ascertaining  the  course  of  the  partial  pressure 
curves,  but  the  means  and  time  at  my  disposal  rendered  it  impossible 
for  me  to  carry  out  accurate  analyses  of  the  distillates  such  as  those 
made  by  Zawidski.  It  was  therefore  necessary  to  make  use  of  some 
mathematical  method,  but  instead  of  integrating  equation  (i)  by 
calculation,  I  did  it  by  a  simple  graphical  method.  The  total  pressure 
curve  having  been  plotted  on  paper,  the  partial  pressure  curves 
were  roughly  sketched  in  with  the  aid  of  the  known  data.  These  data 
were  the  positions  and  directions  of  the  two  curves  at  either  extremity 
and  their  positions  at  the  points  corresponding  to  the  constant  boiling 
mixture.  At  convenient  intervals,  tangents  to  the  curves  were  drawn 
and  measured,  and  calculations  were  mi^de  to  ascertain  whether  the 
measurements  were  in  agreement  with  equations  (v),  (vi),  and  (viii). 
Where  discrepancies  wei'e  found,  the  curves  were  re-drawn  and  then 
re-tested,  and  these  operations  were  repeated  until  the  curves  were  in 
accord  with  the  equations  throughout  their  course. 

In  order  to  test  this  method,  I  have  applied  it  to  some  of  the 
mixtures  investigated  by  Zawidski.  In  Table  VI  will  be  found  the 
results  obtained  with  mixtures  of  acetone  and  carbon  disulphide. 
Zawidski's  values  for  the  total  pressures  were  first  plotted,  and  the 
partial  pressures  were  obtained  from  them  by  the  graphical  method 
described.  When  all  had  been  read  off,  they  were  compared  with 
Zawidski's  experimental  and  calculated  figui'es.  It  will  be  seen  that 
my  results  agree  with  Zawidski's  measurements  considerably  better 
than  do  his  own  calculated  results.  The  deviations  are  greatest  at  the 
ends  of  the  curves,  but  as  it  is  exactly  these  measurements  which  are 
most  liable  to  experimental  error,  it  is  probable  that  the  values  for  the 
partial  pressures  obtained  by  the  graphical  method  are  nearer  to 
the  truth  than  those  obtained  by  acl^ual  experiment.  The  results  are 
such  as  to  inspire  full  confidence  in  the  graphical  method. 
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Exjierhiieuls  with  Acetone  and  Trinitroylycerol. 

Tliese  measurements  were  carried  out  in  a  small  glass  pressure- 
gauge,  which  is  shown  diagrammatically  in  Fig.  10.  Some  pure 
nitroglycerol  was  first  weighed 
into  the  small  tube,  A,  acetone 
was  then  added  and  well  mixed 
in  by  means  of  the  stirrer,  B. 
Then,  without  reweighing,  A 
and  B  were  introduced   in  the 

chamber,  C,  the  stopper,  D,  was  \       fv_n L_L_rV-A 

inserted,  and  the  apparatus  was 
exhausted  through  the  cock,  E, 
until  the    pressm-e    of    the    air 

was  reduced  to  a  small  fraction  ^    1  ''^ 

of  a  millimetre.  The  whole 
apparatus  was  then  placed  in 
a  thermostat  maintained  at  a 
temperature  of  18°.  Here  it 
was  allowed  to  remain  with  occa- 
sional tapping  until  equilibrium 
was  established  ;  usually  four  or 
five  hours  were  required  on  ac- 
count of  the  visco-ity  of  the 
nitroglycerol.  After  the  pres- 
sure had  been  determined,  A 
and  B  were  weighed  and  from 
the  weight  the  composition  of 
the  liquid  was  calculated.  The 
results  are  given  in  Table  Yll 
and  Fig  11.  It  will  be  seen 
that  the  curve  is  of  type  I  A. 

The  vapour  pre.ssure  of  pure 
nitroglyt  erol  at  the  temperature 
18°  has  not  been  determined 
directly.  But  it  has  been  mea- 
sured at  70°  by  myself  (see  J. 
Soc.  Chem.  Ind.,  1904,  23,  158), 
and  was  found  to  be  0-051  mm. 
of  mercury,  or  almost  exactly 
equal  to  that  of  mercury  itself. 
From  this  it  is  concluded  that 
at  18°  the  vapour  tension  of 
I  nitroglycerol     is    about     O'OOl 
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mm.,  and  is  consequently  quite  negligible  as  compared  with  that  of 
acetone.  The  total  pressure  curve  therefore  coincides  with  the  partial 
pressure  curve  for  the  acetone.  It  was  not  considered  advisable  to 
conduct  the  experiments  at  a  higher  temperature,  because  nitro- 
glycerol  has  a  tendency  to  decompose  and  evolve  gaseous  products, 
which  would  vitiate  the    results.     The  vapour  pressure  of  the  pure 

Fig.  11. 
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acetone  was  found  to  be   162'0  mm.,  a  figure  which  agrees  exactly 
with  that  obtained  by  the  extrapolation  of  Regnault's  results. 


Table  VII. 


Acetone. 

Pressure, 

Per  cent. 

X. 

mm. 

0 

0 

0-001 

1-6 

0-050 

4-0 

1-8 

0-068 

5-7 

2-6 

0-110 

9-1 

6-5 

0-215 

21-5 

7-3 

0-236 

24-9 

15-0 

0-408 

41-1 

16-8 

0-440 

46-4 

24-0 

0-545 

61-0 

25-0 

0-566 

68-9 

45 -.5 

0-766 

105-2 

65-8 

0-883 

137-6 

75-9 

0-929 

148-6 

83-9 

0-933 

151-5 

100-0 

1 

162-0 
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Acetone  and  Diethylamine. 

The  aliphatic  amines  are  amongst  the  substances  which  are  liable 
to  occur  in  minnte  traces  in  commercial  acetone  (Marshall,  J.  Soc. 
Chem.  lad.,  1004,  23,  645).  Up  to  the  present,  the  only  basic 
substances  which  I  have  succeeded  in  separating  from  this  material 
and  identifying  are  ammonia  and  methylamine,  but  there  may  be 
other  amines  of  higher  molecular  weight  present. 

It  seemed  of  interest  to  examine  the  behaviour  of  mixtui-es  of 
acetone  and  some  aliphatic  amines,  and  for  the  first  experiments 
diethylamine  was  selected,  because  its  boiling  point  is  almost  exactly 
the  same  as  that  of  acetone.  On  mixing  the  two  liquids  together,  it 
was  found  that  there  was  a  fall  of  temperature,  and  it  was  conseqiTently 
to  be  expected  that  the  volume  of  the  mixture  would  be  greater  than 
the  sum  of  the  volumes  of  the  two  constituents.  This  was  found  to  be 
the  case,  as  is  shown  by  the  following  figures  : 

Table  VIII. 

Acetone.  Diethylamine, 

Sp.  gr.  15715°  in  vacuum 0-79712  0-71051 

Vohimc8  taken    38  c.c.  62  c.c. 

Temperature  before  mixing 13-3°  13-3° 

after         „        10-1° 

Sp.  gr.  of  mixture 0-74267 

Volume  (calculated  from  sp.  gi".)    100-10  c.c. 

The  acetone  had  been  purified  by  conversion  into  the  bisulphite 
compound  and  rectification ;  it  boiled  at  5(5-1°  under  a  pressure  of 
760  mm.  The  diethylamine  was  prepared  by  fractionally  distilling 
a  commercial  sample.  The  fraction  selected  boiled  at  55-48°  to  55-49° 
under  a  pressure  of  758-8  mm.  This  fractionation  was  carried  out  in  an 
apparatus  consisting  of  a  column  filled  with  glass  beads  and  a 
dephlegmator,  arranged  similarly  to  the  plant  employed  on  the 
industrial  scale  for  the  rectification  of  volatile  oi*ganic  liquids. 

Upon  distillation,  it  was  found,  as  anticipated,  that  a  mixture 
of  constant  boiling  point  tended  to  come  over  first.  After  a  few 
preliminary  experiments,  a  mixture  was  made  up  containing  about 
60  per  cent,  of  diethylamine.  This  was  fractionated  in  the  apparatus 
already  described  and  the  specific  gi^avities  of  different  portions  of  the 
distillate  were  detei^mined.  Throughout  the  distillation,  the  thermo- 
meter immersed  in  the  vapour  remained  constant  at  51-39°  (barometer 
761-5  mm.).  The  first  60  c.c.  of  distillate  had  the  specific  gravity 
0'74058,  a  second  portion  0-74070,  The  apparatus  was  then  dried, 
and  these  distillates  were  returned  to  the  still  and  again  fractionated  ; 
the  first  portion  now  had  the  specific  gravity  0-74071.     To  ascertain 
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the  proportions  of  the  two  constituents  which  correspond  to  this 
specific  gravity,  different  mixtures  were  made  up  and  the  specific 
gravities  were  ascertained.     The  following  were  the  results  : 

Table  IX 

Percentage  of  Sp.  gr.  15715° 

diethylaniinc.  in  vacuum.  An- 

IT.  cr.  Att' 

59-17  0-74274  n-non^«? 

59-63  0-74238  1 0-00080 

62-05  0-74045  -0  00080 


Taking  the  mean  of  the  three  figures  obtained  from  the  distillates, 
0  74066,  the  composition  of  the  constant  boiling  mixture  is  found  by 
interpolation  to  be  61*79  per  cent,  of  diethylamine  by  weight  or 
5621  in  molecular  percentages. 

To  ascertain  whether  more  than  one  mixture  of  constant  boiling 
point  is  formed,  several  different  mixtures  were  submitted  to  fractiona- 
tion, and  the  percentage  of  diethylamine  in  each  distillate  was  deter- 
mined by  titration.  It  was  found  that  in  all  cases  the  composition  of 
the  first  portions  of  distillates  tended  towards  the  percentage  of 
diethylamine  ali'eady  found.  The  total  vapour  pressure  curve  therefore 
evidently  belongs  to  type  IIIC  Only  one  mixture  of  constant  boiling 
point  is  formed  and  this  boils  at  a  temperature  of  about  4°  below  the 
boiling  points  of  the  two  constituents.  This  mixture  contains  61'8  per 
cent,  of  diethylamine  by  weight  or  1"28  molecules  to  each  molecule 
of  acetone. 

Ethyl  Alcohol  and  Methyl  Ethyl  Ketotie. 

The  methyl  ethyl  ketone  was  obtained  from  the  last  runnings  from 
the  purification  of  commercial  acetone.  About  a  ton  of  this  was 
fractionated,  a  portion  from  the  middle  of  the  distillate  was  dried  with 
caustic  soda,  and  fractionated  through  the  bead  column  already 
mentioned  ;  the  fraction  selected  for  the  experiments  boiled  at  79-83° 
to  79-84°  under  760  mm.,  but  in  spite  of  the  con.stancy  of  the  boiling 
point  it  was  found  afterwards  to  be  somewhat  impure  ;  it  had  the  sp.  gr. 
0811  at  15°.  The  alcohol  was  carefully  purified  and  rectified  and  had 
a  sp.  gr.  of  0794  at  15°  and  a  boiling  point  of  78-3°  at  760  mm. 
On  mixing  the  two  liquids  there  was  a  fall  of  temperature  and  a 
slight  increase  of  volume.  The  mixture  began  to  boil  at  74-8°,  and 
the  boiling  point  remained  constant  at  75  0°  (barometer,  763  mm.). 
Although  several  different  mixtures  were  distilled,  absolutely  no 
evidence  of  the  existence  of  more  than  one  mixture  of  constant  boiling 
point  could  be  obtained.  The  total  vapour  pressure  curve  belongs 
therefore  to  Type  IIIC. 
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Methyl  Ethyl  Ketone  and  Water. 

Tlie  material  used  for  this  series  of  experiments  was  carefully  purified; 
insteul  of  being  merely  dried  and  rectified  as  in  the  last  series,  it  was 
first  dissolved  in  a  40  per  cent,  solution  of  sodium  bisulphite  in  water, 
which  was  then  kept  at  a  temperature  of  about.  40°  for  twenty  hours, 
while  air  was  drawn  through  it  in  order  to  remove  any  impurities 
which  did  not  form  non-volatile  compounds  with  the  bisulphite.  The 
ketone  was  distilled  off,  the  distillate  was  boiled  to  drive  off  sulphur 
dioxide,  and  then  dehydrated  with  caustic  soda  or  calcium  chloride. 
The  dried  liquid  was  then  submitted  to  fractional  distillation  in  the 
bead  apparatus  with  cooled  still-head.  The  fraction  selected  boiled 
constantly  at  79"57°  under  a  pressure  of  759-7  mm.  and  had  the  sp.  gr. 
0-81005  at  1574°  in  a  vacuum. 

Three  determinations  of  the  boiling  point  were  then  made  at  different 
times  with  the  following  results  : 

Table  X. 

Boiling  point.  Pressure.         B.  \).  corrected  to  760  mm. 

79-57°  759-7  79-58° 

79-50  758-3  79-57 

79-50  758-4  79-56 

Mean 79-57 

'-i  =  25. 

St 

At  temperatures  below  150°,  methyl  ethyl  ketone  is  not  miscible 
with  water  in  all  proportions.  If  a  mixture  which  is  in  two  layers  be 
distilled  it  yields  a  distillate,  which,  although  it  contains  both 
substances,  is  homogeneous.  The  behaviour  of  mixtures  on  distilla- 
tion is  shown  by  the  following  experiments. 

A  mixture  of  three  volumes  of  water  with  two  volumes  of  ketone 
when  distilled  through  the  bead  apparatus  gave  a  distillate  which  had 
the  boiling  point  73-38°  under  755-0  mm.  pressure  and  the  sp.  gr. 
0-83955  at  1574°  in  a  vacuum. 

A  second  mixture  which,  although  homogeneous,  contained  an  excess 
of  water  gave  a  distillate  which  had  the  boiling  point  73-38°  under 
755-4  mm.  pressure.  The  sp.  gr.  of  the  first  half  was  0-83956,  of  the 
second  half,  0-839G6. 

The  first  and  last  runnings  of  these  distillates  were  discarded,  and 
the  middle  portions  were  returned  to  the  still.  These  gave  a  distillate 
which  had  the  boiling  point  73*72°  under  764-3  mm.  pressure. 

A  solution  of  ketone  in  water  which  contained  only  about  1 5  per  cent, 
of  ketone  gave  a  distillate  which  had  the  boiling  point  73  50°  under 
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758-3  mm.  pressure.  Tlie  temperature  remained  constant  at  this 
point  until  almost  the  whole  of  the  ketone  had  distilled  over,  then  it 
rose  suddenly  to  the  boiling  point  of  water. 

The  results  of  these  and  some  other  experiments  are  collected  in 
Table  XI. 

Table  XI. 

Froperlies  of  Constant  Boiling  Mixture  of  Ketone  cmd  Water. 


B,  p.  corrected           Sp.  gi-.  1574 

Boiling  point. 

Pressure. 

to  760  mm.                iu  vacuinn. 

73-38° 

755-0 

73-57°                      0-83955 

73-38 

755-4 

73-56                        0-83956 

73-72 

764-3 

73-56                        0-83966 

73-53 

758-4 

73-59                        0-83966 

73-60 

758-3 

73-57                        0-83966 

Mean...  73-57        Mean...   0-83962 

In  order  to  ascertain  the  composition  of  the  distillate,  a  number  of 
mixtures  of  ketone  and  water  were  made  and  their  specific  gravities 
were  taken. 

Table  XII. 
Sjyecific  Gravities  of  Methyl  Ethyl  Ketone  and  Water. 

Water  by  weight.  Sp.  gr.  1574° 

Per  cent.  in  vacuum. 

0  0-81005 

9-826  0-83590 

11-378  0-83959 

11-468  0-83980 

From  these  figures  it  is  calculated  that  the  mixture  of  constant 
boiling  point  contains 

11-379  per  cent,  of  water.     ;«  =  0-6607. 

A  mixture  saturated  with  water  at  15-0°  had  the  sp.  gr.  0-84058,  and 
therefoi-e  contained  11-803  per  cent,  of  water.  At  15°,  the  solubility  of 
water  Jn  the  ketone  is  at  a  minimum,  consequently  there  is  no  difficulty 
in  obtaining  a  clear  solution  perfectly  saturated  at  this  temperature,  as 
a  rise  or  fall  does  not  cause  the  liquid  to  become  turbid.  The  solubility 
of  the  ketone  in  water  on  the  contrary  decreases  rapidly  with  rise  of 
temperature  at  about  15°,  consequently  attempts  to  take  the  specific 
gravity  of  tliis  saturated  solution  were  unsuccessful. 

The  boiling  points,  of  the  pure  ketone  and  of  the  heterogeneous 
mixture  which  it  forms  with  a  considerable  portion  of  water  were 
determined  at  different  pressures.  The  results  ai-e  given  in 
Table  XIII. 
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Table  XIII. 


Boiling  Points  of  Ketone  and  of  Saturated  Mixtures  with  Water. 


Pjuiliiig  teiniMjratui'L's. 


Pressni-e, 
mm. 

Pure  ketone. 

Mixture  with  water. 

760 

79-54 

73-62 

740 

78-73 

72  86 

720 

77-91 

72-09 

700 

77-08 

71-30 

680 

76-24 

70-49 

660 

75-38 

69-66 

640 

74-50 

68-80 

620 

73-58 

67-91 

600 

72-63 

580 

71-63 

560 

70-57 

540 

69-46 

Boiling-point  determinations  were  carried  out  under  the  atmospheric 
pressure  with  a  series  of  mixtures  of  the  two  substances  in  varying 
proportions.  The  determinations  were  made  in  an  ordinai-y  Beckmann 
apparatus.  The  thermometer  used  was  the  same  as  that  employed  in 
the  former  experiments  :  it  was  divided  into  fifths  of  a  degree  and 
could  be  read  without  difficulty  to  0-01°. 


Ketone. 
Percentage 
by  weight. 
100 

99- 

98- 

97- 

95- 

93- 

89- 

88- 

87 

85- 

84- 


)-08 
$-17 
'-28 
i-54 
!-00 
»-19 
i-45 
-02 
i-64 
L-29 


Table  XIV. 
Boiling  Points  of  Mixtures  rich  in  Ketone. 


X. 

1 

0-9741 
0-9306 
0-8914 
0-8429 
0-7703 
0-6736 
0-6571 
0-6264 
0-5998 
0-5730 


B.p. 

79-50° 

77-65 

76-36 

75-48 

74-43 

73-76 

73-58 

73-57 

73-60 

73-61 

73-61 


Pressure. 

758-4 


B.  p.  at 

760  mm, 
79-56"" 
77-61 
76-42 
75-54 
74-49 
73-82 
73-64 
73-63 
73-66 
73-67 
73-67  Cloudy. 


These  results  are  plotted  in  Fig.  12,  where  they  give  the 
curve  ABC. 

It  will  be  seen  that  between  93  and  84  per  cent.,  the  extreme 
variation  was  only  0-19°  or  about  one  division  of  the  thermometer,  and 
between  89  and  84  per  cent,  was  only  0-04  or  a  fifth  of  a  division.  As 
these  differences  were  too  small  to  be  observed  Avith  accuracy,  the 
determinations  were  repeated  with  a  Beckmann  differential  thermo- 
meter divided  into  hundredths  of  a  degree. 
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Table  XV. 

Ketone. 

Thcrnionieter 

Percentage  by 

weight. 

X. 

reading. 

89-18 

0-6733 

3-333° 

88-07 

0-6486 

3-332 

86-94 

0-6261 

3-348 

85-60 

0-5978 

3-373 

83-28 

0-5546 

3-387 

81-03 

0-5163 

3-387 

Fig.  12. 
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These  results  are  plotted  in  Fig.  13  at  i4'.B'C",  where  the  temperatures 
are  represented  on  a  scale  many  times  as  great  as  that  used  for  the 
results  of  Table  XIV.  From  this  curve  the  solubility  of  water  in 
ketone  at  the  boiling  point  can  be  readily  ascertained,  as  the  curve  at 
C  has  a  sharp  break  corresponding  with  the  saturation  point.  At  the 
temperature  73-6°  a  saturated  solution  of  water  in  the  ketone  contains 
14'95  per  cent,  of  water. 

A  source  of  eiTor  which  must  not  be  lost  sight  of  in  determinations 
of  this  sort  lies  in  the  fact  that  the  liquid  mixture,  when  in  a  state  of 
ebullition,  has  not  quite  the  same  composition  as  when  originally  made 
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up,  for  a  portion  of  it  is  in  a  state  of  vapour  or  of  condensate  Mowing 
back  into  the  boiling  vessel,  and  this  portion  has  not  the  same  composi- 
tion as  the  main  bulk  of  the  liquid.  But  in  the  case  of  the  mixtures 
dealt  with  in  Tables  XIV  and  XV  the  composition  of  the  vapour  is 
never  very  different  from  that  of  the  liquid,  and  consequently  this 
source  of  error  may  here  be  safely  neglected. 

The  boiling  points  of  mixtures  containing  much  water  and  little 
ketone  were  also  determined  in  the  same  manner,  and  are  given  in 
Table  XV L 

Fig.  13. 
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Table  XVI. 

95 

Boiling  Points  of  Jlixtures  poor 

in  Ketone. 

Ketone. 

Percentage 

B.  p.  at 

by  weight. 

X. 

B.  p.               riessure. 
First  Scries. 

760  mm 

0 

0 

100-13               763-5 

100-0° 

0-4 

0-001 

99-3 

99-2 

1-2 

0-003 

97-3 

97-2 

27 

0-007 

93-1 

93-0 

4-6 

0-012 

87-4 

87-3 

6-4 

0-017 

83-3 

83-2 

8-2 

0-022 

80-8 

80-7 

9-9 

0-026 

78-8 

78-7 

11 -.5 

0-031 

77-2 

77-1 

12-0 

0-035 

70-2 

76-1 

100 
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Table  XVI  (continued). 
Boiling  Points  of  Mixtures  poor  in  Ketone. 


Ketone. 

Percentage 

B.  p.  at 

by  weight. 

X. 

P..  p. 

Pressure. 

760  mm. 

Second  Scries. 

n-9 

0-0324 

76-64 

764-2 

76-47 

u-o 

0-0390 

75-43 

75-26 

15-9 

0-0451 

74-54 

74-37 

15-9 

0-0453 

74-52 

74-35 

16-3 

0-0461 

74-40 

74-23 

16-6 

0-0477 

74-23 

74-06 

16-9 

0-0481 

74-22 

74-05 

17-2 

0-0493 

74-12 

73-95 

17-5 

0-0504 

74-03 

73-86 

17-8 

0-0512 

74-05 

73-88 

17-8 

0-0516 

74-00 

73-83 

18-2 

0-0528 

73-94 

73-77  Liquid  cloudy 

18-8 

0-0550 

73-93 

73-76 

19-6 

0-0573 

73-91 

73-74 

21-3 

0-0630 

73-91 

73-74 

50-0 

0-2000 

73-87 

73-70 

These  boiling-point  determinations  were  not  so  satisfactory  as  those 
made  with  mixtures  containing  much  ketone,  because  the  thermometer 
was  not  very  steady,  and  the  results  when  plotted  did  not  fall  quite 
on  a  curve  of  the  type  IV.  The  reason  is  easy  to  see  ;  not  only 
has  the  vapour  a  composition  very  different  from  that  of  the  liquid, 
but  it  condenses  into  drops  which  do  not  mix  readily  with  the  bulk  of 
the  liquid  in  the  boiling  tube,  and  only  dissolve  slowly.  Conse- 
quently, the  boiling  liquid  never  had  the  composition  as  made  up  and 
as  given  in  the  first  and  second  columns  of  Table  XVI,  but  always 
contained  appreciably  less  ketone.  The  results  are  especially  unsatis- 
factory when  neariag  the  satui'ation  point,  because  the  condensate 
then  dissolves  very  slowly  in  the  main  bulk  of  the  liquid.  Only  when 
there  is  a  very  large  excess  of  ketone  present  can  the  true  boiling 
point  of  the  heterogeneous  mixture  be  obtained. 

It  is  not  possible  therefore  to  determine  with  accuracy  from  the 
boiling-point  curve  the  strength  of  the  saturated  solution  of  ketone  in 
water.  Rothmund  (Zeit.  physikal.  Cheni.,  1898,  26,  433)  ascertained 
the  mutual  solubility  of  methyl  ethyl  ketone  and  water,  and  of  other 
pairs  of  liquids,  by  heating  together  mixtures  of  known  composition, 
and  noting  the  temperatures  at  which  dissolution  was  complete,  or  the 
liquid  became  cloudy.  His  results  for  this  pair  of  liquids  are  plotted 
in  Fig.  1 2,  thus,  x  .  I  have  also  made  a  few  determinations  by  the 
same  method  in  order  to  be  able  to  estimate  the  solubility  of  the 
ketone  in  water  at  7Z'(P.     The  mixtures  examined  became  clear  when 
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heated,  and  then  at  the  higher  temperature  became  cloudy  again. 
The  results,  together  with  those  obtained  by  lue  by  other  methods,  are 
given  in  Table  XVII,  and  are  marked  in  Fig.  12  thus,  Q. 


Tabll; 

XVII. 

Mut 

ual  jSolubiliti/  of  Meth^ 

ijl  Ethyl  I 

Ktlone 

and  Water. 

Ketone, 

Teiinieraturc. 

I'erceutage  by 

weight. 

X. 

Method. 

UT 

18-15 

0-05252 

Sealed  tube. 

65-5 

18-08 

0-05-2'29 

9) 

73-6 

18-00 

0-05-202 

Estimated. 

91-0 

18-08 

0  -05229 

Sealed  tube. 

93-5 

18-15 

0  05252 

>  y 

150 

88-20 

0-6513 

From  sp.  gr. 

73-6 

85-05 

0-5872 

From  b.  p.  t 

In  calculating  the  solubility  of  ketone  in  water  at  73'6°,  the  amount 
of  water  which  separated  from  the  18 "08  per  cent,  mixture  at  this 
temperature  was  roughly  measured  and  allowed  for. 

The  solubilities  as  measui-ed  by  myself  by  whatever  method,  whether 
they  be  those  of  water  in  ketone  or  ketone  in  water,  are  invariably 
greater  than  those  given  by  Rothmund.  The  discrepancy  is  probably 
due  to  the  presence  of  impurity  in  the  material  used  by  Rothmund, 
He  has  himself  called  attention  to  the  great  influence  which  the  presence 
of  even  a  small  proportion  of  a  foreign  substance  may  exert,  but 
nevertheless  he  gives  no  details  from  which  the  purity  of  the  ketone 
he  used  can  be  gauged,  and  he  does  not  state  that  he  submitted  it  to 
any  purification. 

One  of  the  most  striking  features  of  Fig.  12  is  its  gi'eat  resemblance 
to  the  diagrams  which  represent  the  solubilities  and  melting  points  of 
pairs  of  substances,  one  or  both  of  which  are  fusible  solids  and  which 
are  partially  miscible  in  the  molten  state  (compare  Rothmund,  loc.  cit., 
p.  485  ;  Alexeeff,  An7i.  Phys.  Chim  ,  1886,  28,  332).  This  is  another 
instance  of  the  analogies  which  exist  between  freezing  and  boiling 
points. 

From  the  boiling  points  under  constant  pressure,  the  vapour  pres- 
sures at  constant  temperature  can  be  calculated  by  the  method 
described  above,  and  from  the  total  pressures  the  partial  pressures 
can  be  obtained  by  the  graphical  method.  These  operations  have  been 
carried  out  for  the  temperature  73-6°  and  the  results  are  given  in 
Table  XVIII  and  Fig.  U. 
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Taule 

XVIll. 

apour  Pressures 

of  Mixtures 

of 

Ketone  and  Water 

at  73 

X. 

r. 

Pk. 

Pw- 

ro 

C19-7 

619-7 

0 

0-95 

6S0-0 

590-0 

90-0 

0-90 

714-0 

568-0 

1460 

0-S5 

735-0 

547-0 

188-0 

0-80 

748-0 

532-0 

216-0 

0-75 

757-0 

519-0 

238-0 

0-70 

760-4 

508-0 

252-4 

0-6606 

760-9 

502-7 

258-2 

0-65 

760-9 

501-6 

259-3 

0-60 

759-8 

497-0 

262-8 

0-5872 

759-4 

495-8 

263-6 

0-05202 

759-4 

495-8 

263-6 

0 

273-0 

0 

273-0 

Fig.  14. 
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The  dotted  lines  show  the  approximate  course  which  the  curves  would 
take  in  the  central  portion,  if  it  were  possible  to  pass  from  the  com- 
position B  to  the  composition  C  without  the  liquid  separating  into 
two  layers.     As  a  matter  of  fact,  it  always  separates  into  two  liquids,  i 
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having  the  compositions  B,  C,  and  consequently  the  vapour  pressures 
actually  found  for  this  central  portion  are  given  by  the  horizontal 
straight  lines. 

Methyl  Acetate  and  Water. 

The  material  used  for  this  series  of  experiments  was  not  so  pure  as 
the  methyl  ethyl  ketone  employed  in  the  last  series,  but  the  amount 
of  impurity  present  was  certainly  very  small,  and  insufficient  to  have 
any  considerable  effect  on   the    results   obtained.     The   experiments 


Fig.  15. 
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were  not  so  numerous,  as  their  object  was  to  ascertain  the  general 
type  of  the  vapour  pressure  curves  rather  than  to  obtain  complete 
data.  The  methyl  acetate  was  purified  by  drying  the  commercial 
product  with  calcium  chloride  and  fractionally  distilling  it.  The 
fniction  selected  had  the  specific  gravity  0939  at  17°  and  boiled  at 
66'8°  to  57'0°  under  a  pressure  of  758"6  mm.,  equivalent  to  56"85°  to 
57-05°  at  760  mm.,  as  BP/Bt  =  26-8  mm.  per  degree.  The  results  of 
the  boiling-point  determinations  are  given  in  Table  XIX.  The  vapour 
pressures  have  been  calculated  from  these  and  are  plotted  in  Fig.  1.5. 
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Table  XIX. 

v..  p. 

Pressure. 

B.  \\  at  760  mm. 

Mdhi/l  acetate  with  little  water. 

56-93° 

758-6 

56-98" 

56-43 

56-48 

56-78 

56-83 

57-03 

57-08 

57-05 

57-10 

57-07 

57-12 

57-11 

57-16 

57-16 

57  -21   Liquid  cloudy 

57-16 

57-21 

57-17 

57-22 

57-17 

57-22 

Water  with  little  methyl  acetate. 


0 

0  0091 


•0179 
•0267 
•0353 
•0437 
•0520 
-0601 
-0682 
-0761 
-0838 
•0875 
•0901 
-0914 
•0930 
•0959 
-1062 
■1720 


99 

86 
75 
69 
65 
62 
60 
59 
58 
57 
57 
57 
57 
57 
57 
57 
57 
57 


9 

8 

S 

8 

6 

7 

65 

28 

38 

75 

39 

31 

26 

24 

23 

21 

20 

21 


757-C 


100-0 
86-9 
75-9 
69-9 
65-7 
62-8 
60-74 
.59-37 
58-47 
57-84 
57-48 
57-40 
57-35 
57-33 
57-32 
57-30 
57-29 
57-30 


Table  XX. 
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Vapour  Pressures  of  Mixtures  of  Methyl  Acetate  and  Water. 


X. 


0 
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65 

092 
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P. 

760- 
776 
774 
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754 
660 
129 


Pe- 

760  5 

698 

678 

654 

633 

633 


Pw 
0 

78 

96 

111 

121 

121 
124 
129 


Ether  and  Water. 

Only  mixtures  rich  in  ether  •were  examined.  The  material  was 
obtained  by  the  fractional  distillation  of  a  good  commercial  example. 
The  fraction  selected  boiled  at  34*21°  to  34-22°  under  a  pressure  of 
755-2  mm. 


•IOC 
•117 
•122 
•136 
■Ml 
•164 
•192 
•200 
•222 
•263 
•323 
•373 
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Pressure. 

754 -r. 


These  data  not  being  very  numerous,  the  partial  pressures  have  not 
been  calculated. 

Amyl  Alcohol  and  Water. 

A  few  experiments  were  performed  with  mixtures  of  these  two 
substances.  The  alcohol  was  not  specially  purified,  and  doubtless 
contained  several  isomerides.  The  figures  are  given  here,  as  details  of 
pressure  curves  of  type  IVC  are  almost  entirely  wanting. 

Table  XXII. 


X. 

B.p. 

Pressure 

0 

99  •85' 

756^0 

0^0075 

95^11 

0^0082 

94^94 

0^0122 

94-68 

0^0150 

94-68 

Summary. 

1.  The  curves  showing  the  variations  of  partial  pressure  with  mole- 
cular composition  may  be  classified  into  four  types.  Of  these,  three 
relate  to  substances  which  are  miscible  in  all  proportions,  and  are  dis- 
tingui>hed  one  from  the  other  according  as  pjx,  the  partial  pressure 
divided  by  the  molecular  proportion,  is  less  than,  equal  to,  or  greater 
than,  the  vapour  pressure  of  the  pure  substance. 

2.  The  corresponding  total  pressure  curves  are  obtained  by  adding 
together  the  two  partial  pressure  curves  which  are  of  the  same  type. 
By  differentiating  the  equation  of  Duhem  and  Margules,  it  has  been 
found  possible  to  divide  the  total  pressure  curves  into  twelve  types. 

3.  All  these  twelve  types  of  total  pressure  curve  are  already  known 
I  to  occur,  although  in  some  cases  more  detailed  experiments  are  to  be 

desired. 
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4.  It  has  been  shown  that  with  substances  miscible  in  all  propor- 
tions only  one  maximum  or  minimum  can  occur  in  the  total  pressure 
curve. 

5.  The  rule,  called  by  Duhem  "  Regnault's  law,"  that  in  the  case 
of  partially  miscible  liquids  the  total  pressure  of  the  heterogeneous 
mixture  is  equal  to  the  vapour  pressure  of  the  more  volatile  con- 
stituents in  the  pure  state,  has  been  shown  to  be  approximately  true 
in  the  case  of  methyl  acetate  and  water  as  well  as  in  that  of  ether 
and  water,  but  it  has  also  been  shown  that  the  rule  is  a  rough  approxi- 
mation, and  is  applicable  only  to  some  cases. 

6.  The  vapour  pressures  of  the  following  pairs  of  liquids  have  been 
investigated  experimentally  :  nitroglycerol  and  acetone,  diethylamine 
and  acetone,  ethyl  alcohol  and  methyl  ethyl  ketone,  water  and  metliyl 
ethyl  ketone,  water  and  methyl  acetate,  water  and  ether,  water  and 
amyl  alcohol. 

7.  Methods  for  determining  and  calculating  the  total  and  partial 
pressures  of  binary  mixtui-es  have  been  discussed. 


CXXXYI. — A  Neiv  Method  for  the  Measurement  of 
Hydrolysis  in  Aqueous  Solutions,  based  on  a 
Consideration  of  the  Motion  of  Ions.  A  Cor- 
rection. 

By  Robert  Beckett  Denison  and  Bertram  Dillon  Steele. 

In  a  recent  paper  (Trans.,  1906,  89,  1010)  the  authors  gave  figures 

for  the  affinity  constant  of  aniline  and  ortho-  and  /i«ra-toliiidine  at  18° 

These  numbers  were  calculated  from  data  obtained  for  the  hydrolysis 

constant   K  of  the  hydrochloride   of  the  base   and   the   dissociation 

Kb 

constant  of  pure  water  Kw  according  to  the  relation  K= . 

Kw 

Unfortunately,    through   an  oversight,   the   value  of    Kw  for    25° 

1-2  X  10"^*,  was  inserted.      The  value  of  Kw,  however,  depends  on  the 

temperature,   and   at  18°  is  only  0'64xl0~^*.      The  values  for    Kb 

at  18°  thus  become  : 

Aniline   4-0    x  lO'io 

^ora- Toluidine    16"4    x  10"!^ 

o?-^/iO-Toluidine  2-95  x  lO'io 
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And  at  25°  as  before  : 

Aniline    5-2    xlO'io 

joom-Toluidine    22-0    x  lO"^" 

o?-<Ao-Toluidino    3-5    x  lO"!'^ 

The  variation  in  "strength  "  of  tlie  base  with  temperature  is  thus 
not  so  pronounced  as  was  apparent  from  the  numbers  previously  given. 

We  have  to  thank  Professor  Abegg,  of  T^roslau,  for  kindly  pointing 
out  this  error. 

Heriot-Watt  Colleoe, 
Edinburgh. 


CXXXVII. — Dhiaphthacridines. 

13y  Alfred  Senier  and  Percy  Corlett  Austin. 

It  may  in  the  first  place  be  useful  briefly  to  review  the  present 
position  of  the  theory  of  the  constitution  of  the  dinaphthacridines. 
As  was  pointed  out  by  one  of  us  {Brit.  Assoc.  Beport,  1903,  616  ; 
Chem.  News,  1903,  88,  272),  the  existence  of  six  isomeric  compounds 
is  to  be  expected,  and  of  these,  four  are  known. 

INIaking  use  of  the  notation  proposed  in  the  communication  referred 
to,  it  will  be  observed  that  one  of  these  is  an  a-N-a  compound,  two  are 
a-N-^  compounds,  and  three  are  (i-^-fi,  thus  : 

One  a-N-a  : 


(Senier  and  Goodwni.) 


AK 


c. 


(Ullniann  and  Fetvadjian. )  ^ 
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(Reed. )  (Strohbacli. )  (Unknown. ) 

The  behaviour  of  ^-naphthylamine  towards  methylene  di-iodide 
leads  us  to  suppose  that  in  the  prepai'ation  of  dinaphthacridines  with 
the  use  of  methylene  compounds,  the  normal  course  of  the  reaction 
can  be  divided  into  four  stages  :  first,  condensation  of  the  primary  to 
a  secondary  amine ;  secondly,  further  condensation  to  a  dihydro- 
dinaphthacridine  ;  thirdly,  oxidation  to  a  "  naphthacrihydridine  "  of 
the  type  of  Morgan's  "  tsonaphthacridine,"  which  we  should  prefer  to 
designate  as  "  bisdinaphthacridine  dihydride,"  [CgiHj^gNj.^Hg ;  lastly, 
oxidation  to  a  dinaphthacridine.  In  our  experiments  with  benzal 
chloride  (phenylmethylene  dichloride)  and  y8-naphthylamine,  we  find 
that  we  can  vary  the  conditions  so  as  to  obtain  either  the  dinaphth- 
acridine or  the  dinaphthylamine,  and  in  the  case  of  the  corresponding 
reaction  with  ethylidene  chloride  (methylmethylene  dichloride)  we 
have  not  been  able  to  get  the  reaction  to  go  beyond  the  first  stage. 

That  a  secondary  amine  is  first  formed  finds  additional  support 
in  the  well-known  synthesis  of  diphenoacridine  and  phenonaphth- 
acridine  from  secondary  amines. 

I  Dinaphthacridine  ("a-naphthacridine,"  Senierand  Goodwin) 

has  the  structure  represented  by  the  graphic  formula  A.  It  is 
obtained  by  the  conden.sation  of  two  molecules  of  a-naphthylamine, 
forming  in  the  fir.st  place  aa-dinaphthylamine.  Hence  the  dinaphth- 
acridine must  be  an  a-N-a  compound,  for  w'hich  only  one  formula  is 
possible. 

We  find  that  a-naphthylamine  gives  with  benzal  chloride  (phenyl- 
methylene  dichloride)  the  corre.sponding  7-phenyldinaphthacridine. 
The  constitution  of  the  latter  compound  receives  independent  proof 
from  the  fact  that  we  have  also  prepared  it  by  the  action  of 
benzaldehyde  on  a  mixture  of  a-naphthylamine  and  a-naphthol. 

That  Reed's  " /3-naphthacridine  "  is  a  dinaphthacridine  possessing 
the  formula  D  is  also  now  placed  beyond  much  doubt.  Its  formation 
from  two  molecules  of  ^-naphthylamine  and  methylene  compounds, 
and  also  by  condensation  of  the  reaction  product  of  j8-naphthol  and 
/J-naphthylamice  by  means  of  trioxymethylene  (Ullmann  and  Fetvad- 
jian,  Her.,  1903,  36,  1027),  proves  conclusively  that  the  base  is  of  the 
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type  /8-N-/8.  Another  synthesis  of  the  same  compound  by  these 
investigators  proves  that  one  of  the  CH  linkings  is  a ;  for  they  obtain 
it  from  the  reaction  of  2  :  2-dihy(lroxy-l  :  1-dinaphtliylmethane  with 
y8-naphthylamine.  In  this  reaction  one  naphthol  group  is  eliminate<l, 
which  leaves  the  position  of  the  C  linking  on  that  side  still  unproved. 
The  nitrogen  must,  however,  join  the  ring  at  the  position  of  the 
/?-hydroxyl. 

That  the  base  is  symmetrical  and  has  the  formula  Z),  not  E  (the 

only  other        i       isomeride  possible),  may  be  assumed  in  view  of,  first, 

the  analogy  between  its  synthesis  and  that  of  the  corresponding  a-N-a 
compound;  secondly,  for  the  reasons  given  by  Strohbach  {Ber.,  1901, 
34,  4146)  in  regard  to  the  greater  readiness  with  which  substitution 
takes  place  in  the  a-position  in  the  case  of  )8-naphthylamine  compounds 
(Mohlau  and  Strohbach,  Ber.,  1900,  33,  804);  thirdly,  the  laws  put 
forward  by  Hiusberg  {Ber.,  1902,  36,  4051),  who,  from  a  study  of 
condensed  six-membered  ring  compounds  of  carbon  or  of  carbon  and 
nitrogen,  concludes  that  those  which  contain  rings  joined  at  an  angle, 
angular,  are  more  stable  than  those  in  which  the  rings  are  in  a  line, 
linear. 

Strohbach's  dinaphthacridine  is  prepared  from  ^^-dinaphthylamine- 
2  : 3-monocarboxylic  acid,  which  shows  that  the  condensation  product 

derived  from  it  must  be  of  the  type      JL  „  ^.     Its  formula  must  there- 

•'^        CII-/3 

fore  be  E  or  F.     E  is  chosen  for  the  reasons  stated  above. 

When  equal  weights  of  a-naphthylamine  and  |8-naphthylamine  are 
melted  together  and  brought  into  reaction  with  methylene  dichloride  or 
methylene  di-iodide  the  resulting  base  is  the  same  as  the  dinaphthacri- 
dine first  obtained  by  Ullmann  and  Fetvadjian  by  the  action  of 
trioxy methylene  on  a  mixture  of  a-naphthylamine  and  /3-naphthol. 
That  this  compound  has  the  formula  B  as  stated  by  these  chemists  is 
settled  beyond  doubt,  though  from  both  the  above  methods  of  synthesis 
the  formula  C  might  also  be  inferred.  The  fact,  however,  that  it  can 
be  obtained  by  the  action  of  a-naphthylamine  on  2  :  2-dihydroxyl  :  1- 
(linaphthylmethane  by  replacement  of  one  /3-naphthol  group  shows  that 
the  CH  group  is  linked  on  one  side  in  the  a  position  and  on  the  other  side 
in  the  ^-position.     This  excludes  formula  C  and  establishes  formula  B. 

A  fuller  investigation  of  the  ^  A,  □-  o  dinaphthacridine  was  the  object 

in  the  first  instance  of  the  experiments  still  to  be  described.  It  had 
been  obtained  from  a-naphthylamine  (2  mols.)  condensed  by  means  of 
methylene  di-iodide.  This  method  does  not  give  a  good  yield,  but  we 
are  now  able  to  suggest  important  improvements. 

Our  attempts  to  replace  methylene  di-iodide  by  formaldehyde  have 
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been  -wifchout  success,  but  we  have  found  that  methylene  dichloride 
may  be  used  to  great  advantage,  a  good  yield  of  the  base  l^eing  easily 
obtained. 

Further,  using  the  analogous  ethylidene  chloride  (methylmethylene 
dichloride)  and  benzal  chloride  (phonylmethylene  dichloride),  we  have 
synthesised    two    new    derivatives,    namely,    methyl    dinaphthacridine 

«  L,,  ^  and  phenyl  dinaphthacridine  „  i^,  „.  To  these  derivatives 
^-CMe-/3  ^       ^  '  y8-CPh-^ 

and    those   described    previously    (Senier    and    Goodwin)    should    be 

added     the  dinaphthacridine  disulphonic  acid  discovered  by  MiJhlau 

and  Haase  (Ber.,  1902,  35,  4175). 

The  generality  of  the  methylene  dichloride  method  is  also  shown  by 

its  application    to    the  synthesis    of   the    already  known  „  Xtt    •'^^'^ 

p-C  M-a 

r^ir     dinaphthacridines  and       i  phenyl    dinaphthacridine.      In 

a-CH-a  a-C/Fh-a 

the  case  at  least  of  a-compounds  it  is  by  far  the  best  method  on 
account  of  the  good  yield  and  freedom  from  by-products.  The  applica- 
tion of  the  use  of  methylene  di-iodide  is  extended  to  the  synthesis  of 

r,\^      dinaphthacridine  and  to  Morgan's  " wonaphthacridine." 


I.     Synthesis    of    Dinaphthacridines    hy    the    Interaction    oj 
Methylene  Bichloride  or  its  Analogues  and  Najihthylamines. 

1.     Methylene  Dichloride  and  a.-Na'phthylamine.      p  nxj  o      Dinaphth- 
acridine {"  a-N'aphthacridine,"  Senier  and  Goodwin), 

N_ 

Owing  to  the  low  boiling  point  of  methylene  dichloride  (42°),  the 
reaction  cannot  be  carried  out  in  an  open  vessel,  as  is  the  case  when 
the  di-iodide  (b.  p.  180°)  is  used.  The  experiments  were  made 
therefore  in  a  closed  tube  heated  to  220 — 230°  for  one  or  two  hours. 
It  was  noticed  that  pale  yellow  crystals  began  to  collect  at  the  cooler 
end  of  the  tube  when  the  temperature  of  the  furnace  was  about  210°. 
It  was  not  found  necessary  to  use  pure  methylene  dichloride  ;  the 
commercial  product  (Kahlbaum's  "refined  ")  was  employed. 

Theoretical  proportions  were  taken,  namely,  a-naphthylamine 
(2  mols.)  and  methylene  dichloride  (1  mol.).  On  opening  the  tube  a 
mixture  of  methylated  spirit  and  a  small  proportion  of  concentrated 
aqueous  potassium  hydroxide  was  added  and  the  whole  heated  on  the 
water-bath  for  a  few  minutes. 
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The  liquid  was  then  separated  from  the  viscous  residue  wliich  con 
tained  the  base  and  the  latter  was  washed  with  cold  acetone,  which 
left  the  base  undissolved  in  a  crystalline  form.  Tlie  crystals  were 
washed  on  a  iilter  with  more  acetone  and  then  with  water,  to  remove 
any  potassium  chloride,  and  finally  dried  at  100^  and  recrystalli.sed  once 
or  twice  from  benzene.  It  was  rarely  necessary  to  recrystallise 
further. 

Dinaphthacridines  are  remarkable  generally  for  their  stability. 
They  may  be  distilled  in  a  partial  vacuum  without  ditiiculty  and,  when 
pure,  without  decomposition.  This  process  is,  however,  not  necessary 
as  a  means  of  purification.  In  this  instance  the  crystals  melted 
constantly  at  185"5°  (189°  corr.)  whether  distillation  was  employed  or 
not.  Thi.s  melting  point  should  be  substituted  for  that  previously 
given  (Senier  and  Goodwin,  Trans.,  1902,  81,  288).  The  crystals  are 
triboluminescent.  Reed's  ])ase  is  known  to  possess  this  property 
(Morgan,  Chem.  .Veivs,  1905,  92,  219  j  compare  Ber.,  1904,  37,  3697, 
foot-note). 

0-1730  gave  0-5725  CO.^  and  00758  H,0.     C  =  90-25;  H  =  4-86. 
0-4117  gave  17-2  c.c.  N  at  10-5°  and  773  mm.     N  =  5-08. 

CoiH^gN  requires  C- 90-32  ;  H  =  4-66;  N  =  5-02  per  cent. 

In  addition  to  the  derivatives  previously  described  we  have 
prepared  the 

/N — 

Aurichloride,  C,qU^'\  '   ^CioH,;,HAuClj. — This    is    obtained     by 

CM 

adding  a  few  drops  of  a  concentrated  solution  of  gold  chloride  to  a 

solution  of  the  base  in  a  mixture  of  glacial  acetic  acid  with  a  small 

proportion  of  concentrated  hydrochloric  acid. 

The  orange  precipitate  is  washed  first  with  a  little   warm  glacial 

acetic   acid   and   then   with    dry  ether.     It  was   dried   at    105°   and 

analysed  : 

0-1509  gave  0-0477  Au.     Au  =  31-61. 


b 


CjiHi^NCl^Au  requires  Au  =  3r82  per  cent. 


2.  Methi/lene  Dichloride  and  a  Mixture  of  a-  and   f3-^aphthi/lamiiies. 

^11      Dimir)ht1uicridine  (Ullmann  and  Fetvadjian), 
p-CH-a 

VT 

When  methylene  dichloride  (1  mol.)  is  heated  in  a  closed  tube  with 
a-naphthylamine  (1  mol.)  and  j8-naphthylamine  (1  mol.)  at  240°  for 
one  hour,  and  the  contents  treated  as  in  (1),  yellow  crystals  are 
obtained  which  melt  at  223°  (corr.  228°).     There  can  be  no  doubt  that 
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this  compound  is  identiciil  with  the  ilinaphthacridine  of  Ulluianu  and 
Fetvadjian  {Ber.,  1903,  36,  1027).  For  the  sake  of  comparison, 
however,  we  prepared  that  base  according  to  the  directions  given  in 
their  paper.  The  two  preparations  were  found  to  be  identical.  These 
chemists  used  a-naphthylamine  and  /3-naphthol,  but  having  some 
difficulty  at  first  in  finding  the  requisite  temperature  to  bring  about 
the  reaction,  we  tried  a-naphthol  and  y8-naphthylamine,  with  the 
interesting  result  that  the  base  was  produced  more  readily. 

This  also,  after  fi-equent  recrystallisation,  melted  constantly  at  the 
same  temperature.     It  does  not  exhibit  triboluminescence. 

0-1916  gave  0-6329  CO2  and  0-0837  H2O.     C  =  90-08  ;  H  =  4-85. 
0-3526  gave  15-5  c.c.  N  at  15=  and  761-5  mm.     N  =  5-15. 

C.^^HigN  requires  C  =  90-32  ;  H  -  4-66  ;  N  =  5-02  per  cent. 

We  have  prepared  the  following  new  derivatives : 

N 
Platinkhloride,  [Q^^ll^<^\~y^G^^;il^\fi.^VtQ\,2YLp.—K  mixture  of 

glacial  acetic  acid  and  hydrochloric  acid  is  generally  a  most  convenient 
solvent  for  dinaphthacridines.  This  one,  however,  is  only  very 
slightly  soluble  in  solvents  suitable  for  the  preparation  of  salts.  A 
dilute  solution  was  prepared  in  alcohol  acidified  with  hydrochloric  acid, 
and  from  this,  on  adding  platinic  chloride,  a  bright  yellow  precipitate 
was  obtained,  which,  on  drying  in  the  desiccator,  gave  the  following 
numbers  on  analysis  : 

0-1098  gave  00210  Pt.     Pt -  19-12. 

Q^Jlo,.-f>J^o^^Q^^  requires  Pfc=  19-42  per  cent. 

N_ 
Bisdinaphthacridine     hexahromide,     [C^qH|.<^  1     ^>C^QH|;].^Brg,    was 

'     CH 

precipitated  as  an  orange-yellow  powder  when  solutions   of  bromine 

and  the  base  in  chloroform  were  mixed.     The  precipitate  was  collected 

on    a    filter,    washed    with    dry   ether,   and    dried    in    the    oven   at 

105—106°. 

0-1014  gave  0-1090  AgBr.     Br  =  45-73. 

C^gHggNjBrg  requires  Br  =  46*2  per  cent. 

It  is  aii  isomeride  of  the  two  compounds  previously  described  by  us 
(Trans.,  1904,  85,  1204,  1205). 
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3.   Methylene    Bichloride  and    B-Xaphthi/laniine.  '  Dinaphth- 

N— V. 
acridine  {'*  fi-yaphthacrtduie,"  Reed),  CjoHg<[l,„'^^io^6- 

Methylene  dichloride  (1  mol.)  and  ^-najihthylamino  (2  niol.s.)  were 
heated  in  a  closed  tube  at  200^  for  two  hours  and  treated  as  above. 
Reed's  dinaphthacridine  was  obtained  in  good  yield. 


4.  Ethylidene    Chloride   and   a.-Na)ildhylamine.      „   '  ,^    ^       Methyldi- 
■^  ^       '^  /3-CMe-/3 

naphthacridine  {1  ■M.Qihyl  derivative  of  Senior  and  Goodwin's  base), 

Ethylidene  chloride  (1  mol.)  and  a-naphthylamine  (2  mols.),  heated  in 
a  closed  tube  at  220 — 230^  for  two  hours  and  treated  as  previously 
described,  gave  a  base  crystallising  in  distinct  greenish-yellow  octa- 
hedra.  The  action  appeared  to  commence  at  215°.  The  crystals  melt 
at  219^  (224°  corr.)  and  do  not  exhibit  triboluminescence. 

0-2138  gave  07080  CO..  and  0-1030  H^O.     0  =  9031  ;  H  =  5-35. 
0-2668     „     1 1  c.c.  N  at  1 3°  and  758  mm.     N  =  4-86. 

CooHijN  requires  0  =  90-10  ;  H  =  5-1 2  ;  N  =  4-77  per  cent. 

The  following  derivatives  were  prepared  : 

Hydrochloride,  Q^^^<C^\       x>OjQHg,HCl. — A  solution  of  the    base 

KJ  i.'J.6 

in  a  mixture  of  glacial  acetic  acid  and  concentrated  hydrochloric  acid 
deposited,  on  cooling,  yellow  needles.  These  were  recrystallised  from 
the  same  solvent,  washed  with  dry  ether,  and  dried  in  the  desiccator. 
This  salt  is  easily  decomposed  by  water. 

0-2285  gave  0-0941  AgOl.     01  =  10-17. 

O0.2H15NCI  requii^es  01  =  10-77  per  cent. 

N — s. 

AuricMoride,  OioH^<^1       ^OjoHgjHAuCl^. — To   a  hot  solution   of 

the  base,  as  described  above  for  the  hydrochloride,  a  concentrated 
solution  of  gold  chloride  was  added.  A  yellow  precipitate  separated 
on  cooling.  It  was  washed  with  glacial  acetic  acid  and  dry  ether  and 
finally  dried  at  105°.     It  is  easily  decomposed  by  water. 

0-1012  gave  0-0311  Au.     Au  =  30-73. 

0.,2H^gNCl^Au  requires  Au  =  31-12  per  cent. 
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riatinichloride, 


<^ioHo<L,>^oH6,H,PtCl, 


„2HoO.— A    solu- 


"CMe 

tion  of  platinic  chloride  was  added  to  a  solution  of  the  base  in  alcohol, 
aciditied  with  hydrochloric  acid.  A  yellow  powder  was  precipitated, 
which  was  washed  with  dry  ether  and  dried  in  a  desiccator.  It  is 
easily  decomposed  by  water. 

0-2085  gave  0-0396  Pt.     Pt  =  18-99. 

C^4H3^j02N.^Cl^Pt  requires  Pt=  18-89  per  cent.  . 

Dibromide,  CjQH,;<^p,  j-  ,,  _^C^qH^. — A    solution   of    the   base    was 

prepared  in  glacial  acetic  acid  mixed  with  a  small  proportion  of 
toluene.  To  this  a  solution  of  bromine  in  glacial  acetic  acid  was 
added.  A  yellow  precipitate  appeared,  which  was  separated  at  once, 
washed  with  glacial  acetic  acid,  then  with  dry  ether,  and  dried  at  105^^. 
The  compound  is  decomposed  by  water,  but  is  somewhat  soluble  in 
glacial  acetic  acid  or  chloroform.     Its  solutions  do  not  fluoresce. 

01888  gave  0-1570  AgBr.     Br  =  35-38. 

^22-^i5-^^^2  I'equires  Br  =  35-32  per  cent. 

5.   Ethylidene  Chloride  and  a  Mixture  of  a-  and  fi-Naphthylamines. 

Ethylidene    chloride     (1     moL),    a-naphthylamine     (1     mol.),     and 

/3-naphthylamine  (1   mol.)  were  heated  in  a  closed  tube   at   270°  for 

half  an  hour.     The  contents  of  the  tube  were  treated  in  the  manner 

previously  described,  when  crystals  were  obtained  identical  with  the 

a-N-a 
base  just  mentioned,  ^  A-iir    o  i^ethyldiuaphthacridine.     No  trace  of 

the  desired  compound,  ^1^  dinaphthacridine,  nor  of  any  inter- 
mediate product,  could  be  detected. 

6.  Ethylidene  Chloride  and  ^-Naphthylamine. 

Ethylidene  chloride  (1  mol.)  and  /3-naphthylamine  (2  uiols.)  were 
heated  in  a  closed  tube  at  250°  for  one  hour.  The  contents  of  the  tube 
were  examined  as  before  and  gave  crystals  of  yS^-dinaphthylamine. 
Heating  to  a  higher  temperature  caused  decomposition  unless  a  solvent 
was  used.  We  therefore  added  naphthalene  to  a  fresh  portion  and 
heated  it  to  300^.  Even  in  this  case  we  only  obtained  y8/3-dinaphthyl- 
amine. 


I 
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7.   Benzal    Chloride  and  a-Naphthylamine.      /,  A  n,    ^    riienyldinaphth- 

acridine    (7-Plienyl    derivative    of   Senier   and    Goodwin's    base), 
N — \ 

When  benzal  chloride  and  a-naphthylamine  are  heated  together,  a 
solid  is  readily  formed  which  contains  no  acridine.  If,  however,  such 
a  solvent  as  naphthalene  is  present,  the  acridine  is  readily  obtained  on 
prolonged  heating.  Benzal  chloride  (1  mol.)  is  mixed  with  about  twice 
its  weight  of  naphthalene  and  heated  to  its  boiling  point,  a-Naphthyl- 
amine (2  mols.)  is  then  added  in  small  portions  at  a  time,  the  mixture 
being  kept  agitated  and  in  ebullition.  It  is  best  to  work  with  small 
quantities  at  a  time  in  large  test-tubes,  when  the  heating  can  be 
conveniently  done  in  the  flame.  The  product  is  worked  up  as  before 
and  yields  a  yellow,  crystalline  powder.  This  on  recrystallisation 
twice  from  toluene  or  benzene  assumes  the  form  of  hexagonal  plates 
which  melt  at  224:°  (229°  corr.)  and  can  be  distilled.  The  crystals  do 
not  exhibit  triboluminescence. 

01750  gave  0-5853  CO2  and  0-0776  H.,0.     C  =  91-21  ;  H  =  4-92. 
0-2815     „     9-8  c.c.  N  at  19-5°  and  767  mm.     N  =  4-02. 

C^vHj-N  requires  0  =  91-26;  H  =  479  ;  N  =  3-94  per  cent. 

We  have  also  obtained  the  same  compound  by  the  application  of 
Ullmann  and  Fetvadjian's  method. 

a-Naphthylamine  (2-5  grams)  was  mixed  with  a-naphthol  (3  grams) 
and  heated  to  boiling.  Excess  of  benzaldehyde  was  used,  only  a  few 
drops  at  a  time  being  added.  Heating  was  continued  for  some  time. 
On  cooling,  the  mass  was  boiled  with  a  little  toluene,  filtered,  and  the 
residue  recrystallised  from  more  toluene.  The  resulting  substance  was 
identical  with  that  just  described. 

The  following  derivatives  were  prepared  : 

,N- 


Hydrochloride,  CiQHg<^  i     ^CjoHg,HCl. — Yellow  crystals  of  this 

Kj  irn 

salt  were  obtained  by  dissolving  the  base  in  a  hot  mixture  of  glacial 

acetic    acid    and    concentrated    hydrochloric   acid    and    allowing    the 

solution  to  cool.     These  were  recrystallised   from  the  same  solvent, 

washed  with  dry  ether,  and  dried  in  a  desiccator. 

0-3415  gave  0-1312  AgCl.     CI  =  9-49. 

C^-HjgNCl  requires  01 -9-06  per  cent. 

The  specimen  was  evidently  not  quite  pure. 

Flatmichloride,     rOioHe<?^j>OioHj,,H,PtCl„2H20.— To      the 

VOL.    LXXXIX.  4   Z 
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last-meutioned  solution  of  the  base,  platinic  chloride  was  added,  when 
an  orange  precipitate  was  obtained.  This  was  washed  successively 
with  glacial  acetic  acid  and  dry  ether  and  dried  in  a  desiccator. 

0  0944  gave  0-0160  Pt.    Pt=  16-94. 

C5^H^o02N2Cl6Pt  requires  Pt=  16-86  per  cent. 

Anrichloride,   CiQHg<^  i  p,  ^CjQHgjHAuCl^. — This      was     prepared 

from  gold  chloride  in  a  manner  similar  to  that  used  for  the  platini- 
chloride.     It  is  a  yellow,  crystalline  powder. 

0-1445  gave  0-0406  Au.     Au  =  28-09. 

C27HjgNCl4Au  requires  Au  =  28-34  per  cent. 

8.   Benzcd  Chloride  and  a  Mixture  of  a-  and  ^-NapJithylainhies. 

It    was    hoped    by    this    reaction    to    prepare    the    already    known 

^  phenyldinaphthacridine    (Ullmann    and    Fetvadjian,     Ber., 

1903,  36,  1029),  but  so  far  the  experiment  has  not  yielded  a  definite 
result. 

9.  Benzal    Chloride   and   ft-Nwphthylamine.  At>,      Phenyldinaphlli,- 

a-OPh-a 

acn'(/me(7-Phenyl  deiivative  of  Reed's  base),  t^ioHo'^rtTau'^^io^e- 

This  reaction  requires  special  care,  as  secondary  products  are  easily 
formed. 

If  the  two  reagents  are  heated  alone,  the  resulting  compound  is 
/?/3-dinaphthylamine.  Generally  the  method  followed  for  the  prepara- 
tion of  the  dinaphthacridine  was  the  same  as  in  the  corresponding 
experiment  with  a-naphthylamiue.  The  benzal  chloride  and  naphthalene 
were  first  heated  together  to  boiling,  then  the  yS-naphthylamine  was 
added  in  small  portions  at  a  time  in  order  to  avoid  loss  by  dis- 
tillation. A  solid  separated  which  contained  the  acridine.  On  partial 
cooling,  the  liquid  was  decanted  from  the  solid  and  again  heated,  when 
more  of  the  solid  separated.  This  process  was  repeated  until  no  more 
solid  could  be  obtained.  The  solid  product  was  then  worked  up  in 
the  usual  way.  It  was  recrystallised  from  benzene  or  toluene,  whenj 
it  assumed  the  form  of  pale  yellow  needles  melting  at  293°  (301-5*^ 
corr.).  It  is  identical  with  the  compound  described  as  ?rteso-phenyl-j3-j 
naphthaci'idino  by  Glaus  and  Richter  {Ber.,  1884,  17,  1595).  It  has 
also  been  investigated  by  Ris  {Ber.,  1884,  17,  2030),  Klopsch  {Ber.,^ 
1885,   18,    1586),  Haase  {Ber.,    1003,  36,    592),    and   Ullmann    and 


SENIEll   AND   AUSTIN:    DIXAPHTUACIIIDINES,  1397 

Fetvadjian  (loc.  cit.).  It  is  more  soluble  in  glacial  acetic  acid  than  iu 
toluene,  very  soluble  in  chloroform  or  carbon  disulphide,  and  insoluble 
in  ethyl  acetate.  It  is  less  soluble  than  the  a-isomeride  in  benzene 
and  toluene. 


ir.     Further  Study  of  Din(i]>hthaci'idines.     Synthesis  hy   the 
Interaction    of  Methyl cne   Di-iodide  and  Naj>hthyla'inines. 

a-N-a 

1.  Methylene    Di-iodide    and    a-N'aphthylamine.       /jAtto  Dinaphtli- 

acridine  (Senier  and  Goodwin). 

The  method  by  which  this  compound  was  originally  prepared  gives 
(jnly  a  small  yield.  If  the  alkali  be  omitted  the  action  is  too  energetic, 
even  when  small  quantities  are  used,  and  loss  by  decomposition  is  the 
result.  Solvents  were  then  tried,  including  benzene,  naphthalene, 
paraffin  wax,  and  benzoic  acid.  The  last  mentioned  gave  very  satis- 
factory results.  The  a-naphthylamine  was  mixed  with  about  twice  its 
weight  of  benzoic  acid,  the  methylene  di-iodide  added,  and  heat  applied 
in  the  usual  way.  Before  recrystallising,  the  contents  were  heated  to 
boiling  with  a  mixture  of  methylated  spirit  and  a  small  proportion  of 
concentrated  aqueous  potassium  hydroxide.  This  treatment  removes 
hydrogen  iodide  and  benzoic  acid. 


2.  Methylene  Di-iodide  and   a  Mixture   of  a-  and  (S-Naphthylamines. 

I         Dinaphthacridine  (Ullmann  and  Fetvadjian). 
p-CU-a 

This  method  seems  to  be  very  satisfactory  for  the  preparation  of  this 
base.     It  is,  however,  necessary  to  use  alkali. 

Methylene  di-iodide  (1  mol.)  is  mixed  with  a-naphthylaniine 
(1  mol.),  ^-naphthylamine  (1  mol.),  and  an  exces?'.  of  previously 
ignited  potassium  carbonate  (3  mols.).  The  mixture  is  either  heated 
in  a  closed  tube  at  200°  for  two  to  four  hours,  or  heated  to  200°  in  an 
open  flask  with  a  reHux  condenser  for  the  same  length  of  time. 

The  product  is  boiled  with  a  mixture  of  toluene  and  absolute  alcohol 
and  the  hot  solution  filtered  from  potassium  salts.  On  cooling,  the 
solution  deposits  yellow  crystals,  which,  on  recrystallisation  from 
toluene,  melt  at  223^  (228°  corr.).     This  compound  is  identical  with 

*^®   o  AtT        dinaphthacridine    described    in    this    paper.     In    some 
p-L/xl-a 

experiments  the  alkali  was  omitted,   but    it   was    then    found   more 

difficult  to  prevent  over-heating. 

4  Z  2 
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3.   Methylene  Di-iodide  and  fi-Najihthjlamine.  \  Dinaphth- 

a-CH-a 

acridine  (Reed)  and  Bisdinaphthacridine  Dihydride  ["  isoyaphth- 

ao-idine,"  Morgan],  (CiHjgX).,!!,!. 

"When  methylene  di-iodide  (1  mol.)  and  yS-naphthyUimine  (2  mols.) 
are  mixed  with  excess  of  potassium  carbonate  in  an  open 
vessel  and  treated  in  the  usual  way,  or  when  the  alkali  is  omitted, 
Reed's  dinaphthacridine  is  obtained  and  no  trace  of  Morgan's 
base  is  formed.  If,  however,  potassium  hydroxide,  previously 
fused  and  })0wdered,  replaces  the  carbonate,  only  orange  crystals  are 
obtained,  which  are  identical  with  bisdinaphthacridine  dihydride 
("?soNaphthacridine,"  Morgan,  Trans.,  1898,  73,  536;  "  Naphth- 
acrihydridine,"  Mohlau  and  Haase,  Ber.,  1902,  35,  41G9).  In  a  closed 
tube  with  potassium  carbonate,  a  mixture  of  the  two  bases  is  obtained, 
Morgan's  predominating. 

In  the  above  investigation  we  repeated  the  experiments  of  Ullmann 
and  Fetvadjian  to  obtain  Reed's  base  from  ^-naphthylamine,  ^-naphthol, 
and  trioxymethylene,  and  found  that  Morgan's  base  was  first  formed 
as  an  intermediate  product.     It  was,  indeed,  the  chief  product  of  the 
reaction  when  the  temperature  did  not  exceed  225°,  whei'eas  at  250° 
Reed's  base  predominated.     That  the  orange  crystals  obtained  by  the 
above  methods  are  really  crystals  of  the  substance  obtained  by  Morgan 
and  reinvestigated  by  Mohlau  there  can  be  no  doubt,  although  the 
melting  point  was  found  to  be  243°  (248°  corr.),  whereas  Morgan  gives 
227°  and  Mohlau  236°.     The  compound   is  easily  distinguished  from 
Reed's  dinaphthacridine  by  its  higher  melting  point  and  character- 
istic colour,    and   the    two   substances   may   be   easily   separated   by 
fractional  crystallisation  from  toluene,  when  the  less  soluble  orange 
compound    is   first   deposited    in  long    needles,    the    dinaphthacridine 
forming    more    compact    greenish-yellow     crystals    when    the    mother 
■  liquor  has  been  evaporated  to  a  small  bulk.     To  remove  any  possible 
doubt  as  to  the  identity  of  the  orange  crystals  with  Morgan's  base,  we 
first    converted    it   into   the   characteristic   green    hydrochloride    (by 
passing  hydrochloric  acid  gas  into  a  benzene  solution  of  the  base). 
The  green  salt  of  Morgan's  base  gradually  changed  to  the  yellow  salt 
of    Reed's  base  (compare    Morgan,    Mohlau    and    Haase,    ibid.),  and 
from  the  latter  Reed's   base   was   obtained  ;    secondly,    we   oxidised 
the    compound   by   well-known   methods,    with   bromine,    also    with 
nitrous  acid,  and  in  both  cases  obtained  Reed's   base;  thirdly,   the 
latter  was  reduced  by  sodium  amalgam  to  orange  crystals  melting  at 
243°  (248°  corr.) ;  fourthly,  we  submitted  the  compound  to  analysis  : 
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0-2795  gave  0-922-t  CO..  and  0-1284  H/).     C  =  9000;  H  =  5-10. 
0-3093      „     13-4  c.c.  N  at  19°  and  765  mm.     N  =  5-01. 

C^oHogNo  requires  C  =  90-00  ;  H-5-00  ;  N  =  5-00  per  cent. 

XT    n 

For  the  earliest  experiments  on  the  synthesis  of  the     ^  '  di- 

^  •'  ^-CH-a 

naphthacridine  by  using  methylene  di-iodide  we  are  indebted  to  Miss 

F.  M.  G.  Micklethwait. 

Queen's  College, 
Galway. 


CXXXV^III. — The  Interaction  of  Chlorine  and  Hydrogen. 

By  Charles  Hutchens  Burgess  and  David  Leonard  Chapman. 

The  well-known  fact  that  hydrogen  and  chlorine  combine  under  the 
influence  of  light  was  first  observed  by  William  Cruickshank  (Nichol- 
son's Journ.,  1801,  [i].  5,  202),  who  also  noticed  that  the  volume  of 
a  mixture  of  these  gases  over  chlorine  water  did  not  begin  to  dimini.sh 
until  the  light  had  exerted  its  influence  for  several  seconds.  Cruick- 
shank's  observation  was  conBrmed  by  Dalton  {A  Xeio  System  of 
Chemical  Philosophy,  p.  300).*  Draper  {Phil.  Mag.,  1844,  [iii], 
25,  9,  and  1845,  [iii],  26,  473)  by  several  conclusive  experiments 
established  the  fact  that  no  hydrochloric  acid  is  formed  in  a  freshly, 
prepared  mixture  of  chlorine  and  hydrogen  until  the  gases  have  been 
subjected  to  the  influence  of  light  for  a  measurable  period  of  time, 
but  that  after  interaction  starts  the  rate  of  formation  of  hydrogen 
chloride  increases  and  ultimately  becomes  constant.  A  period  of  com- 
parative inactivity  in  the  initial  stage  of  a  chemical  change  has  been 
called  by  Bunsen  and  Roscoe  an  induction  period.  The  induction 
period  which  accompanies  the  intei'action  of  chlorine  and  hydrogen  in 
light  is  the  most  familiar  example  of  the  phenomenon.  Since  the  time 
of  Draper  it  has  been  studied  by  various  authors,  mostly  with  a  view 
to  elucidating  the  actual  mechanism  of  the  chemical  change.  The 
hypotheses  which  have  been  the  direct  outcome  of  these  investigations 
can  be  roughly  grouped  under  three  heads,  namely  : 

(1)  Draper's  theory  :  that  light  increa.ses  in  some  unknown  way  the 

*  The  history  of  photochemistry  is  dealt  with  very  completely  in  J.  M.  Eder's 
Handb.  der  Photographie,  1884,  I ;  in  Ostwald's  Allgcmeine  Chemie,  II,  39(5—458  ; 
and,  iu  relation  to  chlorine,  in  J.  W.  Mellor's  paper  (Trans.,  1901,  79,  216). 
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electro-negative  properties  of  chlorine,  and  thereby  exalts  the  aflSnity 
between  chlorine  and  hydrogen. 

(2)  Bunsen  and  Roscoe's  theory  :  that  light  gradually  removes  the 
resistance  which  opposes  the  force  of  affinity. 

(3)  The  intermediate  compound  theories  :  that  chlorine  and  hydrogen 
cannot  directly  interact,  but  that  the  observed  change  is  actually  the 
sum  of  several  distinct  chemical  transformations. 

In  support  of  his  hypothesis  Draper  states  that  chlorine  which  has 
been  submitted  to  the  action  of  light  for  a  sufficient  length  of  time 
acquires  the  property  of  instantly  combining  with  hydrogen  under  the 
influence  of  light,  and  that  therefore  the  element  chlorine  can  pass 
gradually  from  an  inactive  to  an  active  state.  According  to  this 
authority  the  agency  which  effects  the  change  is  tithonicity,  an 
essential  constituent  of  sunlight.  It  is  absorbed  and  retained  by 
chlorine,  the  affinity  of  that  element  for  hydrogen  being  at  the  same 
time  increased.  The  following  simple  deduction  fi'om  this  hypothesis  is 
contradicted  by  experience.  The  electro-negative  properties  of  chlorine 
which  had  been  exposed  to  light  for  a  sufficient  length  of  time  would 
be  increased  to  such  an  extent  that  a  mixture  of  the  gas  with 
hydrogen  would  exhibit  temporarily  an  abnormal  sensitiveness  to  the 
influence  of  light,  and  might  even  be  partially  transformed  into 
hydrogen  chloride  in  the  dark.  Apparently  Draper  made  no  attempt 
to  test  this  point. 

Bunsen  and  Pioscoe  were  unable  to  confirm  Draper's  statement  that 
chlorine  which  had  been  prepared  and  kept  in  the  dark  and  chlorine 
which  had  been  exposed  to  light  differed  in  their  behaviour  towards 
hydrogen.  Objection  was  therefore  taken  to  the  view,  that  of  the 
two  gases  chlorine  alone  was  changed  during  the  induction  period. 
According  to  them  the  circumstance  that  chlorine  and  hydrogen  could 
be  intimately  mixed  without  combination  taking  place  was  to  be 
explained  by  there  being  in  that  case  a  resistance  which  opposed  the 
force  of  affinity,  whilst  the  fact  that  light  transformed  the  mixture 
into  hydrogen  chloride  was  to  be  regarded  as  due  to  the  removal  of 
this  resistance  by  the  light.  On  standing  in  the  dark,  an  insolated 
mixture  was  found  to  I'eturn  after  a  time  to  its  former  inactive  condi- 
tion, so  that  a  spontaneous  development  of  the  force  which  opposed 
the  chemical  affinity  of  the  elements  had  to  be  regarded  as  an  inherent 
characteristic  of  the  mixture.  It  does  not  appear  to  have  been  noticed 
hitherto  that  if  such  were  the  case,  the  velocity  of  chemical  change 
could  not  at  any  time  be  exactly  proportional  to  the  intensity  of 
illumination,  since  light  below  a  definite,  although  small,  intensity 
would  be  unable  to  prevent  the  mixture  from  returning  to  an  inactive 
state. 

In  all  the  theories  based  on  the  assumption  of  an  intermediate  com- 
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pound,  water  molecules  have  played  an  essential  part.  According  to 
Pringsheiin  {Uled.  An7i.,  1887,  32,  384),  the  successive  changes  are 
possibly  embodied  in  the  following  equations  : 

1 .  H.,  +  CI2  +  H2O  =  CI2O  +  2H2. 

2.  C]20  +  2H2  =  2HC1  +  H20. 

Mellor  has  shown,  however,  that  the  actual  addition  of  either  hypo- 
chlorous  acid  or  chlorine  monoxide  to  the  system  does  not  shorten  the 
time  of  induction.  Accordingly  he  assumes  that  if  an  intermediate 
compound  is  formed  at  all,  it  must  be  a  complex  molecule  of  the 
type  C1.2.r,(H20)y,H.,,.  Hydrogen  was  introduced  into  the 
formula  of  this  compound  on  account  of  Bunsen  and  Roscoe's  state- 
ment that  the  properties  of  moist  chlorine  are  not  changed  by  the 
exposure  of  the  gas  to  light. 

Bevan  found  that  the  foregoing  statement  of  Bunsen  and  Roscoe 
was  not  correct,  that  Draper  was  in  fact  right  in  stating  that  moist 
chlorine  is  actually  changed  by  light,  and  that  Bunsen  and  Roscoe's 
inability  to  confirm  Draper's  result  was  due  to  the  circumstance  that 
in  the  experiment  of  the  former  the  insolated  chlorine  befoi-e  being 
tested  was  bubbled  tlu'ough  water,  in  the  presence  of  which  liquid  the 
acquired  characteristics  of  the  gas  were  shown  by  Bevan  to  be 
destroyed.  This  discovery,  coupled  with  the  fact  that  the  least 
expansion  capable  of  producing  a  cloud  in  chlorine  saturated  with 
water  vapour  is  less  in  the  illuminated  than  in  the  darkened  gas, 
caused  Bevan  to  infer  that  the  first  action  of  the  light  on  a  moist 
mixture  of  chlorine  and  hydrogen  was  to  produce  an  addition  com- 
pound of  chlorine  and  water,  the  molecules  of  which  could  act  as  con- 
densation nuclei  for  water  vapour.  He  further  assumed  that  the 
compound  of  chlorine  and  water  would,  after  it  had  combined  with 
hydrogen,  break  up  into  hydrogen  chloride  and  water. 

With  the  facts  before  us  three  objections  can  be  urged  against  the 
theory  of  an  intermediate  compound.  Firstly,  in  order  to  account  for 
an  induction  period  of  measurable  length  an  appreciable  quantity  of 
the  intermediate  compound  must  be  formed.  The  compound  should 
therefore  be  capable  of  being  isolated.  Secondly,  the  theory  does  not 
afford  an  explanation  of  the  fact  observed  by  Draper,  namely,  that  for 
some  time  after  the  electrolytic  gas  has  been  exposed  to  light  there  is 
no  hydrogen  chloride  produced.*  Finally,  as  Dyson  and  Harden 
(Trans.,  1903,  83,  29)  have  pointed  out,  it  will  not  account  for  the 
induction  period  which  is  observed  with  an  almost  dry  mixture  of 
carbon  monoxide  and  chlorine.  The  latter  investigators  suggest  that 
it  is  possible  that  the  light  brings  about  the  formation  of  a  compound 
which  acts  as  a  carrier  for  one  of  the  interacting  gases. 

*  This  fact  was  not  confirmed  by  Mellor  or  Bevan. 
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It  must  here  be  mentioned  that  van't  Hoff  denie.s  that  an  induction 
period  is  a  real  and  general  characteristic  of  a  simple  chemical 
change.  Its  existence  is,  according  to  him,  merely  an  indication  that 
some  necessary  precaution  has  been  omitted.  This  anticipation  we 
have  found  in  the  present  case  to  be  correct.  The  observed  delay  in 
the  combination  of  chlorine  and  hydrogen  is  due  to  the  circumstance 
that  the  gases  contain  impurities  which  are  capable  of  preventing  the 
formation  of  hydrogen  chloride,  and  are  themselves  gradually  destroyed 
in  the  light.  In  the  course  of  our  work,  after  the  existing  theories 
had  been  further  tested  and  found  unsatisfactory,  we  were  led  to 
suspect  that  the  above  was  the  right  explanation.     As  soon  as  this 


Fig.  1. 


was  realised,  little  difficulty  was  experienced  in  finding  the  effective 
impurities,  and  in  accounting  for  many  of  the  previously  observed 
facts. 

Experimental, 

The  mixture  of  chlorine  and  hydrogen  was  prepared  by  the  method 
recommended  by  Bunsen  and  Roscoe,  namely,  by  the  electrolysis  of  a 
strong  aqueous  solution  of  hydrogen  chloride. 

Several  forms  of  actinometer,  which  were  all  similar  in  principle  to 
that  used  by  Bunsen  and  Roscoe,  were  employed.  For  most  purposes 
the  apparatus  shown  in  Fig.  1  was  found  to  be  the  most  convenient. 
The  insolation  vessel,  A,  was  a  wide  glass  tube  and  its  total  capacity 
was  about  70  c.c.  This  vessel  communicated  with  a  capillary  tube,  ab, 
to  which  a  scale  was  attached.  The  end,  b,  of  the  capillary  tube 
was  fused  to  a  wider  and  slightly  inclined  tube,  e,  which  was  separated 
from  the  wide  vertical  tube  B  by  the  tap  /.  Water  could  be  drawn 
into  Ij  through  the  tap  g.     As  a  rule  the  required  information  about 


THE   INTERACTION   OF   CHLORINE   AND   HYDROGEN.        140.*^ 

the  rate  of  formation  of  hydrogen  chloride  was  obtained  l>y  direct 
observations  being  made  on  the  movement  of  the  tliread  of  water 
along  the  capillary  tube  ba,  but  in  some  cases  this  was  found  to  be  too 
tedious  owing  to  the  extreme  length  of  the  induction  period.  Ac- 
cordingly when  it  was  thought  that  an  exposure  to  light  of  several 
hours  would  be  necessary,  an  automatic  method  of  x-ecording 
the  result  was  resorted  to.  This  was  accomplished  by  a  simple 
addition  to  the  apparatus.  A  glass  float,  C,  consisting  of  a  glass  tube 
closed  at  the  bottom  and  drawn  out  to  a  narrow  hooked  tube,  h,  at  the 
top,  was  ground  so  as  to  fit  B  loosely.  A  lever,  Jc,  was  firmly  clamped 
to  the  tube  B.  The  end  of  the  lever  immediately  above  the  float  was 
attached  to  the  small  tube  h  by  a  silk  thread  which  was  fixed  at  both 
ends  with  sealing  wax.  The  other  end  of  the  lever  marked  with  a 
pointer,  cut  out  of  a  sheet  of  aluminium  foil,  on  a  revolving  drum, 
which  had  previously  been  covered  with  smoked  paper.  Above  the 
insolation  vessel  and  communicating  with  it  by  a  three-way  tap  was  a 
graduated  tube  which  was  used  to  add  measured  quantities  of  liquid 
to  the  actinometer.  On  to  the  bottom  of  the  insolation  vessel  a 
capillary  tap,  D,  was  fused.  The  actinometer  was  filled  in  the  following 
manner.  The  insolation  vessel,  the  capillary  tube  ab,  and  the  index 
reservoir  B  were  first  completely  filled  with  water.  The  mixed  gases 
from  the  electrolytic  vessel  were  then  led  by  way  of  the  taps  m,  E,  and 
n  throxigh  the  graduated  tube  for  several  hours.  The  gases  after 
passing  through  n  were  led  into  potash  in  order  to  absorb  the 
chlorine.  As  soon  as  it  was  thought  that  the  gas  coming  from  the  cell 
was  sufiiciently  sensitive,  the  tap  E  was  turned  so  that  the  current  of 
gas  passed  into  the  insolation  vessel.  The  liquid  in  the  index  tube 
was  displaced  by  gas  and  the  current  was  maintained  in  the  same 
direction  until  the  water  in  B  had  been  saturated  with  chlorine.  The 
tap  f  was  then  closed,  and  D  opened  and  the  water  in  A  expelled. 
Dui'ing  this  part  of  the  operation  some  chlorine  is  absorbed  by  the 
water,  and  accordingly  if  it  was  desired  to  fill  the  insolation  vessel 
with  a  mixture  of  the  same  composition  as  that  coming  from  the  cell, 
the  gas  had  to  be  passed  through  the  insolation  vessel  for  some  time 
after  all  the  water  had  been  displaced. 

When  the  actinometer  has  been  filled  with  gas,  a  measured  quantity 
of  liquid  can  be  introduced  from  the  graduated  tube  above  the 
insolation  vessel.  The  liquid  thus  introduced,  of  course,  disturbs  the 
composition  of  the  mixture  and  reduces  its  sensitiveness  to  light ;  the 
maximum  sensitiveness  can,  however,  be  easily  restored  by  passing  a 
current  of  electrolytic  gas  through  the  insolation  vessel  from  E  to  F. 
During  an  experiment  the  insolation  vessel  was  immersed  in  a  water 
tank  with  parallel  glass  sides,  the  water  being  as  a  rule  maintained  at 
a  constant  temperature.     The   source  of  light  was  either  an  electric 
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lamp  or  a  llarcourt  pentane  lamp.  A  variety  of  different  forms  of 
actinometer  have  been  used  for  different  purposes  ;  most  of  the  varia- 
tions can.  however,  l>e  readily  described  by  reference  to  the  above 
typical  form. 

When  an  actinometer  containing  electrolytic  gas  and  ordinary  tap 
water  is  exposed  to  light,  the  index  remains  practically  stationary  for 
some  time.  Asa  rule  there  is  at  first  a  slight  expan.sion  of  the  gas 
in  the  insolation  vessel,  but  whenever  the  temperature  of  the  water  in 
the  tank  is  kept  constant  it  is  not  observed.  This  slow  preliminary 
expansion,  which  was  first  observed  by  Draper,  is  therefore  only  the 
result  of  a  slight  rise  in  temperature  of  the  surroundings,  due  to  the 
heat  emitted  by  the  soui'ce  of  light.  If  during  the  first  part  of 
the  induction  period  the  lamp  is  shaded,  no  contraction  is  noticeable, 
and  on  re-exposure  of  the  insolation  vessel  to  light  there  is  no  sudden 
expansion.  To  all  appearance,  therefore,  electrolytic  gas  can  be 
subjected  under  certain  conditions  to  the  action  of  white  light  of 
moderate  intensity  without  undergoing  any  change  which  is  accom- 
panied by  a  permanent  or  temporary  alteration  in  the  volume  of  the 
mixture.  A  change  is,  however,  gradually  taking  place,  for  on  the 
illumination  being  continued  it  is  noticed  after  some  time  that 
the  index  begins  to  move  at  first  very  slowly  and  then  more  rapidly 
towards  the  insolation  vessel. 

The  rate  of  movement  soon  attains  a  maximum.  It  then  falls  a 
little  and  finally  becomes  constant.  The  following  example  will 
suffice  as  an  illustration.  The  light  was  a  25  c.p.  Swan  lamp  placed 
at  a  distance  of  90  cm.  from  the  insolation  vessel,  which  was  immersed 
in  the  glass  tank  filled  with  water  at  the  temperature  of  the  labora- 
tory. 
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It  will  be  observed  that  the  rtito  of  movement  of  the  index  attained 
its  maximum  value  just  after  the  jteriod  of  induction. 

When  the  exposure  has  been  continued  so  long  that  the  velocity  of 
movement  of  the  index  has  become  constant,  the  Draper  or  Pring- 
sheim  effect,  as  it  is  '  sometimes  called,  can  be  observed.  We  have 
already  stated  that  this  effect  cannot  l)e  obtained  when  the  gases  in 
the  insolation  vessel  are  inactive.*  Therefore,  it  is  probably  due  to 
the  heat  disengaged  during  the  formation  of  hydrogen  chloride,  a 
conjecture  which  is  also  supported  by  the  fact  that  the  magnitude  of  the 
effect  is  roughly  proportional  to  the  sensitiveness  of  the  mixture  u.sed 
in  obtaining  it.     Both  Mellor  and  Bevan  arrived  at  the  same  conclusion. 

During  the  final  stage  of  the  induction  period,  when  hydrogen 
chloride  begins  to  be  formed,  the  inner  surface  of  the  glass  in-solation 
vessel  becomes  dim  owing  to  the  condensation  upon  it  of  a  strong 
aqueous  solution  of  hydrogen  chloride.  The  strong  acid  is  a  good 
solvent  for  chlorine,  and  therefore  some  of  the  latter  gas  is  carried 
into  solution.  It  is  probably  for  this  reason  that  the  index  moves  at 
its  maximum  rate  just  after  the  induction  period  is  over.  That 
chlorine  is  actually  dissolved  in  the  hydrochloric  acid  produced  can  be 
easily  demonstrated  by  the  backward  movement  of  the  index  which 
results  from  shaking  an  insolation  vessel  in  which  hydrogen  chloride 
has  just  been  formed  by  the  action  of  light.  The  index  of  an  actino- 
meter  containing  recently  formed  hydrogen  chloride  is  also  gradually 
driven  back  by  the  disengaged  chlorine  when  the  instrument  is  simply 
allowed  to  stand  in  the  dark. 

Another  result  of  shaking  an  actinometer  which  has  been  exposed 
to  light  until  the  indications  of  the  instrument  have  become  constant 
is  that  the  electrolytic  gas  again  becomes  inactive.  For  on  the 
insolation  vessel  being  exposed  again  to  light,  the  first  period  of 
illumination  is  one  of  induction.  The  electrolytic  gas  can  be  insolated 
and  rendered  inactive  again  by  being  shaken  with  the  liquid  several 
times  in  succession,  but  each  time  that  this  is  done  the  induction 
period  is  of  less  duration  than  the  preceding  one,  and  when  the 
foregoing  operations  have  been  repeated  many  times,  no  further 
indications  of  an  induction  period  can  be  observed.  The  following 
results  of  an  actual  experiment  will  suflice  as  an  illustration  : 

The  duration  of  the  successive  induction  periods  in  minutes  were 
given  by  the  numbers  26,  14,  10,  8,  6,  4,  4,  4,  2,  and  after  the  opera- 
tions described  above  had  been  repeated  many  more  times  it  was 
found  that  the  gas  could  not  be  rendered  inactive  again  by  shaking  it 
with  the  liquid. 

*  Throughout  this  paper  the  adjective  "inactive"  is  used  to  describe  the  condi- 
tion of  chlorine  which  has  not  been  insolated. 
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This  experiment  demonstrates  that  the  aqueous  chlorine  solution  in 
the  actinometer  possesses  (although  only  to  a  limited  extent)  the  pro- 
perty of  absorbing  or  destroying  the  activity  of  the  insolated  gas,  so 
that  in  every  future  experiment  full  consideration  must  be  given  to 
the  condition  of  the  liquid  as  well  as  to  that  of  the  gas  contained  within 
the  insolation  vessel.  Water  which  has  lost  the  property  of  destroy- 
ing or  removing  the  activity  of  electrolytic  gas  will  be  subsequently 
described  as  active. 

Whilst  the  above  experiments  were  being  performed,  the  following 
interesting  observation  was  made.  When  an  actinometer  which  con- 
tained active  electrolytic  gas  and  active  liquid  was  shaken  vigorously 
and  then  suddenly  exposed  to  light,  the  Draper  expansion  was  almost 
twice  as  great  as  that  observed  when  the  actinometer  had  not  been  agi- 
tated previously,  the  other  conditions  having  been  the  same.  In  the 
former  case,  the  illumination  of  the  mixed  gases  was  accompanied  also 
by  the  formation  of  a  cloud  which  rapidly  subsided,  but  no  cloud  made 
its  appearance  if  the  liquid  had  not  been  shaken  vigorously  immedi- 
ately before  the  insolation  vessel  was  exposed  to  light.  The  reason  for 
the  observed  difference  was  that  the  shaking  of  the  liquid  caused  a 
number  of  minute  drops  to  be  formed.  On  these,  hydrochloric  acid 
condensed  when  the  actinometer  was  illuminated,  but  in  the  case  of  no 
drops  having  been  present  the  whole  of  the  hydrochloric  acid  pro- 
duced was  condensed  on  the  walls  of  the  vessel.  In  the  first  case,  the 
sensible  heat  developed  by  the  condensation  of  hydrochloric  acid  would 
be  communicated  to  the  gas  and  assist  in  raising  its  temperature, 
whereas,  in  the  second  case,  it  would  be  rapidly  conducted  through  the 
walls  of  the  containing  vessel.  So  that  the  fact  that  the  Draper  effect 
can  be  enhanced  under  the  above-mentioned  conditions  is  readily 
accounted  for  without  it  being  necessary  to  assume  that  the  greater 
expansion  is  accompanied  by  the  formation  of  a  greater  amount  of 
hydrogen  chloride. 

We  have  just  seen  that  the  state  of  activity  of  the  liquid  as  well  as 
of  the  gaseous  contents  of  an  actinometer  must  be  regarded  as  capable 
of  variation.  On  this  account  it  became  necessary  that  several  points 
should  be  re-examined,  fuller  consideration  being  given  to  the  condition 
of  the  liquid  than  had  hitherto  been  the  case.  The  first  difficulty  to 
be  investigated  was  the  obvious  discrepancy  between  Bunsen  and 
Roscoe's  statement,  that  the  resistance  to  combination  which  is  removed 
by  the  action  of  light  is  gradually  restored  when  the  mixture  of 
chlorine  and  hydrogen  is  allowed  to  stand  in  the  dark,  and  the  law  of 
photochemistry  which  asserts  that  the  amount  of  chemical  change  is 
proportional  to  the  intensity  of  the  light.  Could  the  decay  in  activity 
noticed  by  Bunsen  and  Roscoe  and  by  all  subsequent  observers  be  due 
to  the  circumstance  that  the  whole  of  the  liquid  had  not  been  rendered 
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completely  active  before  the  attempt  to  measure  the  rate  of  decay  was 
made  1  An  experiment  was  undertaken  to  test  the  accuracy  of  this 
conjecture,  but  it  was  found  that  even  when  the  utmost  precautions 
were  taken  to  make  the  whole  of  the  liquid  contained  in  the  actino- 
meter  completely  active  a  gradual  decay  of  activity  similar  to  that 
described  by  Bunsen  and  Roscoe  actually  took  place.  The  reason  for 
this  result  was  not  discovered  until  much  later. 

We  next  turned  our  attention  to  two  other  points  in  the  investiga- 
tion of  which  by  previous  workers  there  appeai-ed  to  be  some  reason  for 
thinking  that  the  precaution  just  mentioned  had  not  been  carefully 
observed.  In  the  Hrst  place,  several  experiments  demonstrated  satis- 
factorily that  hydrogen  would  instantly  interact  with  previously 
insolated  chlorine  in  the  light,  but  we  were  forced  to  conclude,  after 
several  unsuccessful  attempts  to  prove  the  reverse  had  been  made, 
that  it  is  impossible  to  raise  the  activity  of  chlorine  by  insolation  to 
such  an  extent  that  on  its  being  mixed  with  hydrogen  and  exposed  to 
light  a  period  of  deduction  or  fall  in  the  rate  of  interaction  with 
hydrogen  can  be  observed.  In  other  words,  the  activity  of  chlorine 
separately  insolated  never  exceeds  that  of  chlorine  insolated  in  the 
presence  of  hydrogen.  In  the  second  place  it  was  established  that 
in  a  mixture  containing  equal  volumes  of  active  and  inactive 
electrolytic  gas  no  hydrogen  chloride  was  formed  during  the  first 
few  minutes  of  the  illumination.  It  would  appear  to  be  impossible 
to  reconcile  the  first  result  with  Draper's  hypothesis,  or  either  of  the 
two  results  with  any  intermediate-compound  hypothesis  which  up  to 
the  present  has  been  suggested  as  an  explanation  of  the  period  of 
induction.  The  facts  seem  to  point  to  the  conclusion  that  there  is  some 
principle  which  can  act  like  a  resistance  to  combination,  that  the 
principle  can  be  destroyed  by  light,  and  that  it  is  contained  in  freshly- 
prepared  chlorine  and  in  ordinary  water,  but  not  in  hydrogen.  The 
objection  to  regarding  the  resistance  in  question  as  anything  material 
is  the  fact  that  it  can  be  restored  to  electrolytic  gas  from  which  it  has 
been  completely  removed  by  allowing  the  mixed  gases  to  stand  in  the 
dark. 

We  will  now  give  without  details  the  results  of  a  series  of  compara- 
tive experimeuts  performed  with  two  similar  actinometers.  Working 
with  these  actinometers  we  were  able  to  compare  the  state  of  activity 
of  two  specimens  either  of  gas  or  of  liquid  which  differed  as  a  result  of 
the  treatment  to  which  they  previously  had  been  subjected.  During 
the  time  that  measurements  were  being  made  the  insolation  vessels  of 
both  actinometers  were  placed  in  a  glass  tank  filled  with  water  and 
were  disposed  in  such  a  manner  that  they  could  be  illuminated  by  light 
of  equal  intensity  from  the  same  source. 

The  Effect  of  using  Saline  Solutions  in  the  place  of  Water. — We  have 
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seen  that  chlorine  loses  its  activity  in  the  presence  of  ordinary  water. 
It  was  found  that  the  property  in  virtue  of  which  water  is  able  to  with- 
draw to  a  limited  extent  the  activity  from  chlorine  was  characteristic 
of  aqueous  solutions  in  general.  Solutions  of  the  chlorides  of  barium 
and  calcium  and  of  several  acids  such  as  hydrochloric  and  sulphuric 
were  examined.  In  the  first  place,  barium  chloride  was  compared  with 
tap  water.  To  do  this  both  actinometers  were  filled  with  electrolytic 
gas.  Then  they  were  exposed  to  light  in  order  to  make  the  gas  con- 
tained in  them  active.  After  this  had  been  accomplished,  the  light  was 
turned  out.  Five  c.c.  of  a  strong  solution  of  barium  chloride  were 
added  to  one  actinometer  and  5  c.c.  of  tap  water  to  the  other.  The 
actinometers  were  shaken,  allowed  to  stand  in  the  dark  for  about  half 
an  hour,  and  then  re-exposed  to  light  in  order  to  ascertain  the  relative 
lengths  of  the  induction  periods.  The  inert  period  of  the  gas  which 
was  standing  over  barium  chloride  was  200  minutes,  whereas  that  of 
the  gas  over  water  was  only  forty  minutes.  Aqueous  solutions  of 
calcium  chloride  and  of  acids  behaved  as  a  rule  in  the  same  way  as 
a  solution  of  barium  chloride,  that  is,  an  induction  period  of  excep- 
tional length  attended  their  use.  For  several  hours  during  the  first 
stage  of  these  long  induction  periods  the  formation  of  hydrogen 
chloride  could  not  be  detected,  a  fact  which  is  in  itself  sufficient  reason 
for  the  theory  of  an  intermediate  compound  being  discarded.  It  was 
observed  also  that  solutions  of  diiferent  specimens  of  calcium  chloride 
would  absorb  very  different  amounts  of  activity,  but  to  what  circum- 
stance the  observed  variation  was  due  was  not  at  the  time  apparent. 

Methods  hy  which  the  Activity  of  Chlorine,  Electrolytic  Gas,  and 
Solutions  of  Chlorine  can  be  increased.. — All  the  contents  of  an 
actinometer  can  be  rendered  active  by  maintaining  the  insolation 
vessel  at  a  temperature  approaching  the  boiling  point  of  water  for  a 
sufficient  length  of  time.  Electrolytic  gas  can  be  made  active  therefore 
by  raising  the  temperature  as  well  as  by  the  influence  of  light. 
Having  shown  this,  the  next  step  was  to  prove  that  chlorine  gas 
becomes  active  under  the  same  conditions  as  those  required  to  bring 
about  the  same  change  in  a  mixture  of  chlorine  and  hydrogen.  No 
difficulty  was  ex2:)erienced  in  demonstrating  satisfactorily  by  a  suitable 
experiment  that  such  was  the  case. 

"We  next  turned  our  attention  to  solutions  of  chlorine.  The 
circumstances  in  which  a  chlorine  solution  will  retain  its  inactivity  or 
pass  into  the  active  condition  are  a  little  complex.  Inactive  solutions 
containing  a  large  proportion  of  chloi'ine  can  be  kept  in  the  dark  for  a 
considerable  period  of  time  without  alteration.  Unlike  the  moist  gas, 
a  comparatively  strong  chlorine  solution  is  only  with  difficulty  rendered 
active  by  exposure  to  light.  Such  a  solution,  however,  rapidly  gains 
activity  at  the  boiling  point  of  water.     It  was  found  that  when  the 
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chlorine  was  withdrawn  from  an  inactive  aqueous  solution  by 
exhaustion,  the  liquid  lost  a  considerable  proportion  of  the  inactivity 
by  which  it  was  originally  characterised. 

It  is  a  curious  fact  that  the  behaviour  of  dilute  solutions  of  chlorine 
is  quite  different  from  that  of  more  concentrated  solutions.  The  weak 
solutions  gain  considerably  in  activity  on  simply  being  kept  in  the 
dark  at  the  ordinary  temperature.  The  reason  for  this  surprising 
difference  in  weak  and  strong  solutions  of  chlorine  is  still  a  matter  of 
conjecture. 

The  Preparation  of  Crystals  of  Active  Barium  Chloride. — We  have 
already  stated  that  different  specimens  of  calcium  chloride  were  found 
to  be  possessed  of  varying  degrees  of  inactivity,  a  fact  which  suggested 
the  possibility  of  preparing  crystallised  salts  in  an  active  condition.  A 
successful  attempt  was  made  to  prepaie  active  crystals  of  barium 
chloride,  the  method  of  procedure  being  as  follows  :  a  strong  solution 
of  barium  chloride  was  saturated  with  chlorine,  heated  at  100°,  and 
the  water  then  removed  by  distillation  in  a  vacuum.  The  crystals 
which  separated  were  active,  that  is.  they  had  lost  the  property 
possessed  by  the  original  barium  chloride  of  imparting  inactivity  to  a 
dilute  aqueous  solution  of  chlorine  which  had  previously  been  made 
active.  The  crystals  became  inactive  when  they  were  left  for  some 
time  between  folds  of  blotting  paper.  The  last  observation  appeared 
to  support  the  view  that  some  vapour  or  gas  contained  in  the 
atmosphere  had  been  absorbed  by  the  crystals,  which  thereby  had  been 
rendered  inactive. 

Tlie  Preparation  of  Active  Solutions  containinif  no  Free  Chlorine. — 
An  exceedingly  inactive  solution  of  calcium  chloride  was  saturated 
with  chlorine,  heated,  and  as  much  chlorine  as  possible  withdrawn  by 
exhaustion.  The  small  amount  of  chlorine  which  remained  after  this 
treatment  was  then  removed  either  by  adding  a  little  potassium  iodide, 
and  afterwards  reducing  the  liberated  iodine  with  a  drop  of  sodium 
thiosulphate  solution,  or  by  the  addition  of  a  drop  or  two  of  sulphur 
dioxide  solution.  The  solution  obtained  when  either  of  these  methods 
of  removing  the  chlorine  was  employed  was  only  slightly  inactive. 

llie  Preparation  of  Active  Solutions  without  tlte  Aid  of  Chlorine. — 
It  was  shown  that  water  and  aqueous  solutions  in  general  became 
active  when  they  were  heated  with  carefully  purified  bromine,  and 
that  after  the  solutions  had  been  made  active  the  whole  of  the 
bromine  could  be  removed  with  very  little  loss  of  activity. 

The  Length  of  the  Induction  Period  is  not  increased  by  the  Presence  of 
Oxygen  in  the  Electrolytic  Gas. — It  is  well  known  that  the  presence  of  a 
trace  of  oxygen  decreases  the  sensitiveness  *  of  electrolytic  gas.     It 

*  By  seusitiveness  is  understood  that  quality  of  a  sample  of  electrolytic  gas,  the 
degree   of  wLich  is  the  rate  of  interaction   of   the  essential  components  under  a 
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was  thought  that  the  same  impui'ity  might  increase  the  amount  of 
iuductiou  necessary  to  insolate  the  mixture,  but  several  comparative 
experiments  proved  that  this  was  not  the  case.  Electrolytic  gas  in 
fact  becomes  active  just  as  rapidly  when  it  is  mixed  with  oxygen  as 
when  it  is  pure.  The  processes  which  take  place  during  the  induction 
period  are,  therefore,  different  in  kind  from  those  which  immediately 
result  in  the  formation  of  hydrogen  chloride. 

The  Activity  of  Fresid y-prepared  Electrolytic  Gas. — The  activity  of  a 
mixture  of  chlorine  and  hydrogen  prepared  by  the  electrolysis  of 
strong  hydrochloric  acid  increases  very  considerably  when  the  cell 
employed  in  its  preparation  has  been  in  use  for  some  time.  The 
activity  of  the  electrolytic  gas  does  not  fall  with  its  sensitiveness  when 
the  acid  in  the  cell  has  become  weak  from  constant  use. 

It  will  be  seen  that  all  the  preliminary  experiments  support  the 
view  that,  as  a  rule,  chlorine  gas  and  many  other  substances,  including 
water,  contain  something  which  will  prevent  chlorine  and  hydrogen 
interacting,  and  that  the  inhibitor,  whether  it  be  a  quality  of  matter  or 
a  material  substance,  can  be  destroyed  by  chlorine  either  in  the 
presence  of  light  or  at  an  elevated  temperature,  or  by  dilute  chlorine 
solution  even  in  the  dark  at  the  ordinary  temperature.  If  it  is  a 
substance  it  is  volatile,  since  it  can  be  partially  removed  with  a 
vacuum  pump  from  a  chlorine  solution  containing  it. 

The  objection  to  the  view  that  the  inhibitor  is  a  material  substance 
is  the  circumstance  that  it  appears  to  be  possible  for  it  to  be  produced 
spontaneously  in  an  isolated  system.  The  fact  upon  which  this 
objection  is  based  is,  as  we  have  already  pointed  out,  inconsistent  with 
the  fundamental  law  of  photochemistry,  namely,  that  the  chemical 
effect  for  a  given  mixture  is  proportional  to  the  intensity  of  the 
illumination.  So  that  the  experiments  from  which  the  supposed  fact 
has  been  deduced  may  possibly  have  been  affected  by  some  unknown 
source  of  error.  However,  we  decided  to  try  the  effect  of  some  of  the 
posi-ible  impurities  of  water  and  of  the  crystallised  salts  used  in  the 
above  experiments.  The  fact  that  active  crystals  of  barium  chloride 
became  inactive  when  they  were  left  between  folds  of  blotting  paper 
indicated  that  the  effective  inhibitive  impurity  (it  being  assumed  that 
it  is  material)  is  contained  in  the  atmosphere  of  the  laboratory.  The 
sub.stance  which  appeared  to  satisfy  best  the  conditions  imposed  by 
the  preliminary  experiments  was  ammonia.     We  therefore    proceeded  j 

to  investigate  the  influence  of  small  quantities  of  this  compound.  ' 

The  Power  possessed  hy  Avimoiiia  of  causing  an  Inductiot  Period 
with  a  Mixture  of  Hydrogea  and  Chlorine. — A  solution  of  chlorine 
in   aqueous    calcium    chloride    was    prepared    and    heated    at     100"" 

giveu  iuteu-sity  ol'  illuminatiou  after  thorougli  insolation.  On  the  other  hand, 
activity  is  used  to  designate  the  degree  of  insolation. 
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tor  several  hours  in  order  to  make  it  active.  To  this  solution, 
on  cooling,  a  trace  of  ammonia  was  added.  The  solution  was  then 
divided  into  two  portions.  From  one  portion  as  much  chlorine  as 
possible  was  removed  by  exhaustion,  and  the  other  was  left.  Five  c.c. 
of  both  portions  were  then  respectively  introduced  into  two  actino- 
meters.  Actinometer  A  contained  the  solution  from  which  the 
chlorine  had  not  been  pumped  out,  and  actinometer  JJ  the  solution 
from  which  the  chlorine  had  been  removed.  The  induction  period 
with  actinometer  B  was  eight  minutes  only,  and  that  with  actino- 
meter A  nine  hours.  This  experiment  not  only  established  the  fact 
that  ammonia  can  be  the  cause  of  a  long  induction  period,  but  that  the 
iuhibitive  compound  produced  by  the  interaction  of  chlorine  and 
ammonia  in  solution  at  the  ox'dinary  temperature  is  volatile,  since  it 
can  be  readily  removed  from  solution  by  exhaustion.  The  same 
propeity  is,  as  we  have  already  seen,  characteristic  of  the  so-called 
inactive  solutions  already  examined,  and  no  doubt  these  solutions 
mainly  owed  their  inactivity  to  traces  of  ammonia  or  to  some 
compound  contained  in  the  crystalline  salts  from  which  they  were 
prepared  and  from  Avhich  ammonia  could  easily  be  derived.  A  further 
experiment  established  the  fact  that  a  chlorine  solution,  which  had 
been  rendered  inactive  by  a  trace  of  ammonia,  rapidly  became  active 
on  raising  the  temperature  to  100°,  and  therefore  in  two  important 
particulars  an  exact  correspondence  exists  between  chlorine  solutions 
to  which  traces  of  ammonia  have  been  added  and  those  obtained 
by  dissolving  chlorine  in  solutions  of  the  chlorides  of  calcium  and 
barium. 

Having  discovered  this  fact,  we  decided  to  examine  several  points 
directly  arising  from  it ;  in  the  first  place,  if  the  induction  period  were 
in  some  way  due  to  the  presence  in  the  gas  of  some  substance  which  is 
gradually  destroyed  by  chlorine  in  light,  then  as  soon  as  this  substance 
is  removed  there  should  be  no  return  to  the  old  state.  This  con- 
clusion, however,  does  not  accord  with  the  experience  of  previous 
observers,  or,  as  far  as  we  had  examined  the  point,  with  our  own.  By 
prolonged  exposure  of  the  mixed  gases  to  light  we  had  failed  to  reach 
a  stage  at  which  there  was  absolutely  no  return  to  the  original  con- 
dition. It  is  true  that  the  rate  of  return  after  several  insolations 
became  exceedingly  slow.  Was  it  possible  that  the  gas  could  have 
been  continuously  contaminated  by  some  impurity  derived  from 
the  glass  to  an  extent  sufficient  to  account  for  the  exceedingly 
small  delay  which  we  had  been  unable  to  eliminate  entirely]  It 
seemed  to  be  worth  our  while  to  put  this  conjecture  to  the  test  of 
direct  experiment. 

For  this  purpose  the  simple  actinometer  shown  in  Fig.  2  was 
employed.     The  insolation  vessel,  A,  was  of  quartz.     The  glass  index 
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tube,  C,  carried  at  its  end  a  cup,  B,  into  which  the  neck  of  the  quartz 
vessel  was  ground.  The  joint  at  B  was  rendered  quite  air-tight  by 
pouring  melted  paraftin  wax  into  the  cup.  As  far  as  the  rest  of  the 
apparatus  is  concerned  the  figuie  explains  itself.  The  capacity  of  the 
insolation  vessel,  A,  was  about  70  c.c,  and  before  filling  with  electro- 
lytic gas  5  c.c.  of  a  solution  of  calcium  chloride  were  introduced.  The 
filling  with  gas  was  effected  in  the  following  way.  The  liquid  was 
emptied  out  of  E  and  electrolytic  gas  was  passed  in  a  slow  stream 
through  the  tube  by  w'ay  of  the  taps  F  and  G,  A  being  in  the  meantime 
heated  in  a  bath  of  boiling  calcium  chloride  solution.  When  it  was 
thought  that  most  of  the  air  had  been  driven  out  of  A,  the  tap  D  was 
closed  and  the  insolation  vessel  cooled.  Electrolytic  gas  was  next 
allowed  to  enter  the  insolation  vessel  by  cautiously  opening  the  tap  D. 


I ....I.... I 


r 
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Fig.  2. 


By  repeating  the  above  operations  several  times  the  apparatus  was 
filled  with  electrolytic  gas  free  from  air.  The  tap  D  was  then  closed, 
E  filled  with  chlorine  water,  and  the  apparatus  was  ready  for  use,  In 
the  last  experiments  relating  to  the  present  issue  several  probable 
sources  of  error  were  manifestly  present.  In  the  fii^st  place,  the 
insolation  vessel  was  provided  with  glass  taps,  and  although  the 
pre.'-sure  of  the  contained  gas  was  greater  than  atmospheric,  some 
impurity  may  have  entered  through  a  leaking  tap.  In  the  next  place, 
some  difficulty  was  experienced  in  insolating  the  contents  of  the 
apparatus  without  at  the  same  time  admitting  small  quantities  of 
fresh  electrolytic  gas  in  order  to  drive  back  the  index.  In  the  present 
instance,  the  latter  imperfection  was  obviated  by  the  simple  expedient 
of  connecting  G  by  means  of  a  long  glass  capillai-y  tube  with  a  large 
air-tight  bottle  immersed  in  the  same  bath  as  the  insolation  vessel. 
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Tho  index  could  be  brought  tliereby  to  any  desired  position  by  the 
pressure  of  the  air  within  the  bottle  being  adjusted.  On  first  exposing 
the  insolation  vessel  to  light,  a  small  induction  period  of  a  few  seconds 
resulted,  but  after  the  contents  of  the  actinometer  had  been  rendered 
completely  active  by  the  agency  of  light  no  period  of  induction  could 
be  again  distinguished.  Even  after  tho  apparatus  had  been  allowed 
to  stand  for  more  than  a  week  in  darkness,  exposure  of  the  mixed 
gases  to  light  brought  about  immediate  formation  of  hydrogen  chloride. 
Instant  combination  manifested  itself  by  a  sudden  expansion  of  the 
gases  (the  Draper  effect),  rapidly  followed  by  a  steady  movement  of  the 
index  towards  the  insolation  vessel.  There  is  therefore  no  decay  of  the 
activity  of  the  mixture  if  the  impurities  which  inhibit  the  chemical 
change  are  completely  removed  and  care  is  taken  to  prevent  the  con- 
tamination of  the  gases  with  fresh  impurity.  The  knowledge  of  this 
fact  is  of  supreme  importance,  for  we  are  no  longer  able  to  look  upon 
the  formation  of  intermediate  compounds  as  being  in  any  sense  account- 
able for  the  phenomenon  of  photochemical  induction.* 

There  was  another  point  awaiting  a  more  careful  examination  than 
we  had  hitherto  been  able  to  give  to  it.  Attempts  had  been  made 
to  remove  the  chlorine  completely  from  an  active  solution  without  at 
the  same  time  rendering  the  solution  inactive.  In  this  we  had  only 
been  partially  successful,  owing  no  doubt  to  the  reagents  added  to 
remove  the  last  traces  of  chlorine  containing  small  amounts  of  some 
impurity  capable  of  preventing  the  combination  of  chlorine  and 
hydrogen  in  light.  In  order  to  avoid  this  source  of  error,  an  experi- 
ment was  performed  in  the  following  way.  A  20  per  cent,  solution  of 
calcium  chloride  was  saturated  with  chlorine,  heated,  and  the  chlorine 
removed  as  far  as  possible  by  exhaustion.  The  rest  of  the  chlorine  was 
extracted  from  the  solution  bj  digesting  it  with  silver  gauze  in  a 
Soxhlet's  apparatus  for  two  days.  On  adding  5  c.c.  of  the  resulting 
liquid  to  an  actinometer  which  contained  previously  insolated  electro- 
lytic gas,  and  then  exposing  the  insolation  vessel  to  light,  we  were 
unable  to  perceive  any  signs  of  an  induction  period.  The  liquid  from 
the  Soxhlet's  apparatus  was  shown  to  be  free  from  chlorine  by  testing 
it  with  potassium  iodide  and  starch. 

The  Relation  between  the  Quantity  of  Amvionia  used  andj  the  Magnitude 
of  the  Effect  jyoduced  by  it. — In  the  experiments  on  this  point  a 
Harcourt  standard  pentane  lamp  of  ten  candle  units  placed  at  a 
distance  of  50  cm.  from  the  insolation  vessel  served  as  the  means  by 
which  constant  illumination  was  secured.  To  the  actinometer,  after  it 
had  been  filled  with  active  electrolytic  gas,  5  c.c.  of  a  very  dilute 
solution  of  ammonia  were  added.     The  liquid  having  been  introduced, 

*  Incidentally  some  of  the  theories  formulated  with  the  purpose  of  explaining 
the  action  of  water  are  deprived  of  much  of  their  force. 
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the  actinouieters  were  shaken  aud  allowed  to  stand  in  the  dark  for 
some  time  before  being  exposed  to  light. 

In  order  to  obt:iin  dilute  solutions  of  ammonia  of  known  strength,  a 
sample  of  water  free  from  ammonia  and  from  organic  compounds 
capable  of  yielding  ammonia  had  first  to  be  prepared 

The  Removal  of  Ammonia  and  Organic  Impurities  from  Water. ^ 
The  apparatus,  Fig.  3,  was  used.  Tlie  flask,  A,  was  filled  with  a 
solution  of  8  grams  of  potassium  permanganate  in  500  c.c.  of  dilute 
sulphuric  acid.  The  mixture  was  gently  heated  for  twelve  hours  over 
the  water-bath.  The  flask  was  then  connected,  as  shown  in  the 
diagram,  with  the  reservoir,  B,  and  the  whole  apparatus  exhausted  with 


Fig.  3. 

a  Sprengel  mercury  pump.  The  receiver  was  next  surrounded  with  a 
freezing  mixture  and  water  distilled  from  ^  to  ^  without  the  applica- 
tion of  heat.  When  sufficient  had  distilled  over,  the  taps  C  and  d  were 
closed,  the  receiver  disconnected  at  the  ground  glass  connections,  and 
the  water  which  it  contained  immediately  tested  in  a  previously  filled 
actinometer.  The  actual  readings  of  the  index  scale  taken  at  intervals 
of  two  minutes  were  as  under  : 


Time. 

Reading. 

Movement. 

Time. 

Reading. 

Movement 

0 

18-45 



10 

39-50 

7-50 

2 

18-70 

0-25 

12 

47-20 

7-70 

4 

20-00 

1-30 

14 

55-20 

8-00 

6 

25-20 

5-20 

16 

63-20 

8-00 

8 

32-00 

6-80 
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In  the  meantime  the  water  in  the  receiver  was  allowed  to  stand  in 
contact  with  the  air  which  hid  been  admitted  when  the  portion  for 
testing  had  been  removed.  With  the  water  thus  contaminated,  a 
second  experiment  was  performed  several  hours  afterwards.  The  result 
is  recorded  below  : 


Time. 

Reading. 

Movement. 

Time. 

ReiuUng. 

M 

3vement 

0 

0-35 

— 

12 

8 -.50 

4-75 

2 

0-00 

-0-35 

14 

13-50 

5-00 

1 

0  05 

0-05 

16 

18-80 

5-30 

tt 

0-25 

0-20 

18 

24-10 

5-30 

8 

0-75 

0-50 

20 

28-80 

4-70 

10 

3-75 

3-00 

The  effect  of  contamination  with  atmospheric  impurities  is 
manifest.*  With  a  sample  of  the  so-called  ammonia-free  water 
obtained  by  the  method  commonly  adopted  in  water  analysis,  the 
followinf;  numbers  were  obtained: 


Time. 

Reading 

0 

161 

2 

15-8 

4 

15-8 

6 

15-6 

8 

15-6 

10 

15-4 

12 

15-4 

14 

15-6 

Movement. 

-0-3 

0-0 

-0-2 

0-0 

-0-2 

0-0 

0-2 

Time. 

Reading. 

Movement 

16 

16-0 

0-4 

18 

17-0 

1-0 

20 

187 

1-7 

22 

25-0 

5-3 

24 

81-0 

6-0 

26 

39-8 

8-8 

28 

49-9 

10-1 

With  the  distilled  water  used  in  the  laboratories  for  analysis,  the 
induction  jieriod  varied  from  fox'ty  to  fifty  minutes. 

Solutions  containing  known  amounts  of  ammonium  chloride  in  the 
purest  obtainable  water  were  next  made,  and  the  resulting  effect  of 
the  addition  of  5  c.c.  of  these  solutions  to  the  actinometer  was 
automatically  recorded  in  the  manner  already  described.  When  5  c.c. 
of  solution  contained  0-0000036  gram  of  ammonia,  the  induction  period 
was  one  hour  and  forty-nine  minutes.  When  the  5  c.c.  of  solution 
contained  0-0000083  gram  of  ammonia,  the  induction  period  was 
three  houx's  and  thirty-seven  minutes.  When  the  5  c.c.  of  solution 
contained  0  00004  gram  of  ammonia,  the  induction  period  was  sixteen 
hours  and  seven  minutes. 

For  small  quantities  of  ammonia,  the  length  of  the  induction  period 
appears  to  be  roughly  proportional  to  its  amount. 

The  discovery  of  the  fact  that  the  presence  of  ammonia  or  of  some 
unstable  substance  directly  derived  from  the  interaction  of  ammonia  and 
chlorine  is  at  any  rate  one  of  the  causes  of  the  phenomenon  known  as 
the  period  of  photochemical  induction  led  us  to  try  the  effect  of  other 
impurities  which  are  capable  of  reacting  with  and  of  being  gradually 


*  In  the  preparation  of  the  pure  water,  care  was,  of  course,  taken  to  use  only  such 
materials  as  were  free  from  chloride. 
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removed  by  chlorine.  The  examination  of  this  point  occupied  several 
montlis,  and  proved  to  be  more  difficult  than  we  had  anticipated.  The 
principal  obstacle  was  in  obtaining  compounds  free  from  ammonia  or 
from  substances  capable  of  yielding  ammonia  on  decomposition.  It 
was  at  first  thought  that  one  or  two  of  the  substances  included  in  the 
following  list  exerted  an  influence  similar  to,  although  not  so  great  as, 
that  of  ammonia  on  the  combination  of  hydrogen  and  chloride,  but  this 
was  ultimately  traced  to  the  presence  of  impurities  in  the  compounds 
in  question.  The  addition  of  the  following  substances  to  a  mixture  of 
chlorine  and  hydrogen  does  not  prevent  action  between  those  gases 
from  taking  place  in  the  light : 


* 


(1)  Alcohol.  (7)  Nitric  acid. 

(2)  Ether.  (8)  Stannous  chloride. 

(3)  Benzene.  (9)  Hydrogen  peroxide. 

(4)  Sulphur  dioxide.  (10)  Potassium  permanganate. 

(5)  Sulphuretted  hydrogen.  (11)  Aqua  regia. 

(6)  Nitrous  acid. 

We  must  now  give  a  short  space  to  the  consideration  of  an  apparent 
discrepancy  between  the  results  of  some  of  our  earlier  experiments  and 
the  recent  observations  concerning  the  specific  eifect  of  traces  of 
ammonia.  It  had  been  repeatedly  noticed  that,  even  after  the  contents 
of  an  actinometer  had  been  so  well  insolated  that  after  the  insolation 
vessel  had  been  shaken  and  then  immediately  exposed  to  light  no 
indication  of  an  induction  period  could  be  obtained,  a  distinct  decay  of 
activity  took  place  in  the  dark  after  the  lapse  of  a  few  days.  This 
fact  could  not  be  explained  by  the  assumption  that  ammonia  is  the  only 
substance  which  will  completely  prevent  the  interaction  of  hydrogen 
and  chlorine.  For  the  combination  of  the  chlorine  and  hydrogen 
could  not  have  proceeded  at  a  steady  pace  in  the  first  instance  until 
the  whole  of  the  ammonia  had  been  destroyed,  and  as  soon  as  this  state 
of  affairs  had  been  reached  there  was  no  conceivable  mode  by  which 
the  system  could  have  returned  to  its  old  condition.  The  effect  to 
which  we  refer  could  not  be  observed  when  a  solution  of  ammonium 
chloride  in  pure  water  was  used  to  inhibit  the  reaction  between  chlorine 
and  hydrogen.  If,  however,  water  from  which  the  organic  impurities 
had  not  been  carefully  removed  was  employed  in  a  similar  experi- 
ment, the  so-called  decay  of  activity  occurred  after  the  actinometer 
had  stood  for  some  hours  in  the  dark ;  and,  accordingly,  impure  water 
as  a  general  rule  contains  besides  ammonia  other  impurities  capable  of 
yielding  after  a  time,  when  submitted  to  the  action  of  chlorine,  com- 

*  Aniline  and  diniethylaniline  appear  to  act  inhibitively.  Up  to  the  present, 
however,  their  specific  effect  has  not  been  made  the  subject  of  a  comprehensive 
inquiry. 
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pounds  which  will  prevent  that  element  from  combining  with  liydrogen 
in  the  light.  Since  several  organic  compounds  free  from  nitrogen  had 
been  tested,  and  found  not  to  exert  an  influence  similar  to  that  of 
ammonia,  it  was  thought  that  the  impurities  contained  in  water,  and 
to  the  preseuce  of  which  the  effect  in  question  is  due,  must  be 
nitrogenous  substances  capable  of  yiekling  ammonia  on  oxidation. 
This  conjecture  was  shown  to  be  correct  by  an  experiment  with  egg 
albumen  :  O'Ol  gram  of  egg  albumen  was  dissolved  in  100  c.c.  of  water, 
and  5  c.c.  of  this  solution  were  tested  in  an  actinometer  in  the  usual  way. 
On  exposure  to  light  there  was  an  induction  period  of  one  hour.  The 
next  day,  after  standing  in  the  darlc  for  sixteen  hours,  the  induction 
period  was  one  hour  and  tifty-four  minutes,  or  almost  twice  as  long  as 
that  observed  when  the  insolation  vessel  was  first  exposed  to  light,  A 
third  exposure  on  the  day  following  resulted  in  a  period  of  inertness 
of  one  hour  and  forty-five  minutes.  It  has  been  already  stated  that 
no  such  effect  can  be  observed  when  for  the  solution  of  albumen  one  of 
ammonia  in  pure  water  is  substituted ;  in  such  circumstances,  the 
second  induction  period  is  always  considerably  shorter  than  the  first. 
This  gradual  decomposition  of  the  nitrogenous  organic  substances  in 
an  aqueous  solution  of  chlorine  was  undoubtedly  the  cause  of  our 
inability  in  the  first  instance  to  demonstrate  the  non-existence  of  the 
so-called  decay  of  activity,  and  is  mainly  responsible  for  the  erroneous 
views  concerning  the  period  of  chemical  induction  which  have 
prevailed  for  half  a  century. 

Before  passing  on  to  the  consideration  of  another  aspect  of  the 
problem  of  the  combination  of  chlorine  and  hydrogen,  one  other 
obscurity  must  be  removed.  In  the  first  experiment  demonstrating  that 
a  pure  mixture  of  moist  chlorine  and  hydrogen  responds  immediately  to 
the  action  of  light,  an  actinometer  with  an  insolation  vessel  constructed 
of  quartz  was  used.  At  the  time  it  was  thought  that  the  result  was  due 
to  the  circumstance  that  quartz  had  been  substituted  for  glass.  Know- 
ing as  we  did  the  inhibitive  effect  of  minute  traces  of  ammonia,  we 
thought  that  it  was  not  impossible  that  some  impurity  capable  of  pre- 
venting for  a  time  the  combination  of  chlorine  and  hydrogen  might  be 
produced  by  the  action  of  chlorine  on  glass.  It  has,  however,  been 
shown  that  the  experiment  can  be  equally  well  performed  in  an 
apparatus  constructed  entirely  in  glass,  and  that  the  successful  result 
with  the  quartz  actinometer  was  really  due  to  the  fact  that  in  filling 
it  with  electrolytic  gas  the  liquid  contained  within  it  had  to  be  heated 
for  some  time  in  the  presence  of  chlorine,  an  operation  which  would 
clearly  result  in  the  destruction  of  those  nitrogenous  organic  com- 
pounds most  likely  to  yield  substituted  ammonias  on  standing  with 
chlorine.  We  shall  now  discuss  another  important  class  of  facts 
directly  connected  with  the  subject. 
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Expansion  Experiments. 

The  expei'imonts  of  C.  T.  R.  Wilson  on  cloud  formation  suggested  to 
Bevan  the  desirability  of  investigating  the  subject  in  the  light  of  the 
known  facts  concerning  the  formation  of  clouds  in  suddenly  expanded 
gases  saturated  with  water  vapour.  We  may  say  that  our  experience 
in  this  department  of  the  subject  coincides  closely  Avith  that  of  Bevan, 
but  we  hope  to  be  able  to  show  that  the  facts  will  bear  an  interpreta- 
tion consistent  with  the  views  developed  in  this  paper.  Briefly, 
what  Bevan  found  was  this.  Firstly,  that  when  strongly  illuminated 
chlorine  is  suddenly  expanded  a  fine  rain  appears  at  an  expansion  of 
1  "30,*  and  a  cloud  at  an  expansion  of  1*46,  whereas  with  darkened 
chlorine  the  cloud  does  not  appear  until  an  expansion  of  r50  ap- 
proximately is  made.  Secondly,  that  when  darkened  electrolytic  gas 
is  expanded,  only  a  few  drops  can  be  observed  with  an  expansion  of 
less  than  1-42,  Avhereas  with  the  illuminated  gas,  drops  begin  to  be 
formed  at  an  expansion  of  1*22  and  a  thick  cloud  is  formed  at  an 
expansion  of  1-36.  Thirdly,  that  if,  after  hydrochloric  acid  has  begun 
to  be  formed,  an  expansion  is  made,  the  formation  of  hydrochloric  acid 
stops  if  the  expansion  is  large  enough  to  produce  a  cloud.  These  are 
the  principal  facts  established  by  Bevan,  and  from  them  in  conjunction 
with  others  of  secondary  importance  he  draws  the  following  con- 
clusions : 

(1)  When  chlorine  is  strongly  illuminated,  condensation  nuclei  are 
produced,  these  nuclei  being  the  cause  of  the  cloud  appearing  at  a  less 
expansion  in  the  illuminated  than  in  the  non-illuminated  gas.  The 
nuclei  are  addition  compounds  of  the  type  Clg.HgO. 

(2)  Condensation  nuclei  are  also  the  cause  of  the  difference  which 
was  ob.served  with  illuminated  and  non-illuminated  electrolytic  gas, 
but  in  this  case  the  nuclei  are  addition  compounds  of  chlorine  water 
and  hydrogen,  of  the  type  ClgiHgOjHg,  which  are  formed  by  the  com- 
bination of  hydrogen  molecules  with  the  complexes  Clg.HgO.  The 
hydrochloric  acid  is  formed  by  the  breaking  down  of  the  addition  com- 
pound Cl2,H20,H2  into  water  and  hydrochloric  acid. 

(3)  The  removal  of  the  condensation  nuclei  by  the  formation  of  a 
cloud  will  clearly  at  the  same  time  remove  the  molecules  from  which 
hydrogen  chloride  can  alone  be  formed,  and  for  this  reason  the  gas 
becomes  inactive  after  the  cloud  has  subsided. 

There  are  indications  that  the  facts  will  not  bear  the  interpretation 
given  to  them  by  Bevan.  For,  in  the  first  place,  evidence  of  the  forma- 
tion of  condensation  nuclei  in  moist  chlorine  could  only  be  obtained 

•  The  number  1*30  is  the  ratio  of  the  pressure  before  expansion  to  tliat  after 
expansion. 
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when  a  strong  light  was  used  to  illuminate  the  gas,  whereas  nuclei 
were  found  in  electrolytic  gas  when  the  illumination  was  feeble,  a  fiict 
not  in  good  accord  with  the  theory,  which  postulates  that  the  nuclei  of 
electrolytic  gas  are  directly  formed  from  those  of  chlorine  by  the 
addition  of  molecules  of  hydrogen.  A  simple  deduction  from  the 
theory  would  be  that  nuclei  should  be  formed  in  chlorine  at  least 
as  readily  as  in  electrolytic  gas,  Tlie  circumstance  that  a  much 
stronger  illumiuation  is  required  to  produce  nuclei  in  chlorine  gas 
than  in  a  mixture  of  hydrogen  and  chlorine  points  to  the  con- 
clusion that  the  difference  observed  in  the  light  and  dark  is  due  in 
botli  cases  to  the  formation  of  hydrochloric  acid  in  the  light.  We 
shall  return  to  the  consideration  of  this  point  after  describing  our  own 
experiments, 

Tl>e  first  question  requiring  further  examination  was  this.  Does 
the  formation  of  a  cloud  by  expansion  in  electrolytic  gas,  which  has  by 
exposure  to  light  acquired  the  property  of  instantly  combining  in 
light,  deprive  the  gxs  of  the  power  which  it  has  gained  1  At  the  time 
that  Bevan  attempted  to  answer  this  question,  the  available  in- 
formation which  could  be  brought  to  bear  on  its  solution  was  not 
sufficiently  detailed  to  prevent  mistakes  being  made.  Bevan,  it  is 
true,  had  made  the  important  discovery  that  by  washing  insolated 
electrolytic  gas  with  water  it  re-acquired  the  properties  which  it 
possessed  before  insolation,  but  it  was  not  known  that  when  a  vessel 
containing  both  water  and  electrolytic  gas  is  exposed  to  light  the  gas 
and  the  water  immediately  in  contact  with  it  can  become  active  without 
the  rest  of  the  water  being  much  affected,  so  that  a  disturbance  such 
as  that  produced  by  making  an  expansion  could  bring  the  inactive 
liquid  into  contact  with  the  gas  with  an  obvious  result.  However 
this  might  be,  Bevan's  experiment  had  to  be  repeated,  avoiding  the 
source  of  error  here  indicated. 

In  the  experiments  relating  to  this  point,  Wilson's  expansion  ap- 
paratus was  not  used  owing  to  the  obvious  difficulty  of  insolating  the 
chlorine.  The  apparatus  employed  is  depicted  in  Fig,  4,  The 
insolation  vessel.  A,  contained  a  few  c,c.  of  water  almost  free  from 
ammonia. 

The  air  in  the  apparatus  was  first  displaced  by  chlorine,  which  was 
heated  for  some  time  with  the  liquid  contained  in  it  in  order  to  destroy 
the  impurities.  The  chlorine  was  next  displaced  by  a  mixture  of 
hydrogen  and  chlorine,  and  exposed  to  light  until  all  the  objectionable 
impurities  contained  in  the  gas  had  been  destroyed.  It  could  easily 
be  decided  when  this  had  been  accomplished  by  allowing  the  actino- 
meter  to  stand  for  some  time  in  the  dark  and  then  re-exposing  to  light, 
when  the  gases  should  instantly  expand  owing  to  the  immediate 
formation  of  hydrochloric  acid.     An  experiment  was  performed  in  the 


1420 


BURGESS   AND   CHAPMAN: 


following  way.  An  amount  of  liquid  sufficient  to  serve  as  an  index 
was  transferred  from  A  to  B.  The  taps  a  and  b  were  closed,  and  B 
partially  exhausted.  When  it  was  thought  that  the  exhaustion  was 
sufficient,  c  was  closed  and  a  suddenly  opened.  A  cloud  was  produced 
in  A  by  the  sudden  expansion,  which  subsided  more  or  less  rapidly 
according  to  the  size  of  the  drops  contained  in  it.  When  an  expansion 
of  more  than  a  given  amount  is  made,  a  fog  consisting  of  numberless 
minute  drops  is  produced.  These  drops  evaporate  long  before  they  can 
fall  to  the  bottom  of  the  vessel.  Immediately  after  making  the  expansion, 
the  tap  a  was  closed  and  h  opened.  On  exposing  A  to  light,  instant 
combination,  as  indicated  by  an  immediate  expansion  of  the  gas, 
occurred.     By  varying  the  expansion  and  also  the  length  of  time  from 


^ 


/ 


B 


A 


Fig.  4. 
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the  expansion  to  the  exposure  to  light  we  were  unable  to  observe  any 
departure  from  the  above  result.  So  that  when  due  consideration  is 
given  to  the  necessity  of  completely  insolating  both  the  liquid  and  the 
gas,  no  evidence  of  molecules  of  an  intermediate  compound  capable  of 
acting  as  condensation  nuclei  could  be  obtained. 

77ie  Formation  of  Clouds  in  Illuminated  and  Darkened  Chlorine. — The 
apparatus,  as  will  be  seen  from  the  diagram.  Fig.  5,  was  similar  in 
principle  to  one  described  by  C.  T.  R.  Wilson  (r/iil.  Trans.,  1897,  189, 
276).  Several  modifications  had,  however,  to  be  introduced  owing  to 
the  special  circumstances  of  the  experiments  and  the  limitations 
impo.?ed  by  the  use  of  chlorine.  The  expansion  vessel.  A,  was  provided 
with  a  loosely-fitting  piston,  B.  It  is  essential  that  the  convex  base  of 
the  piston  should  be  carefully  ground  so  as  to  fit  exactly  the  lower 
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portion  of  the  expansion  vessel,  otherwise  the  liquid  used  to  lubricate 
the  piston  and  prevent  the  escape  of  gas  is  liable  to  be  drawn  out  on 
makintj  an  expansion.  The  part  of  the  apparatus  above  A  is 
designed  for  the  double  purpose  of  containing  the  liquid  for  lubricating 
the  piston  and  a  supply  of  tho  gas  to  be  experimented  upon.  The  ex- 
pansion is  made  with  the  portion  of  the  apparatus  shown  on  the  left  of 
the  figure.  Direct  communication  between  the  expansion  chamber,  A, 
and  the  evacuated  bottle,  /T,  can  be  established  by  removing  the  rubber 


B 
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Fig.  5. 


stopper,  -S',  from  the  mouth  of  the  tube,  T,  which  it  closes.  The  sudden 
reduction  of  pressure  thus  effected  causes  the  piston  rapidly  to  descend. 
The  glass  rod,  A',  with  which  the  stopper,  .S*,  is  raised  and  lowered  passes 
through  the  constricted  upper  portion  of  the  tube,  J/,  the  opening  being 
rendered  air-tight  by  means  of  the  rubber  tube,  C.  The  part  of  the 
apparatus  shown  on  the  right  of  the  figure  is  a  pressure  gauge,  the 
pressure  being  deduced  from  the  volume  occupied  by  a  fixed  quantity 
of  air  enclosed  iu  the  burette,  L.     A  mercury  gauge  can  be  used,  but 


1422  BURGESS   AND   CHAPMAN: 

the  iuconvenionces  attending  its  use  with  chlorine  are  considerable. 
An  expansion  of  any  desired  amount  can  be  made  in  the  following  way. 
The  piston  is  raised  by  pumping  air  into  the  apparatus  through  the 
tap  E..  For  this  purpose  an  ordinary  bicycle  pump  with  an  india- 
rubber  valve  is  used.  The  tap  E  is  next  closed  and  the  pressure 
recorded.  The  expansion  is  then  made  in  the  manner  already 
described.  In  order  to  measure  the  pressure  in  the  expansion  chamber 
after  an  expansion  has  been  made,  air  is  cautiously  admitted  through 
the  capillary  tap  F,  the  piston  being  in  the  meanwhile  carefully 
observed.  As  soon  as  the  piston  rises  the  pressure  is  again  noted.  If 
r^  is  the  pressure  in  the  expansion  chamber  before,  and  Pg  that  after 
expansion,  then  PJP.^  is  the  desired  ratio.  The  general  characteristics 
of  a  cloud  produced  by  an  expansion  are  readily  distinguishable  when 
viewed  either  by  yellow  or  by  white  light. 

In  order  to  test  if  our  apparatus  would  give  results  similar  to  those 
obtained  by  Wilson,  a  few  expansions  were  made  with  moist  air  in  the 
expansion  chamber.  The  few  recorded  observations  are  in  good  agree- 
ment with  those  taken  from  Wilson's  paper,  as  a  comparison  of  the 
following  statements  will  show. 

/"j/Pj-  Character  of  cloud. 

1*366  Rain  falling  in  ten  seconds. 

1'383  Fog,  drops  taking  about  one  minute  to  fall. 

1*395  Fog,  disappeared  by  evaporation. 

1"414  Beautiful  greenish-blue  fog. 

Wilson  obtained  the  following  results  : 

P-i/Pi-  Character  of  cloud. 

1'378  Colours  scarcely  visible,  drops  settled  in  a  few  seconds. 

1"385  Rings  brilliant,  took  several  minutes  to  settle. 

1*4 19  Bluish-green  fog. 

The  apparatus  was  filled  with  chlorine  in  the  following  way.  A 
suitable  amount  of  liquid  was  first  introduced  into  X  and  Y.  Chlorine 
gas  was  then  passed  in  at  the  tap  a  and  out  at  the  tap  d.  In  the 
meantime  b  was  left  open  and  c  closed.  To  ensure  the  complete  dis- 
placement of  the  air  in  the  expansion  chamber,  the  piston  was  moved 
slowly  up  and  down  whilst  the  chlorine  was  being  led  through  the 
appai-atus.  The  time  occupied  in  filling  the  apparatus  is  considerably 
shortened  if  the'  liquid  which  it  contains  is  saturated  with  chlorine 
before  introduction.  Whilst  the  expansions  are  being  made,  the  tap 
c  must  be  occasionally  opened  and  a  small  amount  of  water  allowed  to 
run  down  on  to  the  piston  for  the  purpose  of  lubrication.  If  the  grind- 
ing at  the  bottom  of  the  expansion  chamber  is  thorough  it  is  only 
necessary  to  introduce  fresh  liquid  after  every  four  or  five  expansions. 
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Witli  chlorine  alone,  six  series  of  measurements  were  made  :  three 
when  the  lubricating  liquid  was  ammonia  free,  and  three  when  it  con- 
tained ammonia.  In  both  cases  the  three  series  of  observations  were 
in  bright  white  light,  in  white  light  of  moderate  intensity,  and  in 
yellow  light.  The  intense  white  liglit  was  obtained  by  concentrating 
the  ray.s  from  a  25  c.p.  electric  lamp  on  the  expansion  chamber  by 
means  of  a  large  flask  of  cold  water.  The  moderate  illumination  was 
produced  by  the  same  lamp  placed  at  a  distance  of  50  cm.  from  the 
expansion  chamber  and  with  the  interposition  of  a  water  lens.  The 
yellow  light  was  obtained  by  filtering  white  light  through  a  solution 
of  potasf^ium  bichromate,  the  light  being  subsequently  passed  through  a 
veitical  slit  2  mm.  broad  and  2  cm.  long.  By  employing  a  narrow 
beam  of  light,  the  character  of  the  cloud  is  more  easily  discerned,  and  at 
the  same  time  the  total  amount  of  light  falling  on  the  chlorine  is 
reduced.     The  results  are  tabulated  below  : 

I.   A  Solution  of  Chlorine  in  Ammonia-free  Water  was  used  to  Lubricate 

the  Piston. 

Expansion  =  P]//'2. 


iStroiig  Moderate 

Character  of  cloud.  white  light.  wliite  light.  Yellow  light. 

Fine  rain 1-30— 1-33  1-38— r42  1-42— 1-44 

Rain     1-33— 138  r42— 1-46  1-44— 146 

Rain  cloud 1-38— 1-42  r46— 1-48  1-46— 1-48 

Thick    ,,     1-42— 1-45  1-48— 1-50  1-48— 1-50 

Fog 1-46  1-51  1-51 

II.   A  Solution  of  Chlorine  in   Water  containing  Ammonia  was  used  to 

Lubricate  the  Piston. 

Expansion  =  P^jP^. 


Strong  Moderate 

Character  of  cloud.  white  liglit.  white  light.  Yellow  light. 

Fine  rain 1-30— 1 '35  1-40— 1-43  1-40— 1-45 

Rain I'So— 1-38  1-43— 1-47  1-45— 1-46 

Rain  cloud  1-38— 141  1-47— 1-49  1-46— 1-48 

Thick    ,,     1-41— 1-43  1-49— 1-50  1-48— I'SO 

Fog 1-45                       1-51  1-51 


The  results  obtained  with  a  moderate  light  when  compared  with 
those  obtained  with  a  yellow  light  are  instructive.  Tht-y  are  practi- 
cally identical  and  furnish  no  evidence  of  the  formation  of  condensation 
nuclei,  although  the  intensity  of  the  white  light  was  certainly 
sufiiciently  great  to  cause  rapid  combination  of  hydrogen  and  chlorine. 
If  the  first  step  in  the  formation  of  hydrochloric  acid  from  a  moist 
mixture  of  chlorine  and  hydrogen  were  the  production  of  molecules  of  the 
type  C1.2,H20  capable  of  acting  as  condensation  nuclei,  it  ought  clearly 
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to  be  possible  to  obtain  some  evidence  of-  their  formation  when  moist 
chlorine  is  illuminated  with  white  light  of  the  intensity  mentioned. 

The  effect  of  the  light  is  only  apparent  when  its  intensity  reaches 
a  value  at  which  it  is  conceivable  that  the  reaction  represented  by  the 
equation 

2H20  +  2Cl2  =  4HCl  +  02 

proceeds  at  an  appreciable  rate,  that  is,  when  hydrochloric  acid  is 
formed  rapidly  enough  to  increase  materially  the  extent  of  supersatura- 
tion.  The  formation  of  hydrochloric  acid  within  a  moist  gas  would 
clearly  aid  the  condensation  of  moisture,  and  if  an  expansion  were 
made  when  a  tendency  to  condensation  already  existed  it  is  obvious 
that  a  less  expansion  would  be  required  to  reach  that  degree  of  super- 
saturation  at  which  a  cloud  is  formed  than  if  that  tendency  did  not 
exist.  There  is  in  fact  so  far  as  we  can  see  no  sufiicient  reason  for 
rejecting  this  simple  explanation  of  the  facts. 

There  is  one  other  circumstance  worth  noting,  namely,  that  the  intro- 
duction of  ammonia  into  the  system  does  not  retard  but,  if  anything, 
facilitates  the  formation  of  a  cloud.  Such  a  fact  might  be  taken  to 
indicate  that  the  presence  of  ammonia  or  of  the  substituted  ammonias 
does  not  prevent  the  reaction  between  water  and  chlorine  from  taking 
place.  It  must  not,  however,  be  forgotten  that  hydrochloric  acid  can 
arise  from  the  interaction  of  ammonia  or  of  the  partially  substituted 
ammonias  and  chlorine.  There  is  a  further  possibility  of  hydrochloric 
acid  being  produced  by  the  interaction  of  nitrogen  trichloride  and  water 
in  accordance  with  the  equation 

4NC13  +  SHgO  =  2N2  +  0^  +  6HC1. 

The  expansion  experiments  with  a  mixtui'e  of  chlorine  and  hydrogen 
lend  additional  support  to  the  view  here  expressed,  that  the  difference 
observed  in  the  light  and  in  the  dark  is  really  due  to  the  greater  degree 
of  super.saturation  resulting  from  the  formation  of  hydrochloric  acid 
in  the  former  case.  Two  series  of  measurements  were  made.  In  the 
first  the  liquid  used  to  lubricate  the  piston  was  obtained  from  water 
containing  ammonia,  and  in  the  second  from  ammonia-free  water.  The 
light  was  a  25  c.p.  incandescent  lamp  placed  at  a  distance  of  50  cm. 
from  the  expansion  chamber.  In  other  respects  the  two  series  of 
observations  were  made  under  precisely  similar  conditions. 
Below  are  the  tabulated  results  : 

Expansion  =  PiJP^- 
X — ■      ^ 

Character  of  cloud.  With  ammonia.  Without  ammonia. 

Fine  rain   1-38— 1-42  r30— 1-38 

Rain   1-42— 1-43  1-33— 135 

Kain  cloud     144  135 

Thick    ,,        1-46  136 

Fog 1-47  1-37 
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When  (he  expansions  were  made  in  the  dark,  results  practically 
identical  with  those  in  the  first  column  of  the  above  table  were 
obtained  with  the  ammonia-free  gas. 

It  will  be  observed  that  a  cloud  is  formed  at  a  lower  expansion 
both  in  chlorine  and  electrolytic  gas  only  in  such  circumstances  as  are 
known  to  favour  the  formation  of  hydrogen  chloride,  and  it  is  there- 
fore not  unreasonable  to  suppose  that  the  inci'eased  tendency  to  form 
a  cloud  is  directly  due  to  a  state  of  supersaturation  set  up  by  the 
continuous  production  of  hydrogen  chloride  in  the  presence  of  water 
vapour. 

It  is  probable  that  charged  ions,  or  at  any  rate  molecules  differing 
from  the  ordinary  molecules  of  which  the  gases  are  mainly  composed, 
may  yet  be  discovered  either  in  chlorine  or  in  electrolytic  gas  when 
subjected  to  the  inOueuce  of  light,  but  at  present  we  believe  that 
neither  Bevan's  experiments  nor  our  own  furnish  sufficient  evidence  of 
the  formation  in  illuminated  chlorine  of  condensation  nuclei  differing 
essentially  in  character  from  those  present  under  all  conditions  in  the 
gas. 

Ex2)eriinent  relating  to  the  Extinction  Coefficient. 

It  has  at  various  times,  and  by  moi'e  than  one  authority,  been 
asserted  that  a  definite  proportion  of  the  rays  absorbed  during  chemical 
change  are  expended  in  bringing  about  the  change.  Bunsen  and 
Roscoe  iuterpret  some  of  their  experiments  with  the  aid  of  the  assump- 
tion that  the  absorbed  rays  can  be  divided  into  two  distinct  parts, 
those  which  are  absorbed  by  the  substances  in  the  mixture  in  virtue 
of  their  optical  properties  and  those  which  effect  the  chemical 
changes.  If  this  view  were  correct,  then  a  mixture  of  air  and 
chlorine  in  equal  pi"oportions  would  absorb  less  light  than  a  mixture 
of  hydrogen  and  chlorine.  Bunsen  and  Roscoe  claim  to  have  shown 
experimentally  that  such  is  the  case,  but  their  work  is  open  to  one 
serious  objection.  For  want  of  precise  information  on  the  point,  they 
were  compelled  to  assume  that  a  formula  which  is  only  strictly 
applicable  for  monochromatic  light  could  for  all  practical  purposes  be 
used  in  interpreting  the  results  of  experiments  performed  with  com- 
posite light. 

This  weakness  was  recognised  at  the  time  by  Bunsen  and  Roscoe, 
and  the  practical  validity  of  the  approximation  made  by  them  has 
since  been  called  in  question  by  PriKgsheim  and  others.  Up  to  the 
present  time,  however,  no  attempt  has  been  made  to  settle  the 
disputed  point  by  a  further  appeal  to  experiment. 

The  qiiestion  has  been  re-examined  by  us,  using  a  method  free  from 
the  objection  indicated  above.  The  results  point  to  the  conclusion 
that   if  there   is    any  difference   in    the  relative  transpai-ency   of  a 
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mixture  in  equal  proportions  of  air  and  chlorine  and  of  electrolytic 
gas,  it  is  of  an  order  of  magnitude  not  detectable  by  the  means  at 
present  at  our  disposal.  A  short  description  of  our  mode  of  working 
must  be  here  included. 

The  insolation  vessel,  /,  was  enclosed  in  a  bath  constructed  of  sheets 
of  plain  glass.  The  tank  was  surrounded  with  felt,  and  was  pi'ovided 
with  a  felt  cover.  The  light  was  admitted  through  a  window,  a  b. 
The  index  reservoir  of  the  actinometer  communicated  with  a  large 
bottle,  X,  immersed  in  the  bath.  The  water  in  the  bath  was  stirred  by 
a  current  of  air  blown  in  at  the  bottom,  and  its  temperature  was 
maintained  constant  by  means  of  an  electric  thermo-regulator  con- 
trolling an  incandescent  electric  lamp  placed  in  the  same  bath.  The 
liquid  used  in  the  thermo-regulator  was  olive  oil,  and  the  U-tube,  A,  con- 
taining this  liquid  was  also  filled  with  pieces  of  copper  gauze  in  order 
to  ensure  the  rapid  conduction  of  heat  from  the  walls  to  the  interior. 
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The  expansion  of  the  oil  drove  a  narrow  thread  of  mercury  in  the 
capillary  tube,  a  h,  downwards,   and   broke   contact   at   a  between  a 
platinum   wire   fused   into   the  walls  of  the   capillary  tube    and    the 
mercury.     The  other  end  of  the  thread  of  mercury  was  in  continuous 
connection  with  a  wire  thrust  down  the  tube.    The  wires  at  a  and  b  were 
the  terminals  of  a  circuit,  including  a  small  storage  cell,  c,  and  a  post- 
ofEce  relay,  P.     The  lighting  circuit,  including  an  8  c.p.  incandescent 
lamp,  L,  was  closed  and  opened  by  the  relay  according  as  the  wire  at 
a  was  or  was  not  in  contact  with  the  thread  of  mercury.     The  lamp 
was  enclosed  in  an  opaque  cylinder,  Y,  and  immersed  in  the  bath  with 
the  thermo-regulator.     During  the  experiment  the  temperature  never 
varied   more  than  002''-'.     The  need  for  maintaining  the  temperature 
constant  will  be  evident  when  it  is  remembered  that  a  slight  varia- 
tion in  the  composition  of  the  mixture  enclosed  in  the  in.solation  vessel 
owing  to  a  di.sengagement  of  chlorine  from  the  solution  may  cause 
considerable  variations  in  the  sensitiveness  of  the  instrument. 
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A  trouljlesome  sourco  of  onor  is  ono  already  indicated  in  tlio  account 
of  our  preliminary  experiments.  We  allude  to  the  disengagement  of 
chlorine  which  takes  place  owing  to  the  production  of  hydrochloric 
acid,  and  which  manifests  itself  by  an  expansion  after  the  light  is  .shut 
off.  The  effect  of  this  source  of  error  is,  of  course,  to  increase  the 
initial  readings.  When  water  is  used  in  the  insolation  vessel  to 
absorb  the  hydrochloric  acid,  it  is  frequently,  owing  to  this  cause, 
impossible  to  obtain  constant  readings  until  the  index  liquid  has 
moved  thi'ough  almost  the  whole  length  of  the  index  tube,  and  is 
about  to  enter  the  insolation  vessel.  At  the  outset,  accordingly,  experi- 
ments had  to  be  performed  in  order  to  discover  an  absorbent  liquid 
less  liable  to  this  objection.  A  mixture  of  four  parts  of  strong  hydro- 
chloric acid  to  one  of  water  was  found  to  serve  the  purpose.  When 
this  solution  was  used,  the  expansion  on  standing  in  the  dark  was  not 
more  tlian  l/30th,  whereas  with  water  it  may  even  be  greater  than 
the  total  volume  of  hydrochloric  acid  formed.  The  error  here 
indicated  is,  of  course,  decreased  by  reducing  the  intensity  of  the 
light. 

Another  point  to  bear  in  mind  is  the  necessity  of  completely  destroy- 
ing all  those  substances  Avhich  can  give  rise  to  an  induction  period. 
If  this  is  not  attended  to  the  instrument  is  liable  to  become  more 
sensitive  during  use. 

It  is  best  to  fill  the  actinometer  with  a  mixture  containing  an  excess 
of  one  or  other  of  the  gases,  as  a  slight  variation  in  the  composition  of 
the  mixture  will  then  affect  to  a  less  degree  the  indications  of  the 
instrument. 

The  apparatus  used  to  contain  the  gas  whose  extinction  coefficient 
it  was  desired  to  measure  is  depicted  in  Fig.  7.  It  consisted  of  a 
hollow  glass  cylinder  with  a  circular  rim  at  both  ends.  Two  plates, 
£^  and  B.j,,  were  ground  at  their  edges  to  fit  the  ends  of  the 
cylinder,  the  joint  between  the  cylinder  and  the  plates  being 
made  air-tight  with  a  layer  of  Faraday  cement  on  the  outside. 
The  cylinder  was  provided  with  two  taps,  a  and  b,  for  filling.  The 
taps  were  lubricated  with  vaseline,  which  does  not  interfere  with 
the  reaction  between  hydrogen  and  chlorine.  Two  metal  cylinder's, 
Cj  and  c^,  with  circular  apertures,  x^  x.^  and  y-^  y.^,  enclosed  the 
apparatus.  The  cylinder  was  interposed  between  the  source  of  light 
and  the  insolation  vessel  with  its  plane  faces  at  right  angles  to  the 
incident  beam,  and  was  firmly  clamped  in  position  during  an  experi- 
ment. The  distance  between  the  glass  plates  was  60  mm.  In  filling 
the  apparatus  with  electrolytic  gas,  all  the  obvious  precautions  neces- 
sary to  obtain  a  sensitive  mixture  were  observed,  and,  as  a  matter  of 
fact,  a  very  fair  estimate  of  the  character  of  the  mixture  was  obtained 
by  afiixing  an  index  to  the  exit  tube  and  observing  the  magnitude  of 
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the  Draper  effect.  The  Draper  effect  for  a  light  of  given  intensity  is 
roughly  proportional  to  the  sensitiveness  of  the  mixture. 

The  first  series  of  experiments  was  performed  with  a  moist  mixture 
of  hydrogen  and  chlorine,  but  these  had  to  be  abandoned  owing  to  the 
circumstance  that  as  soon  as  light  fell  upon  the  mixed  gases  a  deposit 
of  dew  was  formed  on  the  glass  plates,  which  intercepted  part  of  the 
light.     Gases  dried  with  sulphuric  acid  were  therefore  used. 

Experiment  I. — The  source  of  light  was  an  8  c.p.  incandescent  lamp. 
The  voltage  at  the  terminals  of  the  lamp  oscillated  slightly,  but  the 
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mean  value  was  constant.  The  lamp  was  at  a  distance  of  84  cm. 
from  the  insolation  vessel  and  50  cm.  from  the  nearest  plate  of  the 
extinction  apparatus.  The  air  in  the  extinction  [apparatus  was  first 
di.«;placed  by  chlorine,  the  chlorine  being  in  its  turn  displaced  by 
electrolytic  gas,  which  was  let  in  at  the  top  and  out  at  the  bottom  of 
the  apparatus.  After  the  gas  had  been  passing  through  for  three 
hours,  a  series  of  measurements  was  made.  At  the  end  of  a  further 
three  hours  a  fresh  series  of  readings  was  taken,  the  stream  of  gas 
being  in  the  meanwhile  continued.  The  results  are  contained  in  the 
subjoined  table  : 
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Afl&r  3  hours. 

].. 

7'45  cm.  in  10  miuutes 

2.. 

•  '^'J    )>          ))          )) 

3.. 

'  '00      ,,             ,,             „ 

Mean. 


7'35 


After  6  hours. 
1...     750  cm.  in  10  minutes 
2...     7-60    „ 
3...     7-50    „ 


)> 


Mean...     7-53 


The  mixed  gases  were  now  displaced  by  air  dried  with  sulphuric 
acid.  The  barometer  at  the  end  stood  at  770  mm.  A  manometer  was 
affixed  to  the  apparatus  and  the  air  removed  with  the  water  pump 
until  the  pressure  in  the  apparatus  was  385  mm.  Dry  chlorine  was 
then  admitted,  the  supply  of  gas  being  shut  off  as  soon  as  the  pressure 
had  reached  that  of  the  atmosphere.  Three-quarters  of  an  hour  was 
allowed  for  the  gases  to  mix,  and  then  readings  were  taken.  These 
are  recorded  below. 


1 

....     7'40  cm.  in  10  minutes 

2 

—      i'2iO     ,,          ,,          ,, 

3 

...     7-00    „ 

4 

—     71o    „         ,,         „ 

Mean 7-20    „         „         „ 

The  temperature  of  the  bath  during  this  experiment  was  19  "90°, 

Exi)eriment  II. — In  this  experiment  the  source  of  light  was  a 
Harcourt  10  c.p.  pentane  lamp.  In  other  respects  the  conditions 
were  similar  to  those  in  the  last  experiment.  Summing  the  readings 
we  obtain  the  result : 

Movement  of  index  with  electrolytic  gas  in  the  extinction  apparatus, 
42"90  cm.  in  forty-five  minutes. 

Movement  of  the  index  with  a  mixture  of  chlorine  and  oxygen  in  the 
apparatus,  43 '60  cm.  in  forty -five  minutes. 

The  ratios  of  the  mean  readings  obtained  with  electrolytic  gas  to 
those  obtained  with  a  mixture  of  chlorine  and  oxygen  in  the  two 
experiments  are  : 


Ex])eriment  I. 
1-034 


Experiment  II. 
0-984 


The  variation  from  equality  is  in  both  cases  within  the  errors  of 
experiment.  It  is  a  simple  matter  to  calculate  what  the  above  ratio 
should  be  if  the  coefficients  of  extinction  of  electrolytic  gas  and  of  a 
mixture  of  equal  volumes  of  chlorine  and  oxygen  Avere  what  Bunsen 
and  Pvoscoe  found  them  to  be. 

The  formula  giving  the  intensity  of  the  incident  and  emergent 
beam  is 

5  P.  2 
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where  /^  aud  /  are  the  intensities  of  the  respective  beams  and  a  is 
the  length  of  gas  which  must  be  traversed  by  the  light  in  order  that 
its  intensity  may  be  reduced  ten-fold,  and  x  is  the  length  actually 
traversed. 

Now  the  value  of  a  for  electrolytic  gas  is  given  by  Bunsen  and 
Roscoe  as  262  mm.  and  that  for  a  mixture  of  equal  volumes  of  oxygen 
and  chlorine  as  346,  and  therefore  in  the  present  case, 

262(Iogj/o-logio/)  =  60 
and346(logio/o-log,o/')  =  60,^ 

where  /  is  the  intensity  of  the  beam  emerging  from  the  hydrogen  and 
chlorine,  and  /'  that  from  the  oxygen  and  chlorine.  Eliminating  Iq, 
we  find 

262x346  (logy  -  log/)  =  60x112; 

when,  making  /'  equal  to  unity,  /  becomes  0'879 ;  that  is,  a  dif- 
ference which  could  be  detected  with  certainty  by  means  of  the 
actinometer.  In  arriving  at  the  above  conclusion  concerning  the 
difference  in  the  value  of  the  extinction  coeificients  for  mixtures 
composed  of  equal  volumes  of  hydrogen  and  chlorine  and  of  oxygen 
and  chlorine,  Bunsen  and  Roscoe  assumed  that  the  amount  of  chemical 
change  for  a  given  mixture  of  hydrogen  and  chlorine  was  proportional 
to  the  light  absorbed,  and  that  the  relation  subsisting  between  the 
two  quantities  was  the  same  for  light  of  all  refrangibilities.  The 
second  half  of  the  above  assumption  is  probably  not  correct,  and, 
indeed,  if  this  is  admitted  it  is  unnecessary  to  suppose  that  either 
Bunsen  and  Koscoe's  results  or  our  own  are  affected  by  any  serious 
experimental  error,  since  the  discrepancy  in  the  conclusions  is  then 
easily  accounted  for. 

Our  experiments  tend  to  show  that  the  light  absorbed  by  mixtures 
of  chlorine  either  with  hydrogen  or  with  an  inert  gas  such  as  oxygen 
is  almost  the  same  as  it  would  be  if  the  same  beam  of  light  were  made 
to  traverse  the  same  column  of  chlorine  from  which  the  diluting  gas 
had  been  removed.  There  is  no  indication  that  the  light  which  brings 
about  the  chemical  change  is  distinct  from  that  absorbed  by  the 
chlorine  in  virtue  of  its  optical  properties.  The  energy  which  brings 
about  tlje  chemical  change  is  derived  from  the  light  absorbed  by  the 
moist  chlorine. 

From  the  above  measurements,  it  might  be  concluded  that  the 
extinction  coeificient  of  a  mixture  of  gases  is  an  additive  property, 
if  it  were  not  for  the  fact  that  Mellor  has  found  that  dry  chlorine  is 
considerably  more  transparent  to  those  rays  which  bring  about  the 
interaction  of  hydrogen  and  chlorine  than  the  moist  gas,  and 
Mellor's  statement  to  this  effect  is  supported  by  the  fact  that  dry 
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chlorine  refuses  to  give  any  indication  of  the  Budde  expansion. 
From  the  measurements  given  in  Mellor's  paper  we  have  calculated 
the  extinction  coefficient  of  his  dry  chlorine,  and  find  that  it  is 
not  greatly  different  from  the  value  given  by  Bunsen  and  Roscoe, 
who  used  chlorine  which  had  not  been  very  carefully  dried.  Further 
experimental  inquiry  on  this  important  point  is  necessary  before  any 
definite  conclusions  can  be  drawn. 

In  dealing  with  extinction  coefiicients,  it  would  probably  not  be  out 
of  place  if  we  drew  attention  to  a  research  performed  with  great  cai-e 
and  precision  by  M.  Wildermann  {Phil  Trans.,  1902,  199,  337),  in 
which,  as  it  appears  to  us,  the  dependence  of  the  amount  of  chemical 
change  on  the  quantity  and  character  of  the  light  absorbed  has 
not  been  taken  sufficiently  into  consideration.  The  object  of  the 
author  was,  as  he  states,  to  ascertain,  if  possible,  the  laws  governing 
the  velocity  of  chemical  reaction  and  chemical  equilibrium  when 
the  change  is  caused  by  the  introduction  of  light  energy  into  the 
system.  Mixtures  of  carbon  monoxide  and  chlorine  in  diffei-ent 
proportions  were  enclosed  in  a  vessel  of  about  3  J  cm.  diameter,  which 
was  provided  with  a  manometer.  The  vessel  was  exposed  to  the  rays 
of  an  acetylene  lamp,  and  the  progress  of  the  reaction  noted  by 
watching  the  indication  of  the  manometer.  The  reaction  during 
the  normal  period  was  shown  to  follow  with  close  approximation 
the  well-known  law  of  mass,  expressed  by  the  equation 

dx  =  h{A  -  x){B  -  x)dt, 

where  x  is  the  amount  of  chemical  change,  A  and  B  the  initial 
quantities  of  chlorine  and  carbon  monoxide  I'espectively,  k  a  constant, 
and  t  the  time.  Wildermann  concludes  that  photochemical  reactions 
are  governed  by  the  same  law  of  mass  as  reactions  which  take  place  in 
the  dark.  Now  the  results  of  Draper  and  of  Bunsen  and  Roscoe  with 
hydrogen  and  chlorine  most  explicitly  contradict  this  result.  For  these 
authorities  have  proved  that  the  rate  of  combination  of  a  mixture  of 
chlorine  and  hydrogen  in  equivalent  proportions  is  very  considerably 
reduced  when  the  proportion  of  either  of  the  reacting  gases  is  increased 
to  a  small  extent.  Whether  the  same  peculiarity  characterises  the 
behaviour  of  a  mixture  of  equivalent  quantities  of  carbon  monoxide 
and  chlorine  we  cannot  say,  as  the  literature  contains  no  information 
upon  this  point.  But,  in  any  event,  Wildermann's  general  statement 
appears  to  be  contrary  to  the  results  of  direct  experiment.  Moreover, 
tbere  are  other  considerations  which  would  lead  us  to  doubt  the  validity 
of  di^awing  this  conclusion  from  the  results  of  Wildermann's  experi- 
ments. We  will,  for  the  sake  of  simplicity,  suppose  that  the  light  is 
monochromatic.     In  such  circumstances  the  amount  of  action  in  unit 
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time  for  a  parallel  beam  of  unit  section  acting  on  a  mixture  of  constant 
composition  is  given  by  the  formula 

C=  kl^  (1-e--^). 

For  another  mixture  of  different  composition  stimulated  by  the  same 
beam  we  have 

C  =  k'l,  (1-e--), 
and  therefore 

C        k{\  -e-°^) 
IJ'  =  k'  (\-e-o!:,y 

where  C  and  C"  are  the  respective  rates  of  chemical  change,  and  k  and 
a  are  constants  whose  magnitudes  depend  on  the  composition  of  the  first 
mixture,  and  k'  and  a!  are  the  corresponding  constants  of  the  other 
mixture. 

It  will  be  at  once  perceived  that  the  right  hand  side  of  this  equation 
is  not,  in  general,  constant,  but  varies  with  the  value  of  x.  The  direct 
conclusion  is  that  the  ratio  between  the  rates  of  combination  in  two 
mixtures  of  different  but  definite  constitution  will  depend  on  the 
dimensions  of  the  ve-^sel  used  in  the  determination.  It  would  appear, 
therefore,  that  if  Wildermann  had  employed  a  vessel  of  different 
dimensions,  results  pointing  to  a  different  conclusion  would  have  been 
obtained.  There  is  only  one  case  in  which  the  amount  of  light 
absorbed  can  be  left  out  of  consideration,  that  is,  when  the  vessel  is  so 
large  that  practically  all  the  actinic  rays  are  absorbed.  The  light  had, 
however,  to  pass  through  only  3*5  cm.  of  a  mixture  of  carbon  monoxide 
and  chlorine,  whereas,  according  to  Bunsen  and  Roscoe,  light  from  a 
gas  flame  is  reduced  in  intensity  in  the  ratio  of  about  three  to  two  in 
passing  through  3'5  cm.  of  pure  chlorine  under  normal  conditions.  It 
seems,  therefore,  that  no  general  statement  can  be  enunciated  from 
such  experiments  as  to  the  precise  effect  of  the  composition  of  the 
mixture  on  the  velocity  of  change. 

Conclusions. 

(1)  No  evidence  can  be  obtained  of  a  period  of  photochemical  induc- 
tion with  a  moist  mixture  of  chlorine  and  hydrogen  in  the  absence  of 
impurities  which,  under  the  conditions  of  the  experiment,  are  capable  of 
being  destroyed. 

(2)  The  phenomenon  hitherto  known  as  photochemical  induction  is 
exhibited  by  a  mixture  of  chlorine  and  hydrogen  to  which  ammonia  or 
compounds  capable  of  yielding  ammonia  on  decomposition  have  been 
added. 

(3)  The  actual  compound  or   compounds  which  inhibit    the  inter- 
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action  of  chlorine  and  hydrogen  are  volatile.  They  are  probably 
derived  from  ammonia  by  the  displacement  of  one  or  more  equivalents 
of  hydrogen  by  chlorine. 

(4)  Impure  water  contains  compounds  which  are  very  slowly 
destroyed  by  chlorine  at  the  ordinary  temperature,  yielding  an  inliibi- 
tive  substance.  This  fact  affords  a  satisfactory  explanation  of  the 
phenomenon  which  has  recently  been  described  as  "  decay  of  activity." 

(5)  The  inhibitive  impurity  is  of  course  removed  from  the  system  by 
the  influence  of  light.  It  can,  however,  also  be  destroyed  by  raiding 
the  temperature  to  100''.  Although  stable  at  the  ordinary  temperature 
in  a  saturated  solution  of  chlorine,  it  is  apparently  unstable  under  the 
same  conditions  in  a  solution  which  contains  very  little  chlorine. 

(6)  Sufficient  evidence  has  not,  as  yet,  been  adduced  to  justify  us  in 
concluding  that  condensation  nuclei  are  formed  by  the  action  of  light 
on  moist  chlorine. 

(7)  The  extinction  coefficient  of  a  mixture  of  hydrogen  and  chlorine 
in  equivalent  proportions  is  almost  the  same  as  that  of  equal  volumes  of 
oxygen  and  chlorine. 

It  would  appear  that  the  following  theoretical  conclusion  can 
be  legitimately  drawn  from  the  fact  that  an  induction  period  cannot 
be  obtaiued  with  moist  electrolytic  gas  which  is  free  from 
destructible  impurities.  The  various  phases  assumed  by  an  atom 
of  chlorine  as  it  is  transformed  from  a  constituent  part  of  a  molecule 
of  chlorine  to  that  of  a  molecule  of  hydi'ogen  chloride  are  of  a 
transient  and  unstable  character,  the  same  statement  being  true  about 
the  changes  in  an  atom  of  hydrogen.  Accordingly,  neither  the  chlorine 
nor  the  hydrogen  atoms  can  become  at  any  time  before  their  union  in 
hydrogen  chloiide  parts  of  chemical  compounds  possessed  of  a 
measurable  degree  of  stability.  In  spite  of  the  fact  that  we  are 
limited  in  our  choice  of  theories  by  the  foregoing  conclusion,  the 
explanation  of  the  remarkable  inhibition  effect  of  minute  traces  of 
impurities  is  .still  a  difficult)'.  It  would  appear  to  be  impossible  to 
formulate  a  consistent  hypothesis,  free  from  suppositions  which  at 
present  are  unsupported  by  experimental  results,  to  account  for  this 
phenomenon.  The  following  suggested  explanation  suffers  from  this 
defect  and  must  therefore  be  regarded  as  merely  provisional. 

The  light  which  falls  on  the  moist  mixture  of  chlorine  and  hydrogen 
is  absorbed  in  the  first  instance  by  the  coloured  component,  namely, 
the  chlorine,  and  after  it  has  been  absorbed  it  is  degraded  into  heat. 
During  the  process  of  degradation  the  energy  passes  through  various 
forms,  Now  it  is  conceivable  that  the  distribution  of  the  various 
kinds  of  vibration  of  which  the  degrading  energy  is  composed  will,  in 
certain  cases,  depend  largely  on  the  presence  in  the  system  of  even 
small    quantities   of   foreign    bodies.      A    diffeience   in   the    rate    of 
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chemical  change  might  clearly  be  expected  as  the  result  of  a  marked 
difference  in  the  character  of  the  energy  through  which  the  light 
passes  as  it  is  transformed  into  heat.  Whether  the  quality  of  the 
energy  can  vary  to  the  degree  required  by  this  hypothesis  according  as 
certain  impurities  are  present  or  not,  and  whether  this  variation  can 
be  regarded  as  the  chief  determining  factor  of  the  change,  is  at  present 
purely  a  matter  of  conjecture  and  awaits  experimental  confirmation. 

The  Victoria  University  of  Manchester. 


CXXXIX. — Notes  on  Derivatives  of  a-l^- Alkylated 

Naphtliylamine. 

By  Raphael  Meldola,  F.R.S. 

The  difficulties  encountered  in  attempting  to  prepare  derivatives  of  the 
above  type  have  been  pointed  out  in  a  paper  by  the  writer  and  Joseph 
Henry  Lane  (Trans.,  1904,  85,  1604).  These  notes  are  the  outcome 
of  experiments  connected  with  researches  on  the  isomerism  of  the 
aminoamidines  of  the  naphthalene  series,  and  are  now  placed  on 
record  as  containing  descriptions  of  certain  new  compounds  of  the 
required  type  which  may  form  useful  starting-points  in  the  subsequent 
extension  of  the  investigations. 

Ethyl-a-naphthylamine,  being  used  in  the  colour  industry,  cin  be 
obtained  as  a  technical  product  in  the  form  of  its  very  insoluble  hydro- 
chloride. A  supply  of  this  salt  was  placed  at  my  disposal  by  the  firm 
of  Leopold  Cassella  &  Co.,  and  was  converted  into  the  acetyl  deriv- 
ative by  heating  with  sodium  acetate  and  acetic  anhydride.  The  acetyl 
derivative  crystallises  from  dilute  alcohol  in  flat,  silvery  needles  melt- 
ing at  68°. 

0-0871  gave  4-9  c.c.  moist  nitrogen  at  14-5°  and  7705  mm.   N  =  6-63. 
Cj^HjjON  requires  N  =  6'57  per  cent. 

It  has  not  been  found  possible  to  obtain  a  mononitro-derivative  of 
ethyl-a-acetnaphthalide.  The  compound  is  nitrated  with  diflficulty  and 
could  only  be  attacked  by  a  mixtui'e  of  strong  sulphuric  with  fuming 
nitric  acid.  The  product  is  a  cZwziro-derivative  crystallising  from 
alcohol  in  small,  ochreous  needles  melting  at  221 — 222". 

0-0913  gave  11-2  c.c.  moist  nitrogen  at  23-2°  and  768  mm.   N  =  13-94. 
Cj^HjgOjjNg  i-equires  N  =  13-86  per  cent. 

Nothing  definite  could   be  obtained  from  this    dinitro-a-ethylacet- 
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naplithalide  by  oxidation  or  reduction,  and  the  constitution  has  there- 
fore not  been  determined  directly.  Strikingly  characteristic  of  the 
compound  is  the  intense  violet  colouring  matter  which  is  produced 
from  it  by  the  action  of  reducing  agents,  such  as  tin  and  hydrochloric 
acid,  in  alcoholic  solution.  This  colouring  matter,  which  is  produced 
only  at  a  transitory  stage  in  the  reduction,  has  not  yet  been  investigated. 
That  one  of  the  nitro-groups  is  in  the  para-positiou  (-i-homonucleal)  is 
proved  by  the  following  synthe.sis  : 

1  : 4-Chloronitronaphthalene,  obtained  by  nitrating  a-chlornaphth- 
alene,  on  heating  with  an  alcoholic  solution  of  ethylamine  in  a 
sealed  tube  to  150°  for  four  hours  gives  4-nitro-l-ethylnaphthylamine 
[Ch.  Fab.  Griesheim-Elektron,  D.E.-P.  117006;  Chem.  Centr.,  1901, 
i,  237).  This  compound  crystallises  from  glacial  acetic  acid  in  orange 
scales  melting  at  179 — 180°  (176 — 177°  in  patent),  and  on  boiling  with 
acetic  anhydride  for  three  to  four  hours  is  converted  into  4-nitro- 
lethylacetnaphthalide,  which  crystallises  from  dilute  alcohol  in  small, 
white  needles  melting  at  112 — 113°.  The  latter,  on  nitration  by 
dissolving  in  cold  fuming  nitric  acid,  gives  the  same  dinitro-compound 
(m.  p.  221—222°)  as  that  produced  by  the  direct  nitration  of  ethyl- 
a-acetnaphthalide. 

2  •A-DinitTO'\{a)-ethylnaphthylaraine. — This  compound  is  easily  pre- 
pared by  the  action  of  ethylamine  in  alcoholic  solution  on  dinitro- 
a-naphthol  ethyl  ether.  The  latter  was  obtained  by  the  action  of  ethyl 
iodide  on  the  silver  salt  of  dinitrG-a-naphthol,  about  30  per  cent,  of  the 
dinitro-compound  undergoing  etherification  by  this  process.  An 
attempt  to  improve  the  yield  by  directly  nitrating  a-naphthol  ethyl- 
ether  under  different  conditions  led  to  negative  results,  as  a  mixtui'e  of 
isomerides  is  formed  instead  of  the  2  :  4-dinitro-componnd  required. 
On  mixing  alcoholic  solutions  of  2  :  4-dinitro-a-naphthol  ethyl  ether 
and  ethylamine,  interaction  takes  place  at  the  ordinary  temperature. 
and  a  crystalline  deposit  of  dinitro-a-ethylnaphthylamine  soon  separates, 
This  compound  crystallises  in  dense  brown  prisms  with  a  brilliant  lustre, 
melting  at  169—170°. 

01500gave    20  c.c.  moist  nitrogen  at  12-8°  and  7687  mm.  N  =  l5-93. 
0-1331    „    18-35,,       „  „         „     12°     „  744-5  „      N  =  1601. 

CjoHj^04N3  requires  N  =  16-l  per  cent. 

The  substance  is  practically  insoluble  in  cold  alcohol  and  but  very 
sparingly  soluble  in  boiling  alcohol.  It  can  be  crystallised  from  boiling 
glacial  acetic  acid  or  from  acetic  anhydride.  The  solutions  when 
allowed  to  cool  rapidly  deposit  the  compound  in  the  form  of  slender, 
orange  needles.  All  attempts  to  prepare  an  acetyl  derivative  failed. 
The  substance  can  be  boiled  with  acetic  anhydride  and  dry  sodium 
acetate  for  days  without  undei'going  acetylation.     Heating  with  acetic 
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anhydride  in  a  sealed  tube  to  170°  also  failed  to  yield  an  acetyl 
derivative  ;  at  higher  temperatures,  decomposition  takes  place.  A  cold 
acetic  acid  solution  of  the  compound  yields  the  nitrosoamine, 

CioH5(NO,)2N-NO-C2H5, 
on  treatment  with  sodium   nitrite.     This  compound   crystallises   from 
alcohol  in  transparent,  yellow  prisms  melting  at  93 — 94°. 

0-1 257  gave  21 -Sec.  moist  nitrogen  at  20-7°  and  755 -7  mm.  N  =  19  18. 
CjgHjoOgN^  requires  N  =  1934  per  cent. 

As  the  acetyl  derivative  of  dinitro-a-ethylnapbthylamine  could  not 
be  prepared,  the  corresponding  aminoethylamidine  could  not  be 
obtained.  An  attempt  to  reduce  the  dinitro-compound  to  ethyltri- 
aminonaphthalene  and  acetylate  the  product  failed  owing  to  the 
extremely  oxidisible  character  of  the  triamino-compound. 

4:-Bromo-2-nitro-\{a)-benzi/lnaphth)/lamine. — Bromonitro-a-naphthyl 
ethyl  ether  (Meldola  and  Lane,  Trans.,  1904,  85,  1605)  interacts 
readily  with  benzylamine  in  alcoholic  solution,  slowly  at  the  ordinary 
temperature,  more  rapidly  if  warmed  for  a  short  time  on  the  water- 
bath.  The  ethoxy-group  is  exchanged  for  the  benzylamino-group  with 
the  formation  of  the  above  compound,  which  crystallises  from  alcohol 
in  slender,  red  needles  melting  at  126 — 127°,  The  acetyl  derivative 
was  prepared  by  heating  the  substance  with  acetic  anhydride  in  a 
sealed  tube  to  170°  for  three  hours  The  crude  product  was  purified 
by  crystallisation  from  alcohol  with  animal  charcoal  and  the  pure 
bromonitrobenzyl-a-acetnaphthalide  thus  obtained  in  white  prisms 
melting  at  128°. 

0-0873  gave  5-15  c.c.  moist  nitrogen  at  12'5°  and  766  mm.     N  =  7'05. 
CjgHjgOgNgBr  requires  N  =  7'02  per  cent. 

The  bromonitrobenzylnaphthylamine  readily  forms  a  itrosoamine 
when  acted  on  by  sodium  nitrite  in  cold  glacial  acetic  acid  solution. 
This  compound  crystallises  from  alcohol  in  flat,  straw-coloured  needles 
melting  at  98°. 

0-0798  gave  7-8  c.c.  moist  nitrogen  at  9°  and  761-6  mm.     N  =  10-74. 
Cji^H^^OgNgBr  requires  N  =  10-88  per  cent. 

The  acetyl  derivative  on  reduction  by  tin  and  hydrochloric  acid  gave 
an  anhydro-base  which  did  not  appear  to  be  very  definite.  It  is 
probably  a  mixture  of  the  bromo-anhydro-base  with  the  benzylamidine, 
the  reducing  agent  effecting  pai-tial  debromination.  As  this  benzyl- 
amidine offered  no  advantage  over  the  alkylamidines  described  in  former 
papers  as  a  means  of  characterising  the  isomeride-^,  the  investigation  of 
the  compound  was  not  further  pursued. 

The  chief  point  of  interest  brought  out  in  these  notes  is  the  extreme 
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mobility  under  cei'tain  conditions  of  the  alkyloxy-group  in  naphthalene 
derivatives  of  the  types  : 

OAlk  OAlk 


Br 

The  nature  of  the  amine  is  a  determining  factor  in  this  interaction, 
the  displacement  occurring  most  readily  with  alkylamines  of  the  type 
R'CHg'NHg,  such  as  ethylamine  and  benzylamine.  Purely  aromatic 
or  hydroaromatie  amines  such  as  aniline,  a-naphthylamine,  and  piperi- 
dine  do  not  react  with  the  bromonitronaphthyl  ether  under  ordinary 
conditions.  In  marked  contrast  with  the  readiness  with  which  haloid- 
nitro-  or  dinitro  alkylated  a-naphthylamine  can  be  formed  by  the 
method  de.'jcribed  in  these  notes  is  the  apparent  impossibility  of  directly 
introducing  one  alkyl  group  into  the  haloid-nitro-  or-dinitro-a-naplithyK 
amine  or  the  corresponding  acetnaphthalides.  Many  experiments 
having  this  object  in  view  were  carried  out  with  various  alkylating 
agents  under  different  conditions  and  invariably  with  negative  results. 


CXL.  — Electrolytic  Oxidation. 

By  Herbert  Drake  Law,  B.Sc. 

In  carrying  out  experiments  on  the  electrolytic  oxidation  of  organic 
compounds  it  is  advantageous  to  employ  a  solvent  which  mixes  with 
water  in  all  proportions  and  at  the  same  time  does  not  interfere  to 
any  considerable  extent  with  the  conductivity  of  the  solution.  It  must 
not  of  course  be  i-eadily  oxidisable.  Three  classes  of  compounds 
suggest  themselves,  of  which  acetone,  acetic  acid,  and  pyridine  may  be 
taken  as  types.  Of  these,  acetone  is  by  far  the  most  useful,  as  it  can 
be  readily  removed  by  distillation.  Pyridine  has  the  characteristics 
of  an  unsaturated  or  aromatic  compound,  and  as  a  consequence  readily 
forms  tarry  products  which,  however,  are  soluble  in  water  and  may  be 
easily  removed.  It  also  forms  complex  soluble  tars  with  other  aro- 
matic compounds,  which  often  causes  a  serious  loss  of  material.  In 
these  three  solvents  the  electrolytic  oxidation  of  compounds  repre- 
sented by  the  general  formula 

X-CO-CH(OH)-Y 
was  conducted.     Many  such  compounds  are  known,  of  which  benzoin 
is  the  most  important.     By  changing  the  groups  denoted  by  X  and  Y 
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it  was  hoped  to  gain  a  clear  idea  of  the  reactions  taking  place  at  the 
anode.  Two  reactions  are  possible  and  may  be  represented  by  the 
following  equations  : 

X-CO-CH(OH)- Y  +  O  =  X-CO-CO-Y  +  H2O  ; 
X-CO-CH(OH)-Y  +  0  =  X'CO-OH  +  Y-CHO. 

Two  of  these  pi-oducts  may  be  oxidised  still  further  according  to  the 
equations 

X'C0-C0-Y  +  0  +  H20  =  X-C0-0H  + Y-COgH ; 
Y-CHO  +  O^Y-COaH. 

Thus,  in  the  case  of  benzoin  the  three  pi'oducts  obtained,  namely, 
benzil,  benzoic  acid,  and  benzaldehyde,  are  all  accounted  for  in  the 
above  equations.  When  the  groups  represented  by  X  and  Y  contain 
an  unsaturated  carbon  atom,  however,  a  further  reaction  takes  place 
which  cannot  be  indicated  in  the  form  of  an  equation.  Complex 
resinous  substances  are  formed,  the  constitution  of  which  is  quite 
unknown.  These  are  extremely  interesting,  and  to  gain  some  know- 
ledge of  their  mode  of  formation  the  oxidation  of  the  unsaturated 
aliphatic  compounds  was  studied.  On  comparing  the  structure  of  the 
three  aldehydes,  namely,  benzaldehyde,  furfurol,  and  acrolein,  a  striking 
similarity  of  grouping  will  be  seen  : 


CHICH-CH  ^,-rr^GK'CK 

I  ill  CH<^         11 

ch:ch-c-cho  0— ic-cHO 


CH, 

II    2 

CH-CHO 


It  will  be  noticed  that  each  compound  contains  the  group 

— CHIC-CHO, 
and  as  a  consequence  each  might  be  expected  to  have  some  common 
characteristic.  Each  of  these  substances  yields  complex  products  at 
the  anode,  this  being  very  marked  in  the  cases  of  furfurol  and  acrolein. 
That  this  is  due  to  the  unsaturated  carbon  atoms  is  borne  out  by  the 
fact  that  neither  the  saturated  aliphatic  aldehydes  nor  such  saturated 
ring  compounds  as  camphor  possess  the  same  property.  It  is  interest- 
ing to  note  that  similar  complexes  are  formed  also  under  the  influence 
of  a  silent  discharge  or  where  a  high  frequency  discharge  is  used. 
This  again  occurs  only  when  uusatvirated  compounds  are  employed  or 
are  formed  during  the  reaction.  It  is  very  probable  therefore  that  a 
similar  phenomenon  is  taking  place  at  or  near  the  anode,  which  may  be 
the  result  of  a  variable  electrical  strain  set  up  between  the  moving 
molecules  and  the  anode. 

The  presence  of  these  tars  makes  the  final  separation  very  tedious 
and  the  conditions  necessary  for  their  formation  were  studied  with  a 
view  to  their  final  elimination.  The  potential  of  the  anode  discharge 
has  a  very  maiked  effect  on  their  formation,  the  amount  produced 
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being  greatest  when  the  E,  M.F.  reaches  the  highest  value.  This  is 
seen  very  clearly  in  the  cases  where  the  acids  sulphuric,  hydrochloric, 
and  hydrobromic  are  used  as  electrolytes.  The  potential  of  discharge 
of  the  anions  is  as  follows  : 

80/=  -0-7  volt,  Cl'=  -0-31,  Br'=  +0-06. 

In  sulphuric  acid  solutions,  tarry  matter  is  always  formed,  but  is  often 
absent  in  the  case  of  hydrochloric  acid,  and  in  no  case  is  it  formed 
where  hydrobromic  acid  is  employed.  Very  strong  solutions  of 
sulphuric  acid  also  favour  the  formation  of  these  complex  substances, 
but  this  is  probably  a  purely  chemical  reaction  and  independent  of  the 
current. 

The  stability  of  compounds  containing  the  unsaturated  carbon  atom 
is  very  remarkable.  Very  little  reaction  takes  place  at  all  when  the 
oxidation  is  conducted  at  a  low  potential,  the  double  link  apparently 
having  a  retarding  influence  on  the  velocity  of  the  oxidation.  This 
protective  influence  becomes  less  as  the  chain  is  lengthened,  the 
saturated  part  of  the  molecule  predominating.  This  retarding  action 
is  even  greater  where  a  ring  compound  is  introduced.  As  the  potential 
of  the  anode  is  increased,  the  stability  becomes  le-s,  and  considerable 
quantities  of  carbon  monoxide  are  evolved. 

This  throws  a  great  deal  of  light  on  the  purely  chemical  methods  of 
oxidation.  The  double  link  is  always  considered  the  weakest  part  of 
the  molecule,  and  its  position  is  determined  by  means  of  such  oxidising 
agents  as  potassium  permanganate.  The  latter  is  very  vigorous  in  its 
action  and  has,  probably,  a  high  oxidation  potential  which  accounts  for 
the  decomposition  at  this  point. 

Having  investigated  the  mechanism  of  these  reactions,  the  method 
was  applied  to  determine  the  molecular  structure  of  benzf uroin.  Two 
formulae  are  possible,  represented  by  (i)  and  (ii)  : 

(i)  C6H5-CO-CH(OH)-C,H30;       (ii)  CgH,'CH(0H)-C0-C^H30. 

The  half  of  the  molecule  containing  the  furfurol  group  most  readily 
decomposes  with  formation  of  tarry  products,  but  the  remaining  part 
will  form  benzaldehyde  or  benzoic  acid  according  to  which  of  the  above 
formula;  is  assumed  to  be  correct. 

C6H.-CO-  +  0  +  H20  =  C6H5-C02H+     .... 
C^H5-CHOH-  +  0-CeH5-CHO+     .... 

In  the  actual  experiment,  benzaldehyde  was  completely  absent,  which 
points  to  formula  (ii)  as  being  correct. 

From  the  compounds  anisoin  and  piperonyloin,  nothing  but  tarry 
matter  could  be  isolated.  This  might  have  been  due  to  tlie  difliculty 
of  separating  the  reaction  product,  but  otherwise  this  fact  shows  that 
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the  potential  of  the  complex  formation  is  either  lower  or  very  near  that 
of  the  simple  oxidation. 

In  a  paper  by  James  (/.  Amer.  Chem.  Soc,  1899,  21,  889)  it  was 
observed  that  benzoin  on  oxidation  in  alcoholic  solutions  gives  a  small 
quantity  of  benzoic  acid,  but  the  chief  product  was  of  a  tarry  nature. 
If,  however,  hydrochloric  acid  was  used  as  an  electrolyte  a  good  yield 
of  benzil  was  obtained  and  the  tar  formation  was  small.  This  confirms 
the  work  of  the  present  paper,  that  these  complex  bodies  are  formed 
preferably  at  high  potentials. 

Benzoi7i. 

The  anode  compartment  consisted  of  a  porous  pot  of  about  400  c.c. 
capacity,  round  which  was  wound  a  stout  platinum  wire  to  serve  as 
cathode.  The  porous  pot  was  placed  in  a  stout  glass  jar  containing 
10  per  cent,  sulphuric  acid  to  act  as  electrolyte  in  the  cathode  compart- 
ment. This  in  turn  was  placed  in  another  glass  jar  containing  cold 
water  to  keep  the  whole  apparatus  cool  during  each  experiment.  The 
porous  pot  was  fitted  with  a  cork  bored  at  the  centre,  through  which  a 
platinum  stirrer  could  be  freely  rotated.  This  stirrer,  whose  superficial 
area  was  37"5  sq.  cm.,  was  used  also  as  the  anode.  In  each  of  the 
following  experiments  15  grams  of  benzoin  were  dissolved  in  the  solvent 
used.  In  the  first  five  experiments  acetone  was  employed  and  the 
benzoin  dissolved  in  300  c.c.  of  this  substance.  Dilute  sulphuric  acid 
was  then  added  gradually  to  this  mixture,  shaking  the  whole  time, 
until  the  total  volume  measured  375  c.c.  In  this  way  most  of  the 
benzoin  remained  in  solution.  The  mixture  was  then  poured  into  the 
porous  pot  and  the  current  started.  The  oxidised  product  was 
invariably  dark  in  colour,  due  to  the  formation  of  some  tarry  matter. 
The  acetone  was  then  removed  by  distillation  from  a  water- bath  and 
the  non- volatile  residue  separated.  This  consisted  of  a  mixture  of 
unchanged  benzoin,  benzaldehyde,  benzil,  benzoic  acid,  and  tarry  sub- 
stances. The  whole  was  distilled  in  steam  for  several  hours.  Benz- 
aldehyde rapidly  passed  over,  followed  by  the  benzil,  benzoic  acid, 
and  a  little  benzoin.  The  distillate  was  made  alkaline  with  sodium 
carbonate  and  filtered,  the  benzil  and  benzoin  remaining  on  the  filter 
paper.  To  remove  the  benzaldehyde,  the  filti-ate  was  extracted  with 
ether  and  the  ethereal  layer  dried  and  evaporated  on  a  water-bath. 
The  remaining  solution  was  acidified  with  sulphuric  acid  and  the 
benzoic  acid  also  extracted  with  ether.  The  mixture  of  benzoin  and 
benzil  was  shaken  with  a  little  alcohol  to  dissolve  the  benzil,  and 
filtered.  In  this  way  these  two  substances  were  separated  almost 
completely.  The  mixture  of  benzoin  and  tarry  matter  in  the  dibtiiling 
flask  was  rendered  alkaline  with  sodium  hydroxide  and  filteied.     The 
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filtrate  contained  the  tar,  and  the  benzoin  remained  on  the  filter 
paper.  The  tarry  matter  was  again  precipitated  with  dilute  sulphuric 
acid  and  filtered.  In  this  way  most  of  these  substances  could  be 
removed  from  solution,  and  any  small  quantity  still  remaining  in 
solution  was  extracted  with  ether.  In  experiment  (6),  300  c.c.  of 
acetic  acid  were  employed  instead  of  acetone.  Here  the  oxidised 
product  was  distilled  in  steam  after  partial  neutralisation  of  the 
acetic  acid.  In  this  case  the  ethereal  solution  of  benzoic  acid  contained 
also  acetic  acid,  which  was  removed  by  careful  distillation.  In  experi- 
ment (7),  the  solvent  consisted  of  250  grams  of  pyridine,  to  which  was 
added  160  c.c.  of  dilute  sulphuric  acid.  After  the  oxidation,  the  pro- 
duct was  acidified  with  sulphuric  acid  and  steam  distilled  as  before. 
Any  pyridine  in  the  distillate  was  removed  from  the  ethereal  solution 
of  benzaldehyde  with  a  little  sulphuric  acid.  The  small  quantities  of 
benzil  obtained  in  these  experiments  were  mixed  together  and  crystal- 
lised once  from  alcohol.  The  product  melted  sharply  at  91°,  whilst 
pure  benzil  melts  at  90°.  The  benzoic  acid  melted  at  121°  after  being 
twice  recrystallised  from  alcohol,  and  was  undoubtedly  pure.  Part  of 
the  benzaldehyde  was  allowed  to  oxidise  in  the  air  to  the  corresponding 
.acid,  which  melted  at  121°.  Another  portion  was  treated  with  phenyl- 
hydrazine  and  gave  a  product  melting  at  154°  after  being  four  times 
recrystallised  from  alcohol. 
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In  Table  I  the  results  of  seven  experiments  under  varying  con- 
ditions are  given.  The  last  column  shows  the  total  amount  of  oxygen 
absorbed  by  the  benzoin  to  form  the  substances  tabulated,  the  tar 
being  calculated  as  benzaldehyde.  This  absorption  does  not  vary 
much  where  the  same  solvent  is  used,  although  the  products  of 
decomposition  do  not  show  the  same  constant  value.  The  figures  of 
experiment  (1)  indicate  the  greatest  amount  of  reaction,  and  for  this 
reason  the  conditions  used  here  were  adhered  to  as  near  as  possible  in 
the  concluding  work.     Apparently  the  tarry  colouring  matter  is  most 
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readily  obtained  when  a  large  amount  of  sulphuric  acid  is  present,  as 
is  (he  case  in  experiment  (3).  On  the  other  hand,  a  low  current  density 
acts  very  unfavourably  to  the  formation  of  this  substance,  as  is  seen  in 
number  (5),  The  amount  of  benzaldehyde  and  benzoic  acid  present  is 
greatest  where  the  current  density  and  the  concentration  of  the 
sulphuric  acid  are  kept  low,  the  former  being  the  most  variable.  In 
experiments  (6)  and  (7),  different  solvents  were  used.  In  both  cases 
the  total  reaction  was  much  less  than  in  the  former  ones. 

In  experiment  (6),  where  acetic  acid  was  used  as  solvent,  the 
percentage  amount  of  benzoin  converted  into  benzaldehyde,  benzoic 
acid,  and  tar  is  almost  the  same  as  in  (1),  under  the  same  conditions, 
but  with  a  different  solvent. 

The  method  of  obtaining  the  gaseous  products  is  described  later. 
These  experiments  gave  results  agreeing  with  those  conducted  with 
benzaldehyde,  and  for  that  reason  are  not  given  in  detail.  Very  small 
amounts  of  carbon  monoxide  were  formed  and  even  smaller  quantities 
of  carbon  dioxide.  Benzoin  is  not  so  soluble  as  benzaldehyde  in 
acetone,  however,  and  these  results  are  therefore  not  so  accurate  as  the 
former,  as  it  is  necessai'y  to  employ  very  concentrated  solutions. 

In  the  next  series  of  experiments  the  three  products,  benzaldehyde, 
benzoic  acid,  and  benzil,  were  in  turn  oxidised  and  the  results 
tabulated  in  the  following  tables, 

Benzil. 

In  these  experiments  the  method  of  manipulation  was  exactly  the 
same  as  in  the  previous  ones.  In  each  case  10  grams  of  benzil  were 
oxidised  and  the  results  are  tabulated  in  Table  II,  As  before,  the 
greatest  amount  of  action  was  obtained  in  acetone  solutions,  whilst  in 
the  case  of  acetic  acid  this  was  reduced  to  half,  and  to  an  even  smaller 
amount  where  pyridine  was  employed.  In  each  case  benzoic  acid 
was  produced,  accompanied  by  small  quantities  of  tar,  the  quantity  of 
the  latter  being  very  small  in  pyridine  solutions. 

Table  II. — Benzil. 
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Table  III. — Benzoic  Acid. 
1      Acetone      50  5-0        I'O        6-0        3-5  —        I'l        8*9  — 
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Uuly  one  experimeut  was  conducted  with  benzoic  acid,  as  the  action 
proceeded  very  slowly,  and  the  only  product  formed  was  a  small  amount 
ot"  tarry  matter. 

Taule  IV. — Benzcddchyde. 
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The  method  of  manipulation  was  the  same  as  in  the  previous  cases, 
benzoic  acid  and  tar  being  the  products.  In  each  case  10  grams  of 
benzaldehyde  were  oxidised  and  the  results  are  tabulated  in  Table  IV. 
The  tarry  matter  was  calculated  as  benzoic  acid  and  the  total  oxygen 
is  given  in  the  last  column.  As  in  the  previous  cases,  the  largest 
amount  of  reaction  took  place  in  acetone  solutions,  due  probably  to  the 
small  internal  friction  of  the  solute.  Thus  the  diffusion  of  the 
benzaldehyde  into  the  oxidising  layer  round  the  anode  will  be  much 
greater  than  in  the  other  experiments.  Experiment  (3)  shows  that 
the  activity  of  the  oxidising  material  is  greater  in  pyridine  solution 
than  in  those  experiments  where  acetic  acid  was  used.  This,  however, 
is  contrary  to  the  previous  experiments. 

In  the  next  series  (Table  V),  the  gaseous  products  obtained  on 
oxidising  benzaldehyde  electrolytically  are  given.  These  were 
determined  in  llofmann's  apparatus  for  the  electrolysis  of  water 
described  lu  a  previous  paper  (Trans.,  1905,  87,  198).  In  each  case 
two  experiments  Avere  conducted.  In  the  hrst  a  mixture  of  sulphuric 
acid  and  solvent  was  electrolysed,  and  then  a  fresh  solution  contain- 
ing a  small  quantity  of  benzaldehyde.  The  gases  at  the  anode 
consisted  of  a  mixture  of  cai'bon  dioxide,  oxygen,  and  carbon  monoxide, 
which  were  analysed  in  Hempel's  bulbs,  the  differences  in  each  set 
being  due  to  the  decomposition  of  benzaldehyde.  To  determine  the 
strength  of  the  current,  a  gas  coulombmeter  was  coupled  in  series  with 
the  above  apparatus.  The  results  were  calculated  for  500  c.c.  of 
oxygen  liberated,  and  tabulated  for  comparison.  In  each  case  the 
oxidising  surface  of  the  anode  was  12 '5  sq.  dcm.  These  results  could 
never  be  quantitative  where  the  solvent  was  readily  attacked  by  the 
oxygen  liberated  at  the  anode,  as  is  the  case  with  acetone  and  pyridine, 
for  then  it  is  very  probable  that  the  introduction  of  benzaldehyde 
interferes  with  the  oxidation  to  a  considerable  extent.  Thus,  as  the 
solvent  diffuses  into  the  active  zone  round  the  anode  it  is  decomposed 
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by  the  oxygen  available  at  that  point,  but  when  benzaldehyde  is 
pi'esent  only  a  part  is  used  in  this  way,  the  rest  being  absorbed  by  the 
solute.  In  this  way  the  amount  of  some  of  the  gaseous  products  may 
be  less  in  the  presence  of  benzaldehyde  than  when  the  pure  solvent  is 
used.  This  is  seen  in  the  case  of  pyridine  in  experiments  (3)  and 
(3a),  where  actually  less  carbon  dioxide  is  obtained  when  the  aldehyde 
is  jn-esent. 
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Table  V. — Benzaldehjde.     Gaseous  Products. 
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In  experiment  (1),  ten  grams  of  cumiuoin  were  dissolved  in  200  c.c.  of 
acetone,  and  the  whole  made  up  with  dilute  sulphuric  acid  to  300  c.c. 
Affer  the  oxidation,  tlie  aldehyde  was  separated  by  steam  distillation, 
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the  acid  and  uuchanged  jn-oduct  passing  over  only  very  slowly.  The 
latter  were  separated  by  means  of  sodium  carbonate,  as  was  also  the 
tar  from  the  unchanged  substance  in  the  distilling-llask. 

In  experiment  (2),  the  amount  of  pyridine  was  200  c.c,  made  up 
to  300  c.c.  with  dilute  sulphuric  acid.  After  the  oxidation,  the 
pyridine  was  neutralised  with  hydrochloric  acid,  and  the  wliole 
filtered  after  standing  overnight.  The  filtrate  was  extracted  with 
ether  and  added  to  the  portions  already  obtained. 

The  aldehyde  and  acid  were  driven  off  in  a  current  of  steam  and 
weighed.  As  might  have  been  predicted,  the  oxidation  proceeds  much 
in  the  same  way  as  benzoin,  with  this  difference,  howevei',  that 
cuminoin  appears  to  be  rather  more  stable  than  in  the  former  case. 

Furoin. — -Ten  grams  of  this  substance  were  dissolved  in  150  c.c.  of 
pyridine  ;  150  c.c.  of  10  per  cent,  sulphuric  acid  were  then  added  to  the 
solution  and  the  mixture  electrolysed.  The  product  was  distilled  in  a 
current  of  steam  for  several  hours.  Pyridine  quickly  passed  over, 
followed  by  bright  yellow  needles  of  furil.  Sulphuric  acid  was  added 
to  the  distillate  until  it  no  longer  had  an  odour  of  pyridine,  and 
the  whole  was  extracted  with  chloroform.  The  exti'act  was  dried  over 
calcium  chloride,  and  the  chloroform  evaporated.  The  residue, 
after  being  crystallised  once  from  alcohol,  melted  sharply  at  162°,  and 
was  undoubtedly  furil.  The  residue  from  the  steam  distillation  was 
acidilied,  diluted  with  water,  and  filtered.  The  filtrate  was  extracted 
with  chloroform,  and  this  portion  added  to  the  residue  on  the  filter 
paper.  The  tar  was  removed  with  a  solution  of  sodium  carbonate 
from  the  unchanged  furoin,  and  each  substance  weighed.  In  this 
experiment  no  furfurol  was  detected,  and  only  a  trace  of  furan 
carboxylic  acid  was  present.  The  following  table  gives  the  details  of 
this  experiment  : 

Table  VII. 

AuKiunt  of  Carreiit  E.M.F.  Uucliaugcd 

sulphuric            in  Ampere        iu  Fiu'il  in  Tar  in   luroin  in        O.xygeu 

acid.  amperes,  hours.       volts.  grams,  grams,     grams.  absorbed, 

uperi'iiit.             1               6  4'5 — 5*0           3  1"5  3  21'1  percent. 

In  order  to  calculate  the  total  amount  of  oxygen  reacting  with  the 
furoin,  the  tar  was  reckoned  as  furil.  This  quantity  agrees  very 
closely  with  that  obtained  in  the  case  of  furfurol  in  acetic  acid 
solution.  Experiments  were  also  tried  with  acetone  and  acetic 
acid  solutions,  but  in  each  case  the  amount  of  tar  was  much  largei', 
and  for  this  reason  this  method  was  abandoned. 


5  C  2 


144G  law:  electrolytic  oxidation. 

Taule  Vlir. — Benzfuroiii. 
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In  tlii^  exj-erimeut,  lU  gtauLs  of  beiizfuroiu  were  dissolved  in 
150  c.c.  of  acetone,  .sufficient  water  and  hydrochloric  acid  were  added 
to  make  the  whole  up  to  ^00  c.c,  and  the  mixture  .subjected  to  the 
action  of  the  current  as  in  the  previous  cases.  The  acetone  was 
evaporated  on  a  water-bath,  and  the  dark  mixture  di.stilled  in  a 
current  of  steam  for  several  hours.  In  this  way  a  white,  crystalline 
solid  was  obtained  in  the  receiver.  The  distillate  was  made  strongly 
alkaline  with  sodium  hydroxide  and  filtered,  the  hltrate  acidified 
with  hydrochloric  acid  and  extracted  several  times  with  ether.  The 
ethereal  extract,  on  evaporation,  yielded  benzoic  acid,  melting  at  120°, 
quite  free  from  any  furan  derivatives.  The  part  insoluble  in  alkali 
was  unchanged  benzfuroin,  and  the  substance  left  in  the  distilling-iiask 
was  tar.  Similar  exi^eriments  were  conducted  in  acetone  solutions, 
using  sodium  hydroxide,  sodium  sulphate,  and  sulphuric  acid  as 
electrolytes,  but  in  these  cases  the  result  was  the  production  of 
nothing  but  tarry  matter.  This  was  also  the  case  when  acetic  acid 
was  used  as  solvent  with  sulphuric  acid  as  electrolyte. 

In  pyridine  solutions  with  either  lead  or  platinum  anodes,  most  of 
the  substance  was  obtained  unchanged,  but  there  was  invariably  a 
small  loss  in  weight  not  to  be  accounted  for.  The  absence  of  benz- 
aldehyde  and  benzfuril  points  to  the  following  as  being  the 
correct  formula  for  benzfuroin,  C(iH.'C0*CH(0H)'C4HyO,  and  not 
C,.H5-CH(OH)-C0-C4H3O,  for  it  has  been  shown  that  the  group 
CeH--CH(OH)-CO-  is  readily  oxidised  to  CgH.-CHOand  CyH-'CO-CO-, 
whilst  the  group  C^U^0'C}1{011)-  forms  tarry  products  with  extreme 
ease.  In  all  cases  where  acetone  was  used  as  a  solvent,  except  when 
hydrochloric  acid  was  the  electrolyte,  very  considerable  quantities 
of  tarry  matter  were  formed.  These  were  somewhat  less  when 
acetic  acid  was  used  as  a  solvent.  In  pyridine  solutions  the  loss 
in  weight  is  due  to  the  formation  of  a  tarry  substance  readily  soluble 
in  water,  as  will  be  shown  in  a  later  part  of  the  paper.  In  these 
experiments  the  potential  of  the  oxidation  is  evidently  too  high,  and  it 
is  only  when  the  E.M.F.  of  the  discharged  anion  is  lowered,  as  in  the 
case  of  hydrochloric  acid,  that  any  substances  are  formed  capable  of 
being  identified. 
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ripcrunyluin  and  Anisoiii. 

In  acetone  solutions  with  either  snlphnric  or  hydrochloric  acid  as 

electrolyte,  both     piperonyloiu    and    nnisoin    wore    converted    almost 

completely  into  dark  tarry  products.     Tliose  obtained  from  sulphuric 

acid  solutions  were  completely  soluble  in  sodium  hydroxide,  and  could 

thus  be  readily  separated  from  the  unchanged  product.    On  acidifying, 

these   were   partly   repreciintated   in   the   form    of  brown,   amorphous 

powders  and  partly  remained  in  solution.     Thus  the  total  product  was 

always  less  than  the  amount  of  substance   at   the    beginning   of  the 

experiment.     The  tarry  matter  obtained   in  the  case  of  hydrochloric 

acid    was    almost    insoluble    in    sodium    hydroxide,    and    could    not, 

therefore,   be  separated   from   the  unchanged  product.     With  hydro- 

bromic  acid  as  electrolyte,  practically  no  reaction  took   place,  whilst 

when  pyridine  was  used  the  whole  of  the  product  remained  in  solution. 

In  this  case  the  solution  obtained  when  the  oxidation  was  complete 

was  almost  black.     This  was  treated  with  sodium  carbonate,  and  the 

whole  evaporated  on  a  water-bath  to  dryness.     The  residue  obtained 

in  this  way  consisted  of  sodium  sulphate,  unchanged  sodium  carbonate, 

and  a  dark  semi-solid  tarry  substance.     This  was  shaken  up  with  a 

small   quantity  of   water,  filtered   from   the  sodium  salts,  and  again 

evaporated  to  dryness.    In  this  way,  8 — 9  grams  of  tar  were  ol)tained, 

a  quantity  in  excess  of  that  taken  for  the  experiment,  the  excess  being 

supplied  by  the  pyridine  itself. 

Ta r.LE  I X .  — FifRvony lo in. 
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Ethyl  Benzoin  and  JJenzoin  Acetate 

In  all  the  preceding  experiments,  the  group  -CO'CH(OH)-  has 
remained  constant,  and  the  groups  attached  to  the  free  links  only 
have  been  altered.  These  exercise  a  very  important  influence  on  the 
products  of  decomposition,  and  it  became  of  interest,  therefore,  to 
determine  the  action  of  a  substituent  in  other  parts  of  the  molecule. 
Kthyl  benzoin  and  benzoin  acetate  are  botii  readily  procurable,  and 
were  chosen  for  the  experiments.  In  (1)  and  (2),  ten  grams  of 
substance  were  dissolved  in  200  c.c.  of  acetone,  and  made  up  to  300  c.c. 
with  dilute  sulphuric  acid.  A.fter  the  current  had  passed  for  six 
hours  through  the  mixture,  the  acetone  was  removed  on  a  water-bath 
and  the  residue  distilled  in  a  cui'rent  of  steam.  In  this  way  the 
benzaldehyde  passing  over  was  obtained  in  the  first  fi'actions  and  kept 
separate.  This  was  followed  by  benzoic  acid  and  a  little  unchanged 
ethyl  benzoin  or  benzoin  acetate.  These  were  separated  exactly  as 
has  been  describeil  in  previous  experiments.  It  was  thought  that 
some  product  containing  the  groups  — CH-O'CgH-  or  ^CH'O'CO'CHg 
might  be  formed,  but  none  was  discovered,  the  ethyl  and  acetyl 
radicles  appai'ently  being  eliminated  either  by  hydrolysis  or  by 
oxidation  during  the  formation  of  benzaldehyde.  In  experiment  (3), 
ten  grams  of  benzoin  acetate  were  dissolved  in  200  c.c.  of  acetic  acid,  and 
made  up  to  300  c.c.  with  dilute  sulphuric  acid.  After  the  oxidation, 
the  acetic  acid  and  benzaldehyde  were  quickly  removed  by  steam 
distillation  and  separated  as  in  previous  cases.  The  residue  in  the 
flask  was  made  alkaline  with  sodium  hydroxide  and  filtered  when  cold. 
In  this  way  the  tar  and  benzoic  acid  were  removed  together.  These 
were  precipitated  from  the  alkaline  solution  with  hydrochloric  acid 
and  extracted  with  ether,  and  the  benzoic  acid  finally  obtained  by 
sublimation.     It  will  be  seen  from  these  experiments  that  the  coui\se 

Table  XI. — Ethyl  Benzoin. 
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of  the  oxidivtiou  is  iuteifi'icd  witli  in  no  marked  manner  by  tlie 
introduction  of  the  ethyl  and  acetyl  radicles  into  the  hydroxyl  group. 
The  mo.st  noticealjle  feature  is  the  small  amount  of  tar  formed  in 
experiment  1. 

Unsaturated   Aliphatic   Coiiiponnds. 

Experiment  L  Allyl  Alcohol. — These  experiments  were  conducted 
in  the  same  apparatus  as  in  the  case  of  benzoin.  Thirty  grams  of 
allyl  alcohol  were  made  up  to  100  c.c.  with  10  per  cent,  sulphuric 
acid  and  a  current  of  1  ampere  passed  thi-ough  the  solution  for  twenty- 
four  hours.  After  a  short  time  an  insoluble  rubber-like  substance  w.as 
formed,  which  at  the  end  of  the  experiment  amounted  to  2  grams.  The 
mixture  was  extracted  several  times  with  ether  and  fractionated. 
Several  grams  were  obtained  at  45 — 65°,  consisting  of  acrolein,  and  a 
similar  quantity  at  65 — 110°,  which  was  chiefly  allyl  alcohol.  A  small 
amount  was  obtained  above  this  temperature  and  the  residue  charred. 
The  viscid,  rubber-like  substance  was  insoluble  in  water,  sodium  hydr- 
oxide, alcohol,  or  ether.  The  fraction  above  110°  was  an  acid  which 
decolorised  bromine  and  probably  consisted  of  acrylic  acid. 

Experiment  J  I. — The  same  experiment  was  made  with  acrolein  with 
the  same  result. 

Experiment  III.  Crotonaldehyde. — Thirty  grams  of  this  substance 
made  up  to  300  c.c.  were  treated  as  in.  Experiment  I.  On  the  anode 
there  were  obtained  2  grams  of  a  viscid  substance  resembling  in  all 
respects  that  obtained  in  Experiment  I.  The  ethereal  extract  on 
fractionation  gave  a  small  quantity  of  unchanged  substance  distilling 
below  150°,  and  the  remainder  passed  over  below  200°,  consisting 
chiefly  of  crotonic  acid.  I)0th  these  fractions  were  small.  In  these 
experiments  the  E.M.F.  was  3'5  volts  on  commencing,  but  this  rose 
during  the  experiment.  The  anode  was  the  one  used  in  previous  cases 
and  measured  37'5  sq.  cm. 

Unsaiibrated  Compounds. 

Gaseous  Products. — These  experiments  were  canned  out  as  the 
previous  ones  and  the  results  calculated  and  tabulated  for  comparison 
in  Table  XIII.  It  will  be  seen  from  experiments  (2)  and  (4)  that  allyl 
alcohol  is  by  no  means  readily  oxidisable,  but  is  acted  on  to  about  the 
i?ame  extent  as  benzoin  in  acetone  solutions  under  similar  conditions. 
As  the  potential  increases,  however,  the  stability  of  this  unsaturated 
compound  decreases  very  considerably,  as  is  seen  in  experiments  (3) 
and  (5),  the  actual  amount  of  oxygen  taking  part  in  these  reactions 
being  three  times  as  great.  The  amount  of  carbon  dioxide  liberated 
remains  nearly  constant  all  through,  but  the  carbon  monoxide  formed 
increases   considerably   with    the    potential.     It   has   been  shown   by 
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several  authors  that  the  alcohol  group  decompobes  in  contact  with 
electrolytic  oxygen  to  form  small  quantities  of  carbon  dioxide  and 
carbon  monoxide  (Elbs  and  Brunner,  Zeit.  Eleklrochem.,  1900,  6,  604), 
and  the  same  applies  to  the  aldehyde  group  {loc.  cit.).  These  quantities 
vary  very  slightly  with  the  potential.  The  small  amount  of  carbon 
dioxide  liberated  in  these  experiments  is  due  then  to  the  normal 
decomposition  of  the  alcohol  and  aldehyde  groups,  but  the  large 
increase  in  the  amount  of  carbon  monoxide  is  formed  by  the  rupture  of 
the  double  bond.  In  experiments  (4)  and  (5)  this  increase  is  from  2-7 
per  cent,  to  13"3  per  cent,  of  the  total  oxidation.  This  explains 
the  instability  of  the  double  linking  to  ordinary  chemical  oxidising 
agents.  The  potential  of  the  oxygen  liberated  from  such  substances 
as  potassium  permanganate  and  nitric  acid  is  very  high,  and  con- 
sequently the  chain  of  carbon  atoms  is  attacked  at  the  double  bond. 
The  same  result  is  observed  in  the  case  of  crotonaldehyde,  as  experi- 
ments (6)  and  (7)  show,  but  not  to  such  a  considerable  extent.  The 
lengthening  of  the  chain  may,  however,  increase  the  stability  of  this 
.substance  just  as  in  the  case  of  saturated  compounds  (loc.  cit.). 
Experiments  (1)  and  (8)  show  the  effect  of  a  change  in  concentration 
of  acrolein.  The  amounts  of  carbon  dioxide  and  carbon  monoxide  are 
only  slightly  affected,  but  the  total  oxygen  reacting  is  changed  very 
considerably.  A  comparison  of  these  experiments  with  corresponding 
ones  conducted  with  saturated  compounds  gives  vei'y  remarkable  results. 
Elbs  and  Brunner  (loc.  cit.)  have  shovvn  that  in  the  case  of  propyl 
alcohol  the  amount  of  oxygen  reacting  with  this  substance  varies  from 

Table  XII F.^ — Unsaturated  Compounds. 
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1  Acrolein  =  8 '5  %, 

sulphuric  acid  =  10  %  0-25  5  7.->0  16'  .'.00  294-1  21-9  24.3-4  13-5  .52-4 

2  Allyl  alcohol  =  5-0  %, 

sulphuric  acid  =  10  %  0-08  4  704  1.5  .500  442-0  160  402-0  13-0  19-0 

3  Conditions  as  in  2        0-30  10  764  13  500  336-4  12-G  273-1  44-2  45-4 

4  Allyl  alcohol  =  15  %. 

condhionsasin  2  &  3  0-OS  4  760  17  .500  454-5  13-5  415-0  13-5  17-0 

5  Conditions  as  in  4        0-3110  7<i0  17  500  251-5  13-5  174-2  669  65-4 
G  Crotonaldehyde  =  5  %, 

sulphuric  acid  =  10  %  0-024  4  760  IS  500  395-0  10-0  .365-0  5-0  27-0 

7  Conditions  as  in  7        0-23  8  700  IS  500  378-6  16-5  332-5  14-5  33-6 

8  Acrolein  =  3  %, 

sulphuric  acid  =  10  %  0-20  4  5  750  15  500  360-4  16-9  3170  11-6  34-Q 
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70  tu  lUO  per  cent,  of  llic  luUil  amouiiL  liljunited,  whilst  in  tliu  cmsc  ot" 
allyl  alcohol  only  20  {)er  cent,  is  u.sed  in  the  oxidation  at  low  potential. 
Again,  in  the  case  of  acrolein,  this  amount  varied  fi'oni  35  to  50  per 
cent.,  whilst  propaldehyde  reacts  with  95  per  cent,  of  the  total  oxygen 
(Law,  Trans.,  1905,  87,  202).  Apparently  the  double  bond  increases 
the  stability  of  the  rest  of  the  molecule.  In  these  experiments  it  was 
noticed  that  both  the  nnodo  and  the  glass  became  coated  with  a  white, 
vi.scous  substance. 

Fur  fur  of. 

This  substance  is  undoubtedly  an  unsaturated  aldehyde.  For 
example,  it  combines  readily  with  bromine,  and  on  oxidation  the  ring 
is  opened.  It  behaves  in  most  respects,  however,  as  an  aromatic 
aldehyde,  and  for  this  reason  these  experiments  were  undertaken. 
From  its  general  behaviour  it  ought  to  fall  intermediate  between  the 
aromatic  and  the  unsaturated  aliphatic  aldehydes.  Thus  the  total 
o.xygen  reacting  with  this  substance  in  acetic  acid  solution  is  in  roun<l 
num1)eis  20  per  cent.,  with  benzaldehyde  2  per  cent.,  and  with  acrolein 
and  crotonaidehyde  from  30  to  50  per  cent.  No  carbon  dioxide  and 
only  small  quantities  of  carbon  monoxide  are  libex'ated  in  this  case,  and 
thus  furfurol  behaves  like  benzaldehyde.  On  the  other  hand,  however, 
the  carbon  monoxide  is  doubled  on  increasing  the  potential  of  the  de- 
composition, as  in  the  cases  of  acrolein  and  crotonaldeh}  de.  In  these 
experiments,  the  solvent  plays  very  little  part  in  the  reaction,  absorbing 
only  from  5  to  15  per  cent,  of  the  total  oxygen  liberated,  and  the 
numbers  given  in  Table  XI Y  may  therefore  1)6  regarded  as  quantita- 
tive. The  following  table  gives  the  amount  of  oxygen  reacting  with 
four  classes  of  aldehydes. 

Benzaldeliyile  Fuifiirol 

in  acetic  in  acetic  TJnsaturatod  ??atniato(l 

acid  solution.  acid  solution.  aliiihatic  aldehydes,     aliphatic  aldehyde;. 

2  per  cent.  20  per  cent.  .30 — .50  per  cent.  9.5  per  cent. 

Benzaldehyde  behaves  then  as  an  unsaturated  compound,  l)eing 
largely  influenced,  however,  by  the  stable  ring  formation  of  the 
benzene  nucleus.  The  influence  of  the  ring  formation  is  not  so 
apparent  in  the  case  of  furfurol,  and  the  effect  of  the  unsaturated 
linking  predominates.  The  un.'^aturated  aldehydes  are  rem.arkably 
stable  compounds,  and  the  saturated  ones  are  almost  completely 
decompcsed. 
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Menthol  and  Camphor. 

Both  these  substances  are  derivatives  of  six  carbon  atom  rinjr 
compounds.  They  differ  from  benzene,  however,  in  that  they  contain 
no  double  linking  between  two  carbon  atoms.  They  should  therefore 
form  no  tarry  matter  on  oxidation,  and  for  this  reason  the  following 
experiments  were  undertaken. 

Experiment  I. — Camphor  (10  grams)  was  dissolved  in  acetone 
(20  c.c.)  in  a  beaker,  and  water  and  sulphuric  acid  added  until  the  total 
volume  was  75  c.c,  containing  5  per  cent,  of  acid.  In  this  was  placed 
a  small  porous  pot  containing  20  per  cent,  sulphuric  acid  and  a  coil  of 
platinum  wire  to  serve  as  the  cathode.  The  anode  was  a  coil  of  stout 
j)latinum  wire  15  era.  long  and  1  mm.  diameter.  A  current  of  one 
ampere  was  passed  through  the  solution  for  twelve  hours,  at  the  end  of 
which  time  the  solution  in  the  anode  compartment  had  become 
slightly  yellow,  but  was  apparently  free  from  resinous  matter.  The 
acid  was  partly  neuti-alised  with  sodium  hydroxide  and  the  acetone 
removed  on  a  water-bath.  On  cooling,  the  residue  was  extracted  with 
ether,  dried,  and  fractionated.  The  total  quantity  of  product  obtained 
weighed  9  grams,  the  remainder  being  lost  probably  during  the  experi- 
ment. Most  of  the  substance  distilled  between  200'^  and  210'^,  and 
partly  solidified.  This  was  for  the  most  part  unchanged  camphor.  A 
smaller  fraction  was  obtained  below  240'',  and  there  remained  in  the 
flask  a  small  oily  residue  whicli  had  darkened  somewhat  during  the 
distillation.     No  tarry  matter  was  formed. 

Kxperiraeat  II. — Precisely  the  same  experiment  was  conducted  with 


i 
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10  grams  of  meuthol.  After  twelve  hours  the  solution  was  still  (juito 
colourless,  aud  the  experiment  was  allowed  to  continue  overnight. 
After  thirty-six  hours  the  mixture  had  darkened  somewhat,  and  the 
experiment  was  stopped.  The  product  was  treated  as  before  and  dis- 
tilled. The  bulk  of  the  product  which  did  not  solidify  was  obtained  at 
200 — 240°,  and  there  remained  behind  a  small  quantity  of  a  dark  oily 
residue.  The  darkening  in  this  case  was  entirel}-  duo  to  the  accumula- 
tion of  sulphuric  acid  in  the  anode  com[iartment,  as  was  proved  in 
the  following  experiment.  A  small  quantity  of  menthol  was  dissolved 
in  :\  small  quantity  of  acetone  and  a  few  c.c.  of  60  per  cent, 
sulphuric  acid  added.  This  on  standing  became  bi'own  in  a  few 
hours.  It  was  noticed  also  in  the  case  of  benzoin  that  the  presence  of 
large  amounts  of  sulphuric  acid  favoured  the  formation  of  tarry  matter. 
In  both  these  experiments  the  E.M.F.  was  four  volts  at  the  beginning, 
but  towards  the  end  rose  considerably  owing  to  the  dilution  of  the 
acid  in  the  cathode  compartment. 


CX]A.—The  Properties  0/  2  :  3  :  4  :  D-TetrachJorotohiene. 

A   Correction. 

By  Julius  Berrnd  Cohen  and  Henry  Drysdale  Dakin, 

In  a  paper  on  the  chlorination  of  the  trichlorotoluenes  (Trans.,  1904, 
85,  1274),  it  was  stated  that,  whereas  o  :  4  : 5-trichlorotoluene  was 
converted  on  chlorination  into  a  tetraehloi'otoluene  (m.  p.  97 — 98°), 
which  gave  a  nitro-dei4vative  melting  at  159^,  2:3:4:  o-tetrachloi-o- 
toluene  (prepared  from  2:4:  5-trichloronitrotoluene  by  reduction  and 
diazotisation)  melted  at  86 — 88°,  and  gave  a  nitro-derivative  having 
the  same  melting  point.  The  conclusion  was  drawn  that,  in  the  former 
case,  seeing  that  only  a  2:3:4: 5-tetrachloro-compound  could  be 
formed  by  the  chloi'ine  entering  the  nucleus  of  3  :  4  :  5-trichlorotoluene, 
the  product  which  melts  at  97 — 98°  must  be  substituted  in  the  side- 
chain.  It  is  now  found  that  this  view  is  based  on  an  incorrect 
observation. 

The  entrance  of  chlorine  into  the  side-chain  on  chlorination  in 
presence  of  a  carrier  seemed  so  unusual  a  phenomenon  that  it 
was  thought  desirable  to  examine  similar  3:4:  5-trihalogen  derivatives 
containing  bromine  in  place  of  chlorine  in  order  to  see  if  they  behaved 
similarly.  With  this  object,  3  :  4-dichloro-5-bromotoluene  was  prepared 
and  was  converted  into  a  trichlorobromotoluene  in  two  ways  ;  on  the 
one  hand,  by  successive  nitration,  reduction,  and  diazotisation,  and  on 
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the  other  by  direct  chloriuatiou.  lu  the  iirst  case,  the  product  melted 
at  98—100'  aud  gave  a  uitro-derivative  meltiug  at  171 — 173°;  in  the 
second,  tho  triclilorobromotoluene  melted  at  92 — 94°  and  the  nitro- 
derivative  at  175 — 176'.  The  two  substances  are  probably  isomeric, 
and  x-epresented  by  the  formul.ie 

Me  Me 

/\ci  cv\ 

11  II- 

Cl\/Br  Cl\/Br 

CI  CI 

The  result  of  the  experiment  was  to  throw  grave  dotilit  on  the  exist- 
ence  of  a  2  :  3  :  4  :  5-tetrachlorotolnene  (ni.  p.  86 — 88°)  which  yielded 
a  nitro-derivative  having  an  identical  melting  point. 

We  consequently  prepared  2:3:4: 5-tetrachlorotoluene  from 
3:4: 5-trichlorotoluene  by  nitration,  reduction,  and  diazoti.sation. 
The  product  melted  at  97 — 98°  and  the  nitro-compound  at  159"^,  that 
is,  at  the  same  temperature  as  the  substance  produced  by  chlorinating 
3:4:  S-trichlorotolucrie.  Finally,  the  tetrachloro-compound  was  pre- 
pared from  the  2:4:  5-trichloro-compound  by  the  method  originally 
adopted.  The  nitration  is  easily  effected,  but  the  reduction  of  tho 
nitro-corapound  is  very  slow,  and  a  large  excess  both  of  tin  and  strong 
liydrochloric  acid  as  well  as  prolonged  heating  is  required.  The  di- 
azotisation  also  needs  special  precautions  and  must  be  carried  out  in 
presence  of  strong  hydrochloric  acid  with  an  excess  of  sodium  nitrite. 
Under  these  conditions  the  base  passes  into  solution  and  the  addition 
of  cuprous  chloride  precipitates  the  tetrachloro-compound,  which  can  be 
filtered  and  purified  by  crystallisation.  This  product  also  melted  at 
97 — 98°  and  gave  a  nitro-derivative  melting  at  159"'.  Some  mistake 
had  therefore  been  made  in  the  former  preparation.  On  examining 
the  original  specimen  of  2  :  3  :  4  :  5-tetrachlorotoluene  (m.  p.  86 — 88")  it 
was  found  to  contain  nitrogen.  There  could  be  no  doubt  therefore 
that  it  was  in  reality  a  mixtui'e  of  tetrachlorotoluene  (m.  p.  97 — 98') 
and  trichloronitrotoluene  (m.  p.  81")  which  had  probably  escaped 
reduction.  On  nitration  with  fuming  nitric  acid  it  appears  to  have 
undergone  little  change,  so  that  the  supposed  citro-compound  (m.  p. 
86 — SB"")  was  practically  the  unchanged  mixture.  This  ahso  explains 
the  fact  that  the  analysis  of  the  nitro-compound  should  have  agreed 
approximately  with  the  theory  for  the  tetrachloronitro-compound 
(CI  =  51-6),  when  it  is  considered  that  the  admixture  of  tetrachloro- 
toluene (Cl  =  61*7)  would  raise  the  percentage  of  chlorine  in  the  impuie 
trichloronitro-compound  (CI  =  44'2).  So  far  the  results  afford  a  very 
simple  interpretation.  Finally,  the  action  of  chlorine  on  2:4: 5-tri- 
chlorotoluene, which   was  stated  to   give  2:3:4:  5-tetrachlorotolneue 
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and  which  was  identitied  by  conversion  into  a  nitroderivative  (ui.  \>. 
85 — 86^),  has  been  re-examined. 

We  pointed  out  in  the  former  paper  the  great  difliculty  experienced 
in  conducting  tliis  operation,  both  in  regulating  the  process  and  in 
separating  tlie  products.  On  chlorinating  dill'erent  quantities  of 
material  we  have  been  unable  to  isolate  any  product  except  the 
original  sul)stauce,  which  has  a  remarkable  crystallising  power,  and  we 
have  little  doubt  now  that  the  product  which  we  took  to  be  the 
2:3:4:  5-tetrachloronitrotoluene  (m.  p.  86 — 88"^)  was  in  reality  the 
impure  niti'o-derivative  of  the  original  substance,  ni.  p.  91 — d'2°.  We 
have  consequently  arrived  at  the  following  conclusions  : 

(1)  2  :o  :  i  :  5-Tetrachlorotoluene  melts  at  97 — 98°  and  gives  a  nitro- 
derivative, m.  p.  159  ;  (2)  there  is  no  other  tetrachloro-compound 
derived  from  2:4:  5-trichlorotoluene  by  nitration,  reduction,  and 
diazotisation  ;  (3)  although  by  analogy  it  is  very  probable  that 
2:4:  5-trichlorotolueue  is  converted  into  2:3:4:  5-tetrachlorotoluene 
on  chlorination,  we  have  so  far  obtained  no  direct  evidence  of  its 
formation. 

Our  thanks  are  due  to  IMr.  l\.  S.  llorsfall  for  his  help  in  carrying  out 
some  of  the  experiments. 

The  Ukiveiismy, 
Leeds. 


CXLII. — ^i  Method  Jor  tJie  Formation  of  Sued) dc  Acid 
and  of  its  AllnjI  Derivatives. 

By  Annie  Higsox  and  Jocelyn  Field  Tiiori'b. 

In  a  communication  dealing  with  the  formation  of  derivatives  of 
ethyl  cyanoglutaconate  by  the  interaction  of  ethyl  cyanoacetate  and 
ethyl  acetoacetate  (Trans.,  19U5,  87,  1685)  it  was  suggested  that  in  all 
probability  this  rexction  was  brought  about  by  the  interaction  of  the 
mobile  hydrogen  atom  of  the  sodium  derivative  with  the  hydroxyl 
group  of  the  ketonic  ethyl  salt  in  its  eaolic  form,  and  that  in  the  case 
of,  for  example,  ethyl-a-cyanoglutaconate,  the  reaction  could  be  repre- 
sented by  the  equation 

Me 

CO.^Et-C'(CN)Nan  +  c(on):cH-co,Et    -^ 

C02EfC(CN)Na-CMe:CII-C02Et  -f  H^O. 

Since  this  reaction  was  subsequently  applied  to  the  formation  of 
derivatives  of  ethyl  aconitate  by  employing  ethyl  oxalacetate  instead 
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of  ethyl  aceloacelate  in  the  above  synthesis  (Trans.,  19U6,  89,  631),  it 
seemed  to  us  likely  to  be  capable  of  general  application,  and  in  order 
to  decide  this  point  we  have  investigated  the  interaction  of  the  sodium 
compound  of  ethyl  cyanoacetate  with  various  classes  of  compounds 
containing  the  hydroxyl  group,  and  in  the  present  communication  deal 
with  the  combination  of  this  sodium  derivative  with  a  number  of 
typical  cyanohydrins. 

The  condensation  between  ethyl  sodiocyanoacetate  and  either  a 
ketone-  or  an  aldebyde-cyanohydrin  proceeds  in  nearly  all  the  cases 
investigated  very  smoothly  at  the  oi'dinary  temperature  ;  in  some 
instances,  especially  in  those  of  the  aldehydecyauohydrins,  the  reaction 
is  so  violent  that  care  has  to  be  taken  to  cool  the  reacting  products 
under  water.  The  reaction  may  be  represented  by  the  following 
general  equation  : 

CUEt-C(CN)NaH  +  HO-C(CN)-R     — > 

11 

CO^Ef  C(CN)Na-C(CN)-R  +  HgO 
R 
(K  =:alkyl  or  hydrogen). 

The  condensations  were  always  effected  in  alcoholic  solution  and  the 
[)roduct  isolated  by  pouring  the  mixture  into  water,  but  since  the 
sodium  derivatives  formed  according  to  the  above  equation  are  not 
readily  dissociated  by  water  it  is  necessary  in  every  case  to  render  the 
solution  acid  before  the  dicyano-ethyl  salt  can  be  isolated.  These 
ethyl  salts,  which  are  liquids  in  the  case  of  the  lower  members  such  as, 
for  example,  ethyl-a/?-dicyanopropionate,  CX'CH2*CH(CN)"C0oEt,  and 
solids  in  the  case  of  members  higher  in  the  series,  such  as  ethyl-a^- 
dicyano-y8-hexylpropionate,  CN'CH(C^Hj3)-CH(CX)-C02Et,  and  ethyl- 
a^S  dicyano-/5-phenylpropionate,  CN-CH(Ph)-CH(CX)-C02Et,  can  be 
readily  extracted  and  purified  either  by  distillation  under  diminished 
pressure  or  by  recrystallisation  from  some  suitable  solvent.  The  alkyl 
derivatives  of  succinic  acid  can  then  be  prepared  from  these  ethyl  salts 
by  hydrolysis  with  hydrochloric  acid  according  to  the  equation 

C02EfCH(CN)-CR,(CN)         — >        C02H-CH,,-CR,/C02H 

(R'  =  alkyl  or  hydrogen). 

The  yields  of  the  condensation  products  are,  in  the  case  of  the 
aldehydecyanohydrins,  vei^y  satisfactory,  and  are  given  in  a  list  on 
page  14.5'J.  As  regards  the  ketonecyanohydrins,  special  precautions 
have  to  be  taken  in  order  to  avoid  the  decomposition  of  the  cyano- 
hydrin  into  the  ketone  and  hydrocyanic  acid  during  the  process  of  the 
condensation.  This  is  most  noticeable  in  the  case  of  acetonecyano- 
hydrin,  which,  as  has  been   observed  by  A.  J.    L'ltee  {Her.,  lOOG,  39, 
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1857),  ib  readily  decomposed  into  acetone  and  hydrocyanic  acid  in  tlio 
presence  of  traces  of  alkali.  However,  by  employing  the  conditions 
described  in  the  experimental  portion,  a  yield  in  these  cases  equally  as 
good  as  that  produced  in  the  case  of  the  aldehydecyanohydrins  can  bo 
obtained. 

In  the  case  of  formaldehydecyanohydrln,  although  the  reaction 
IKirtially  pursues  a  normal  course  when  the  condensation  is  effected  at 
low  temperatures,  yet  when  conducted  in  hot  solution,  and  also  to  a 
certain  extent  at  the  ordinary  temperature,  ethyl-aa'-dicyanoglutarate, 
CN-CH(C02Et)-0H,,-CH(CN)-C0.Et,  is  formed.  The  production  of 
this  substance,  which  is  obtained  in  large  quantities  under  conditions 
described  in  the  experimental  portion,  is  evidently  due  to  the  decomposi- 
tion of  the  cyanohydrin  into  formaldehyde  and  hydrocyanic  acid  ;tnd 
the  subsequent  condensation  of  the  former  with  the  sodium  compound 
of  ethyl  cyanoacetate  in  accordance  with  the  scheme  : 

CHNa(CN)-C02Et  CNa(CN)-COoEt 

CHNa(CN)-COoEt  CNa(CN)-C02Et 

The  formation  of  this  substance  is  of  interest,  because  in  an  attempt  to 
prepare  it  by  the  interaction  of  ethyl  cyanoacetate  and  aqueous  form- 
aldehyde in  the  presence  of  diethylamine  Auwers  and  Thorpe  (Auualen, 
1895,  285,  322)  obtained  only  complex  polymeric  compounds  of  high 
molecular  weight.  Ethyl  dicyanoglutarate,  formed  in  accordance  with 
the  method  given  in  the  experimental  portion,  boils  quite  constantly  at 
195-' (20  mm.)  and  is  therefore  evidently  not  a  polymeride  ;  further- 
more, it  exhibits  no  tendency  to  polymerise  under  any  observed 
conditions  and  gives  glutaric  acid  on  hydrolysis. 

If,  however,  special  precautions  are  taken  to  prevent  the  presence  of 
excess  of  alkali  during  the  condensation,  no  trace  of  the  glutaric 
derivative  is  formed  and  the  product  consists  entirely  of  ethyl-a^-di- 
cyanopropionate,  CN*CH.,*CH(CN)*CO.,Et,  from  which  succinic  acid  can 
be  derived  on  hydrolysis. 

As  already  mentioned,  the  first  product  of  the  condensation  between 
ethyl  sodiocyanoacetate  and  a  cyanohydrin  is  a  sodium  dei'ivative  of 
the  general  formula  CN-CNa(CO,^Et)-C(CN)PvR,  which  is  stable  in  the 
presence  of  cold  water.  Therefore  the  small  quantity  of  water  formed 
in  the  condensation  has  no  effect  on  it,  and  it  can  be  treated  directly 
with  an  alkyl  iodide  and  give  rise  to  higher  alkylated  derivatives  of 
succinic  acid,  thus  : 

CN-CNa(C02Et)-C(CN)E,  +  EI  ->  CN-CR(C02Et)-C(CN)Ko  +  Nal 

-^    COgH-CHR-CRa'COJI. 

In  Older  to  show  that  this  method  is  of  general   application  we  have 
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applied  it  to  two  typical  examples,  witli  results  wliicli  are  embodied  iu 
the  table  on  page  145 'J. 

The  method  is  not  only  of  value  in  showing  the  reactive  nature  of 
the  remaining  hydrogen  atom  of  ethyl  sodiocyanoacetate,  which  has 
been  emphasised  in  a  number  of  preceding  communications,  but  is  also 
to  be  recommended  as  a  general  method  for  the  preparation  of  alkyl 
derivatives  of  succinic  acid.  The  results  obtained  are  embodied  in  the 
table  on  page  1459. 

Experimental. 

Condensation  of  Forinaldehydecyanohydrin  with  the  Sodium  C'oinjwand 

of  Ethyl  C yanoacetate. 

As  mentioned  in  the  introduction,  this  condensation  may  be  made  to 
pursue  either  one  of  two  courses  according  to  the  expei'imental 
conditions  em[)loyed.  Either  the  cyanohydrin  reacts  iu  the  alkaline 
solution  as  formaldehyde  and  condenses  with  ethyl  sodiocyanoacetate, 
forming  othyl-aa'-dicyanoglutarate, 

CN-CH(COoEt)-CH^-CH(CN)-CO,Et, 
from  Avhich  glutaric  acid  can  be  derived  on  hydrolysis,  or  the  cyano- 
hydrin combines  directly  with  the  sodium  compound,  forming  ethyl 
a/i-dicyanopropionate,  CN'CH2'CH(CN)'C0.^Et,  from  which  succinic 
acid  can  be  produced  by  hydrolysing  agents.  The  first  reaction  takes 
place  when  the  heat  genei'ated  on  mixing  the  condensing  substances  is 
unchecked  by  cooling,  the  second  when  the  condensation  is  effected  at 
temperatures  below  0°. 

In  the  preliminary  experiments,  however,  it  was  always  found  that 
even  at  the  lower  temperature  a  certain  amount  of  the  glutaric 
derivative  was  always  formed,  but  it  was  ultimately  observed  that  by 
employing  the  following  experimental  conditions  a  pure  product  could 
in  oach  case  be  obtained. 

Formation  of  Fthyl-aa'-dicyanoglutanite, 

0N'CH(C02Et)-CH^-Cn'(CN)-C0,,Et, 

and  Glutaric  Acid,  CO.H-CH.-CH.-CHa-CO.^H. 

Sodium  (17'4  grams)  was  dissolve  I  in  absolute  alcohol  (210  grams) 
and  ethyl  cyanoacetate  (56'6  grams)  added  to  the  solution. 

Formaldehydecyanohydrin  (15  grams)  was  then  added  gradually,  the 
contents  of  the  flask  being  kept  well  stirred  throughout  the  addition. 
Thq  white  sodium  derivative  of  ethyl  cyanoacetate,  which  was  precipi- 
tated on  the  addition  of  the  ethyl  salt  to  the  alcoholic  solution  of  sodium 
ethylate,  instantly  dissolved  on  the  addition  of  the  cyanohydrin  and  con- 
siderable heat  was  at  the  same  time  generated.  When  all  the  form- 
aldehydecyanohydrin had   been  added,  the  contents  of  the  flask  con- 
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sisted  of  a  clear,  slightly  brown,  viscid  liquid,  which,  in  order  to  com- 
plete the  reaction,  was  allowed  to  stand  at  the  ordinary  temperature 
for  twelve  hours. 

The  condensation  product  was  isolated  by  pouring  the  clear  solution 
into  a  large  excess  of  water  and  adding  hydrochloric  acid  to  the  clear 
solution  of  the  sodium  derivative  thus  obtained.  The  heavy  oil  which 
separated  was  extracted  with  ether  and  the  ethereal  solution  washed 
first  with  water  and  then  with  a  dilute  solution  of  sodium  carbonate, 
dried  with  calcium  chloride,  and  the  ether  evaporated.  The  viscid  oil 
■which  remained  was  then  fractionally  distilled  under  diminished 
pressure,  when  pui-e  ethyl-aa'-dicyanoglutarnte  was  obtained  as  a  clear, 
strongly  refractive  liquid  boding  at  195°  (20  mm.)  in  yields  of  about 
76 — 80  per  cent. 

0-1552  gave  0-3171  COg  and  0-0851  Up.     C  =  55-72  ;  H-6-08. 
Ci^Hj^O^Nj  requires  C  =  55*4  ;  H  =  5-9  per  cent. 

Hydrolysis. — The  hydrolysis  of  the  ethyl  salt  was  effected  by  mixing 
it  with  four  times  its  volume  of  concentrated  hydrochloric  acid,  and 
heating  in  a  Geissler  flask  until  all  oil  had  passed  into  solution,  an 
Of  eration  which  occupied  about  eight  hours  ;  it  was  noticed  that  carbon 
dioxide  was  eliminated  in  considerable  quantities  during  the  process. 
Since  the  hydrolysed  liquid  only  deposited  a  small  quantity  of 
ammonium  chloride  on  cooling,  it  was  extracted  several  times  with 
ether,  the  solution  dried  over  calcium  chloride,  and  the  ether  evaporated. 
The  gummy  residue  which  remained  instantly  solidified  on  scratching, 
and  the  solid,  after  being  treed  from  oil  by  spreadiug  on  a  porous  plate, 
was  purified  by  reci-ystailisation  from  chloroform,  being  obtained  in 
large  prisms  melting  at  98°. 

0-1799  gave  0-2975  CO2  and  0-0953  HgO.     C  =  45-10;  H  =  5-88. 
CgHgO^  requires  C  =  45-4  ;  H  =  6-1  per  cent. 

The  identity  of  the  compound  with  glutaric  acid  was  shown  by  its 
conversion  into  the  anhydride,  an  operation  which  was  effected  by 
boiling  the  acid  with  acetyl  chloride  until  all  had  passed  into  solution. 

On  evaporating  the  excess  of  chloride  a  gum  remained  which  rapidly 
solidified.  Recrystallised  from  ether  it  was  obtained  in  slender  needles 
melting  at  57°. 

Formation  of  Ethyl-a(3-dicyanopro2nonate,  CN'CH2*CH(CN)'C0oEt,  and 
Succinic  Acid,  CO^H-CHj'CHg'COgH. 

Besides  using  quantities  of  the  reacting  substances  different  from 
those  employed  in  the  condensation  already  described,  special  precau- 
tions were  taken  in  this  instance  to  avoid  as  far  as  possible  the  presence 
of  excess  of  the  sodium  derivative  of  eth3'l  cyanoacetate  or  of  sodium 
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ethylate  at  any  time  during  the  progress  of  the  condensation.  WiLli 
this  object  in  view,  not  only  was  slightly  less  than  the  theoretical 
quantity  of  sodium  taken  in  the  first  instance,  but  the  sodium  com- 
pound of  ethyl  cyanoacetate,  suspended  in  the  alcoholic  solution  in 
which  it  was  precipitated,  was  added  to  a  well-cooled  solution  of  form- 
aldehydecyanohydrin  diluted  with  alcohol. 

The  following  method  was  found  to  give  the  best  results  : 
5"5  grams  of  sodium  were  dissolved  in  70  grams  of  alcohol  and  28  .'j 
grams  of  ethyl  cyanoacetate  added.  The  well-cooled  alcoholic  solution 
containing  the  sodium  compound  in  suspension  was  then  added  gradu- 
ally to  a  solution  of  14*3  grams  of  formaldehydecyanohydrin  dissolved 
in  three  times  its  volume  of  alcohol,  care  being  taken  to  keep  the 
temperature  below  10°  throughout  the  addition.  As  each  addition  of 
sodium  compound  was  made  to  the  cyanohydrin,  the  insoluble  sodium 
compound  instantly  dissolved  and  the  temperature  rose,  necessitating 
the  cooling  of  the  mixture  under  running  water.  After  all  the  sodium 
compound  had  been  added,  the  clear  solution  was  allowed  to  stand  at 
the  ordinary  temperature  for  two  hours,  when  it  was  poured  into  a 
large  excess  of  water  and  acidified  strongly  with  hydrochloric  acid.  On 
the  addition  of  the  acid,  a  large  quantity  of  oil  separated  which  was 
extracted  with  ether,  the  ethei'eal  solution  being  washed  first  with 
water,  then  with  a  dilute  solution  of  sodium  carbonate,  dried,  and  the 
ether  evaporated.  The  oil  which  remained  was  then  fractionated 
under  reduced  pressure,  when  practically  the  whole  amount  distilled 
constantly  at  162 — 163^  (20  mm.)  as  a  clear,  fairly  mobile  liquid. 

02205  gave  0-4459  COg  and  0-1099  HgO.     C  =  55-15  ;  H  =  5-52. 
C^HgO^No  requires  C  =  55-2  j  H  =  5-3  per  cent. 

Hydrolysis . — Ethyl-a/3-dicyanopropiouate  was  hydrolysed  by  boiling 
it  with  four  times  its  volume  of  concentrated  hydrochloric  acid  in  a 
Geissler  flask  until  all  oil  had  disappeared.  The  oil  dissolved  very 
rapidly,  and  after  being  heated  for  two  hours  all  had  passed  into 
solution,  a  considerable  amount  of  carbon  dioxide  being  evolved  during 
the  process. 

The  hydrochloric  acid  solution  deposited  a  quantity  of  solid  on  cool- 
ing, which  was  collected  and  recrystallised  from  water.  The  pure  acid 
obtained  in  this  way  melted  at  187°  and  possessed  all  the  properties  of 
succinic  acid. 

0-2202  gave  0-3306  CO^  and  0-1048  Kp.     C  =  40-95  :  H  =  5-28. 
C^HjjO^  requires  C  =  40-7  ;  H  —  5- 1  per  cent. 

The  acid  was  further  characterised  by  converting  it  into  its  anhydride 
by  means  of  acetyl  chloride. 

5  D  2 
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Formation  of  Etlijl-afi-dicyano-fi- methylpropionate, 

CN-CH(Me)-CH(CN)-CO,,Et, 
and  Methjlsuccinic  Acid,  COoH-CHMe-CH^'COoH. 

This  condensation,  which  proceeds  with  I'emarkable  readiness,  was 
carried  ont  in  the  following  manner  ;  5*8  grams  of  sodium  were 
dissolved  in  70  grams  of  alcohol  and  28  grams  of  ethyl  cyanoacetate 
added  to  the  cooled  solution.  17'5  grams  of  lactic  nitrile  were  then 
poured  in  gradually  with  constant  shaking,  care  being  taken  to  keep 
the  contents  of  the  flask  cool  by  means  of  running  water.  On  each 
addition  of  nitrile,  considerable  heat  was  generated,  and  a  portion  of 
the  insoluble  sodium  compound  of  ethyl  cyanoacetate  passed  into  solu- 
tion. When  the  requisite  quantity  had  been  added  all  had  dissolved, 
a  clear,  brown  solution  being  formed.  In  order  to  complete  the 
reaction  the  mixture  was  allowed  to  stand  at  the  ordinary  temperature 
for  twelve  hours,  after  which  time  it  was  poured  into  water,  and  the 
resulting  clear  solution  strongly  acidified  with  hydrochloric  acid.  On 
adding  the  acid,  a  clear  yellow  oil  separated,  which  was  extracted  with 
ether,  the  ethereal  solution  being  washed  first  with  water  and  then 
three  times  with  dilute  sodium  carbonate  solution  and  finally  evapo- 
rated. The  residue  on  distillation  under  reduced  pressure  yielded 
ethyl-a/3-dicyano-/3-methylpropionate  as  a  colourless  oil  boiling  at 
160°  (20  mm.).  The  }ield  represented  about  80  per  cent,  of  the 
amount  theoretically  possible. 

0-2447  gave  0-5180  CO.,  and  0-1254  H^O.     C  =  57-73  ;  H  =  5-76. 
CgHj^OgNg  requires  C  ^  57-8  ;  H  =  60  per  cent. 

The  sodium  carbonate  washings  from  the  ethereal  extract  gave  some 
oil  on  acidifying.  This  was  extracted  by  means  of  ether,  the  ethereal 
solution  dried  and  evaporated  until  free  from  ether,  when  a  viscid  oil 
remained,  which  decomposed  with  elimination  of  carbon  dioxide  on 
distillation.  Since  the  compound  gave  methylsuccinic  acid  on  hydro- 
lysis, there  can  be  little  doubt  that  it  was  a^-dicyano-fi-methijliy)-o- 
pionic  acid,  CN'CHMe*CH(CN)'C02H,  but  the  substance  exhibited  no 
tendency  to  become  crystalline,  and  all  attempts  to  induce  it  to  solidify 
were  unsuccessful.  The  following  analysis  was  made  with  a  specimen 
which  had  been  dried  in  an  evacuated  desiccator  for  several  days. 

0-2135  gave  0-4111  CO.  and  0-0845  H,0.     C  =  52-51  ;  H  =  4-4. 
CgH^;02N2  requires  C  =  52-2  ;  H  =  4-3  per  ceot. 

The  quantity  of  this  acid  formed  is  about  10  per  cent,  of  the 
theoretical  amount.  Its  formation  is  evidently  due  to  the  inevitable 
rise  of  temperature  which  occurs  on  the  addition  of  the  cyanohydrin, 
since  if  the  sodium  derivative  of  ethyl  cyanoacetate  is  cooled  below  0° 
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Ity  means  of  ice  and  salt,  and  kept  below  this  temperature  throughout 
the  addition  of  the  cyanohydrin,  very  little  of  the  acid  is  formed. 
a)8-Dicyano-^-methylpropionic  acid  eliminates  carbon  dioxide  on  being 
slowly  distilled  under  pressure,  and  a  clear,  mobile  liquid  passes  over 
at  253°,  which  solidifies  to  a  white,  crystalline  mass  when  placed  in  a 
freezing  mixture.  It  is  evidently  identical  with  a/3-dicyanopropane, 
prepared  by  Simpson  [Annalen,  1862,  121,  160)  by  the  interaction  of 
propylenbromide  and  alcoholic  potash. 

Hydrolysis  of  Ethyl-aft-dicyano-(3-methylpropionate. — This  operation 
was  effected  by  mixing  the  ethyl  salt  with  four  times  its  volume  of 
concentrated  hydrochloric  acid  in  a  Geissler  flask  and  heating  the 
mixture  on  the  sand-bath  until  all  oil  had  disappeared.  During  the 
progress  of  the  hydrolysis,  considerable  quantities  of  carbon  dioxide 
were  eliminated,  and  after  heating  for  two  hours  all  the  ethyl  salt  had 
passed  into  solution  and  the  evolution  of  gas  had  ceased. 

The  hydrochloric  acid  liquid  was  extracted  repeatedly  by  means  of 
ether,  the  ethereal  solution  dried  with  calcium  chloride,  and  the  ether 
evaporated.  The  gummy  residue  quickly  solidified  on  scratching,  and 
the  acid  was  purified  by  recrystallisation  from  concentrated  hydro- 
chloric acid,  being  thus  obtained  in  needle  clusters  melting  at  112°, 

0-1449  gave  0-2420  CO.,  and  0-0800  Up.     0  =  45-54;  H-6-1S, 
CjHgO^  requires  C  =  45'4  ;  H  =  6-l  per  cent. 

The  acid  was  further  identified  with  methylsuccinic  acid  by  con- 
verting it  into  the  anhydride  by  means  of  acetyl  chloride. 

The  anhydride  crystallised  from  chloroform  in  stout  prisms  melting 
at  36°  (Fichter  and  Herbrand,  Beo:,  1896,  29,  1193). 


Formation  of  Ethyl-afi-dicTjano-afi-dimethylpropionate, 

CN-CHMe-CMe(CN)-C02Et, 

and  cis-  and  trsLUs-sym-Dimeihylsuccinic  Acids, 

COoH-CHMe-CHMe-COoH. 

In  this  condensation  the  method  adopted  was  precisely  the  same  as 
that  described  in  the  one  above,  only  after  the  mixture  had  stood  for 
the  requisite  time  excess  of  methyl  iodide  was  added,  and  the  wholo 
gently  warmed  on  the  water-bath  until  a  test  portion  diluted  with 
water  gave  a  neutral  reaction  towards  litmus.  When  this  point  had 
been  reached,  the  product  was  poured  into  a  large  quantity  of  water, 
which  caused  the  separation  of  an  oil.  This  was  extracted  with  ether, 
the  ethereal  solution,  after  being  freed  from  alcohol  by  washing  with 
water,  dried  with  calcium  chloride,  and  evaporated  until  free  from 
ether.     The  residue   was   a    colourless,  mobile    oil,   which,   on    being 
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ilistilled  under  diminished  pressure,  was  found  to  boil  constantly  at 
152°  (23  mm.). 

0-3950  gave  0-8624  00^  and  0-2273  HgO.     C  =  59-58  ;  H=  6-53. 
CHpA^No  requires  C  =  60-0  ;  H  =  6*7  per  cent. 

The  slightly  low  values  obtained  in  this  analysis  are  probably  duo 
to  the  presence  of  traces  of  unmethylated  ethyl  salt. 

Hlldrolysis. — The  ethyl  salt  was  hydrolysed  in  the  usual  manner, 
being  mixed  with  about  four  times  its  volume  of  concentrated  hydro- 
chloric acid  and  boiled  in  a  Geissler  flask  for  two  hours,  when  all  oil 
had  passed  into  solution,  and  the  evolution  of  carbon  dioxide,  which 
was  apparent  during  the  process  of  the  hydrolysis,  had  ceased.  The 
hydrochloric  acid  liquid  dei:)Osited  a  considerable  quantity  of  crystals 
on  cooling ;  these  were  separated,  washed  with  a  little  water,  and 
dried. 

Without  further  recrystallisation,  the  substance  melted  at  199°,  and 
therefore  consisted  of  nearly  pure  irans-acid.  Eecrystallised  from  water, 
it  was  obtained  in  the  form  of  prisms  melting  at  209°. 

0-1645  gave  0-2968  CO2  and  0-1001  H.O.     C  =  49-10;  H  =  G-75. 
C^Hj(-0^  requires  C  =  49*3  ;  H  =  6-9  per  cent. 

This  acid  was  identified  as  irfms-dimethylsuccinic  acid  by  converting 
it  into  the  anhydride,  which  was  effected  by  means  of  acetyl  chloride. 
It  melted  at  43°  (compare  Bone  and  Perkin,  Trans.,  1896,  69,  266). 

In  order  to  isolate  the  c/.s-acid,  the  hydrochloric  acid  mother  liquors 
were  evaporated  to  di-yness,  the  dried  solid  extracted  with  ether,  and 
the  ethereal  solution,  after  being  dried  with  calcium  chloride,  evapor- 
ated until  free  from  ether.  The  I'esidual  gum,  which  solidified  on 
scratching,  was  then  rubbed  with  a  little  cold  water,  filtered  from  a 
small  quantity  of  trans-z.c\di  which  remained  undissolved,  and  the  clear 
filtrate  mixed  with  an  equal  volume  of  concentrated  hydrochloric  acid. 
On  standing,  crystals  of  the  ci.s-acid  slowly  separated  and  were  found 
to  melt  at  129°. 

0-1996  gave  0-3605  CO2  and  0-1286  HoO.     C  =  49-26;  H-7-04. 
CgHj^iO^  requires  C  =  49-3  ;  H  =  6-9  percent. 

The  acid  was  characterised  as  cis-dimethylsuccinic  acid  by  converting 
it  into  its  anhydride  (m.  p.  87°)  by  means  of  acetyl  chloride.  A  careful 
examination  of  the  mother  liquors  failed  to  reveal  any  trace  of  methyl- 
succinic  acid,  and  therefore  apparently  the  conversion  of  the  sodium 
compound  into  the  methyl  derivative  by  direct  treatment  with  methyl 
iodide  is  practically  complete  under  the  experimental  conditions 
described. 
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Formation  of  Ethjl-afi-dictjano-fifi-dimethylprojnonate, 
CN-CMe./CH(CN)-C02Et, 
and  a,sym- DimetliT/lsuccinic   Acid,  COgH'CMe./CHo'COoH. 

Home  little  difficulty  was,  in  the  first  instance,  experienced  in  deter- 
mining the  right  conditions  nnder  which  the  condensation  of  acetone- 
cyanohydrin  with  the  sodium  compound  of  etliyl  cyanoacetate  could 
be  effected. 

When  the  condensation  was  carried  out  in  the  same  way  as  that 
already  described  in  the  case  of  lactic  nitrile,  it  was  observed  that  a 
very  considerable  reduction  in  temperature  took  place  on  adding  the 
cyanohydrin  to  the  sodium  compound,  and  that  the  yield  of  the  con- 
densation product  scarcely  exceeded  20  per  cent,  of  the  theoretical 
amount.  This  reduction  in  temperature  is  evidently  due  to  the  de- 
composition of  acetonecyanohydrin  into  acetone  and  hydrocyanic  acid 
in  the  presence  of  the  alkaline  sodium  compound,  or  of  traces  of  free 
sodium  ethylate  mixed  with  it.  It  has  been  recently  shown  by  A,  J. 
Ultee  (Be7'.,  1906,39,  1857)  that  traces  of  alkali  bring  about  this  decom- 
position and  that  heat  is  absorbed  during  the  process.  Recourse  was 
therefore  had  to  the  method  adopted  in  the  case  of  the  condensation  of 
formaldehydecyanohydrin  and  ethyl  sodiocyanoacetate,  in  which,  in 
order  to  avoid  excess  of  the  sodium  derivative  at  any  time  during 
the  condensation,  it  was  added  gradually  to  a  solution  of  the  cyano- 
hydrin in  absolute  alcohol,  and  at  the  same  time  slightly  less  than  the 
theoretical  amount  of  the  sodium  was  taken.  In  this  way,  a  yield 
representing  about  65 — 70  per  cent,  of  the  theory  was  obtained. 

Sodium  (5 '5  grams  j  theory  requires  5 '8  grams)  was  dissolved  in 
absolute  alcohol  (70  grams),  and  ethyl  cyanoacetate  (28  grams) 
added.  This  mixture,  after  being  well  cooled,  was  then  added  gradually 
to  a  solution  of  22  grams  of  acetonecyanohydrin  dissolved  in  an  equal 
volume  of  alcohol,  the  contents  of  the  flask  being  vigorously  shaken 
after  each  addition.  It  was  noticed  that  during  this  process  the 
temperature  rose  appreciably,  and  that  the  sodium  derivative  of  ethyl 
cyanoacetate  slowly  passed  into  solution. 

When  all  had  been  added,  the  mixture  was  allowed  to  stand  for  an 
hour,  when  the  contents  of  the  flask  were  found  to  have  become  solid 
owing  to  the  separation  of  the  sodium  compound  of  the  condensation 
pi-oduct.  A  large  excess  of  water  was  then  added,  and  the  resulting 
clear  solution  made  faintly  acid  with  hydrochloric  acid.  The  addition 
of  the  acid  caused  the  separation  of  an  oil,  which,  however,  was  found 
again  to  pass  into  solution  on  the  addition  of  a  large  excess  of  acid. 
In  this,  therefore,  and  in  the  other  experiments,  care  was  always  taken 
not  to  add  an  excess  of  acid.  The  precipitated  oil  was  extracted 
by  means  of  ether,  the  ethereal  solution  washed  with  water  and  dilute 
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sodium  carbonate  solution,  dried  witli  calcium  chloride,  ami  the  ether 
evaporated.  The  i-esidual  oil,  on  distilling  under  diminished  pressure, 
was  found  to  consist  almost  entirely  of  ethyl-a^-dicyano-/3y8-dimethyl- 
propionate,  which  is  a  colourless,  fairly  mobile  liquid  boiling  at  150° 
(22  mm.). 

0-1798  gave  0-3970  CO.^  and  O'llSl  H.O.     C  =  60-23;  H  =  6-98. 
CgHjgOgNg  requires  C  =  60-0  ;  H  =  6-7  per  cent. 

Hydrolysis. — The  ethyl  salt  was  mixed  with  four  times  its  volume 
of  concentrated  hydrochloric  acid  and  the  mixture  heated  in  a  Geissler 
flask  for  three  hours.  The  oil  dissolved  very  quickly  in  the  sti'ong 
acid  solution,  and  the  evolution  of  carbon  dioxide  became  vei*y  vigorous 
as  soon  as  the  solution  began  to  boil.  The  hydrolysed  liquid  deposited 
a  considerable  quantity  of  crystalline  substance  on  cooling.  This  was 
separated  and  recrystallised  from  water,  as2/*?i-dimethylsuccinic  acid 
being  thus  obtained  in  large  prisms  melting  at  139°. 

01798  gave  0-3227  COg  and  0-1102  HoO.    0  =  4894;  H  =  6-87. 
C^HjqO^  requires  C  =  49-3  ;  H  =  6-9  per  cent. 

The  acid  was  further  characterised  by  converting  it  into  its  anhydride 
by  means  of  acetyl  chloride.  Recrystallised  from  benzene  it  showed 
the  correct  melting  point,  namely,  29°. 

Formation  of  Ethyl -afi'dicyano-a^fi-  trimethylpropionate, 

CN-CMe2-CMe(CN)-C02Et, 
and  Trimethyhuccinic  Acid,  COgH-CMe./CHMe-COgll. 

In  the  condensation  of  acetonecyanohydrin  and  ethyl  sodiocyano- 
acetate  described  above,  it  was  mentioned  that  after  the  mixture  had 
been  allowed  to  stand  for  one  hour  the  contents  of  the  flask  became 
solid  owing  to  the  separation  of  the  sodium  compound  of  the  con- 
densation product.  In  the  present  expei'iment,  excess  of  methyl  iodide 
was  added  directly  to  the  sodium  derivative  prepai-ed  in  this  way  and 
the  whole  gently  warmed  on  the  water-bath  until  a  test  portion  on 
dilution  with  water  gave  a  neutral  reaction  to  litmus.  Water  was 
then  added,  and  the  oil  which  was  precipitated  extracted  by  means  of 
ether.  The  ethereal  solution,  after  being  washed  with  water  to  free  it 
from  alcohol,  was  dried  with  calcium  chloride  and  evaporated  until  free 
from  ether.  The  residual  oil  on  being  distilled  under  diminished 
pressure  gave  ethyl-a^-dicyano-ay8y8-trimethylpropionate  as  a  clear, 
colourless  oil  boiling  at  150°  (20  mm.). 

0-1554  gave  0-3409  CO2  and  0-1003  HjO.     C  =  61-58;  H  =  7-15. 
CioHj^O^No  requires  C-61-9  ;  H  =  7-2  per  cent. 
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The  yield  of  the  pure  ethyl  salt  is  about  the  same  as  in  the  case  of 
the  corresponding  dimethyl  derivative,  being  about  70  per  cent,  of  the 
theoretical  amount. 

Hydrolysis. — The  ethyl  salt  was  hydi'olysed  in  the  usual  way,  being 
mixed  with  four  times  its  volume  of  concentrated  hydrochloric  acid 
and  heated  on  the  sand-bath  until  all  oil  had  dissolved,  a  process  which 
took  nearly  six  hours.  On  cooling,  the  hydrolysed  liquid  deposited  a 
considerable  quantity  of  crystalline  acid,  which  was  collected  and 
recrystallised  from  water,  being  thus  obtained  in  colourless  prisms 
melting  at  152^. 

0-2258  gave  0-4338  CO.  and  0-1524  H^.     C  =  52-39  ;   H-7-5. 
C^HjoO^  requires  C  =  52-5  ;  H  =  7'5  per  cent. 

The  acid  was  further  identitied  as  trimethylsuccinic  acid  by  convert- 
ing it  into  its  anhydride.  This  compound  was  found  to  possess  the 
correct  melting  point,  namely,  38°. 

An  examination  of  the  mother  liquors  failed  to  reveal  any  trace  of 
«s^m-dimethylsuccinic  acid,  and  therefore  the  conversion  of  the  sodium 
derivative  into  the  methyl  compound  is  practically  complete  under  the 
experimental  conditions  described. 

Fwrnation  of  Ethyl-a^-dicymio-ji-methyl'fi-etliyljiropionate, 

CN-CMeEt'CH(CN)-C02Et, 

and  a-Methyl-a-ethylsuccinic.  Acid,  CMeEt(C02H)'CH./C0oH. 

Although  methylethylketonecyanohydrin  behaves  in  much  the  same 
way  as  acetonecyanohydrin,  that  is  to  say,  when  treated  with  the 
alkaline  sodium  derivative,  a  certain  amount  of  heat  is  absorbed,  yet 
it  was  found  that  when  the  cyanohydrin  was  added  slowly  to  the 
sodium  derivative  in  alcohol  very  little  change  in  temperature  occurred, 
and  that  after  the  mixture  had  stood  for  half  an  hour  the  temperature 
slowly  began  to  rise.  The  following  method  was  found  to  give  a  yield 
of  the  condensation  product  representing  about  80  per  cent,  of  that 
theoretically  possible. 

5-6  grams  of  sodium  (slightly  less  than  a  quai'ter  molecule)  were 
dissolved  in  70  grams  of  alcohol  and  28  grams  of  ethyl  cyanoacetate 
added  ;  25  grams  of  methylethylketonecyanohydrin  were  then  intro- 
duced in  small  quantities  at  a  time.  A  slight  absorption  of  heat  was 
noticed,  but  apparently  little  change  occurred,  since  the  white  sodium 
compound  of  ethyl  cyanoacetate  remained  unaltered.  The  mixture 
was  allowed  to  stand  at  the  ordinary  temperature  for  twelve  hours. 
After  standing  for  half  an  hour  it  was  noticed  that  heat  was  being 
generated,  and  that  the  sodium  derivative  was  gradually  passing  into 
solution.     The  flask  was  therefore   cooled  under  running  water  and 
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again  allowed  to  stand,  this  process  being  I'epeated  as  often  as  any 
appreciable  rise  in  temperature  took  place.  After  standing  the 
requisite  time,  the  contents  of  the  flask  consisted  of  a  thick,  yellow 
mass.  Water  was  added,  and  the  clear,  yellow  solution  rendered  acid 
by  means  of  hydrochloric  acid.  The  yellow  oil  which  then  separated 
was  extracted  with  ether,  the  ethereal  solution  washed  with  water  and 
then  with  dilute  sodium  carbonate  solution,  dried  with  calcium  chloride, 
and  the  ether  evaporated.  The  residual  oil,  on  distilling  under 
diminished  pressure,  was  found  to  consist  of  pure  ethyl-ay3-dicyauo-/3- 
methyl-/?-ethylpropionate,  a  colourless  oil  boiling  at  162°  (20  mm.). 

0-1352  gave  0-3165  COo  and  00855  B.p.     C  =  63-84  ;  H  =  7-Ul. 
CjjHj^OoN.^  requires  C  =  64:-l  ;  H  =  6-8  per  cent. 

The  sodium  carbonate  washings  from  the  ethereal  extract  gave  only 
a  trace  of  oil  on  acidifying,  showing  that  very  little  of  the  dicyano- 
acid  was  formed  during  the  condensation. 

Hydrolysis. — The  ethyl  salt  was  hydrolysed  by  boiling  it  in  a 
Geissler  flask  with  four  times  its  volume  of  concentrated  hydrochloric 
acid  until  all  oil  had  passed  into  solution  and  until  the  evolution 
of  carbon  dioxide  had  ceased,  a  process  which  took  about  four  hoiu's. 
Since  the  hydrolysed  liquid  did  not  deposit  any  crystalline  substance 
on  cooling,  it  was  extracted  several  times  with  ether,  and  the  ethereal 
solution,  after  being  di'ied  over  calcium  chloride,  evaporated  until  free 
from  ether.  The  gum  which  remained  instantly  solidified  on  scratching, 
and  the  solid  acid  was  purified  by  dissolving  it  in  water,  adding  an 
equal  volume  of  concentrated  hydrochloric  acid,  and  allowing  the 
solution  to  stand.  Fern-like  needles  slowly  separated  which  melted 
sharply  at  104^. 

0-1698  gave  0-3251  CO2  and  0-1164  Hp.     C  =  52-23;  H  =  7-60. 
CyHjgO^  requires  C  =  52  5  ;  H  =  75  per  cent. 

The  acid  was  characterised  by  convei-ting  it  into  its  anhydride  by 
means  of  acetyl  chloride.  The  acid  was  boiled  with  the  chloride  until 
all  had  passed  into  solution,  when  the  excess  of  chloride  was  evapor- 
ated in  an  evacuated  desiccator  over  potash.  Since  the  anhydride 
showed  no  signs  of  solidifying  it  was  distilled  under  diminished 
pressure,  when  a  colourless,  mobile  liquid  passed  over  at  140-' 
(20  mm.),  which  showed  no  signs  of  crystallising  after  standing 
some  weeks.  According  to  Hell  {Ber.,  1891,  24,  1393)  and  Auwers 
and  Fiitzweiler  {Annalen,  1896,  289,  170),  the  anhydride  of  this  acid 
is  a  liquid. 
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Formation  of  Ethyl-aji-dicijano-P-hexylpropionate, 

CN-CH(CfiHi3)-CH(CN)-C02Et, 

and  Hexylsuccinic  Acid,  CH(C^;Hj3)(C0.2H)'CH2'COoH. 

The  condensation  between  oeutintliolcyauohyclrin  and  the  sodium 
derivative  of  ethyl  oyanoacetate  proceeds  very  smoothly,  and  the  yield 
of  the  condensation  product  is  practically  quantitative.  Tlie  method 
adopted  was  as  follows  :  5 '8  grams  of  sodium  were  dissolved  in  70  grams 
of  alcohol,  and  the  solution  mixed  with  28  grams  of  ethyl  cyano- 
acetate  ;  35  grams  of  oenantholcyanohydrin  were  then  added  in  small 
quantities  at  a  time.  After  each  addition,  heat  was  generated,  and 
the  mixture  had  to  be  cooled  under  running  water.  When  all 
had  been  added,  the  whole  of  the  sodium  compound  had  passed 
into  solution  and  a  clear,  yellow  liquid  remained,  although  in  order 
to  complete  the  reaction  the  mixture  was  allowed  to  stand  twelve 
hours  at  the  ordinary  temperature.  Water  was  then  added,  and 
the  solution  acidified  with  hydrochloric  acid.  On  the  addition  of 
the  acid,  a  yellow  oil  separated  which  was  extracted  with  ether, 
the  ethereal  solution  being  washed  first  with  water  to  free  it  from 
alcohol,  then  with  dilute  .sodium  carbonate  solution,  and  finally  dried 
over  calcium  chloride.  The  solution  was  then  evaporated  until 
free  from  ether  and  the  residual  oil  distilled  under  diminished 
pressure,  when  the  pure  ethyl  salt  passed  over  as  a  viscid,  colour- 
less oil  at  192°  (20  mm,),  which  solidified  on  standing  to  a  white, 
crystalline  cake.  Recrystallised  from  dilute  methyl  alcohol,  it  was 
obtained  in  large  prisms  which  melted  at  ib\ 


0-1598  gave  0-3869  CO.  and  0-1279  HgO.     C  =  66-03;  H  =  8-85. 
CjgHgoOoNo  requires  C  =  66-l  ;  H  — 8-5  per  cent. 

The  sodium  carbonate  washings  from  the  ethereal  solution  deposited 
a  small  quantity  of  oil  on  acidifying  which  gradually  became  solid. 
When  recrystallised  from  methyl  alcohol  it  was  obtained  in  small 
needles  which  melted  at  97°.  The  quantity,  however,  was  too  small 
for  analysis,  although,  since  it  gave  off  carbon  dioxide  on  heating  at 
180",  there  can  be  no  doubt  that  it  was  aji-dicyan(j-(i-hexylpropioiuc 
acid,  CN'CH(C^Hi3)-CH(CN)-C02H. 

Hydrolysis  of  Ethyl-afi-dicyano-fi-hexylprojyionate. — This  hydrolysis 
was  effected  in  the  usual  way,  namely,  the  ethyl  salt  was  mixed  with 
four  times  its  volume  of  concentrated  hydrochloric  acid  and  heated  on 
the  sand-bath  for  eighteen  hours.  The  fact  that  the  hexylsuccinic 
acid  which  is  formed  during  the  process  of  the  hydrolysis  is  insoluble 
in  concentrated  hydrochloric  acid  renders  it  a  matter  of  some  difficulty 
to  determine  the  end-point  of  the  hydrolysis.     It  was  found,  however, 
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that  it  was  tiuished  wbeu  tlie  evolution  of  carbon  dioxide,  which  was 
abundant  at  the  commencement, bad  ceased,  and  wbenatest  portionof  tbe 
oil  completely  dissolved  on  treatment  with  sodium  carbonate  solution. 
The  oil  which  floated  on  the  surface  of  acid  liquid  after  the  hydrolysis  had 
been  effected  solidified  on  cooling.  It  was  separated  and  recrystallised 
from  dilute  alcohol,  being  obtained  in  small  plates  melting  at  87°. 

0-1300  gave  0-2844  CO,  and  0-1082  H.O.     C  =  59-66.     H  =  9-24. 
CjoHjgOj  requii-es  C  =  59-4;  H  =  8-9  per  cent. 

Hexylsuccinic  acid  is  readily  soluble  in  hot  water,  but  sparingly  so 
in  cold.  It  is  difficult,  however,  to  recrystallise  it  from  this  solvent, 
since,  owing  to  its  low  meltiog  point,  it  frequently  separates  as  an  oil. 
The  best  method  was  found  to  be  as  follows  :  the  acid  was  dissolved  in 
boiling  water,  and,  after  cooling,  a  few  drops  of  methyl  alcohol  were 
added  to  the  solution  in  order  to  redissolve  any  oil  which  may  have  been 
precipitated.  This  solution  on  standing  deposited  the  acid  slowly  in 
glistening  plates.  When  first  prepai'ed,  the  acid  has  an  odour  resembl- 
ing a  fatty  acid,  but  it  lost  this  on  recrystallisation  and  was  then  quite 
■odourless. 

The  silver  salt  was  prepared  by  adding  a  solution  of  the  calculated 
quantity  of  silver  nitrate  to  a  neutral  solution  of  the  ammonium  salt 
of  the  acid.  The  white  precipitate  which  then  separated  was  collected 
and  dried. 

0-2573  gave  0-1424  Ag.     Ag  =  51-72. 

CjoHjg04Ag2  i-equires  Ag  =  51'80  per  cent. 

The   imhydride,  Att  _!___  nrv^^^   ^^'^'''    P^^^pared   by  boiling  the 

acid  with  acetyl  chlox-ide  until  all  had  passed  into  solution  and  until 
the  evolution  of  hydrogen  chloride  had  ceased.  After  the  excess  of 
chloride  had  been  evaporated  in  an  evacuated  desiccator  over  potash, 
the  gum  which  was  left  quickly  solidified.  The  anhydride  thus 
formed  crystallised  from  light  petroleum  (b.  p.  60 — 80°)  in  slender,  long, 
colourless  needles  meltin<'  at  57°. 


"O 


0-1351  gave  03231  CO^  and  0-1098  HgO.     G- 65-22;  H  =  9-02. 
CjoHj^Oy  requires  C  =  65-2  ;  H  —  8-8  per  cent. 

The  anhydride  dissolved  on  boiling  with  water,  and  on  cooling 
hexylsuccinic  acid  melting  at  87°  separated  from  the  solution. 

The  anilic  acid,  C02H-CH.-CH(CeHi3)-CO-NHPh,  was  formed  by 
adding  a  benzene  solution  of  the  anhydride  to  a  solution  of  freshly- 
distilled  aniline  in  the  same  solvent.  The  mixture  became  at  once  hot 
and  then  almost  solid  owing  to  the  separation  of  the  anilic  acid.     It 
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was   purified    by   recrystallisation    from   benzene   and    in     this    way 
obtained  in  microscopic  plates  melting  at  1 22*^. 

0-1149  gave  0-2927  00^  and  0-0847  H,0.     0  =  69-48;  H  =  8-18. 
^10^23^:5^  requires  0  =  69-3;  H  =  8-3  per  cent. 

Formation  of  Ethi/l-afi-dicyano-^-phewjlpropioncUe, 

CN-CHPlrOH(CN)-002Et, 
and  Phenylsuccinic  Acid,  OOaH-OHPh-CH^-OO^H. 

The  condensation  between  the  sodium  compound  of  ethyl  cyanoacetate 
and  mandelic  nitrile  also  gave  good  results,  and  the  yield  in  this  case 
as  well  as  in  the  one  above  was  almost  quantitative.  The  method 
adopted  was  as  follows:  ^-9)  grams  of  sodium  were  dissolved  in  70 
grams  of  alcohol  and  28  grams  of  ethyl  cyanoacetate  added.  Thirty-three 
grams  of  mandelic  nitrile  were  then  added  to  the  alcoholic  solution 
containing  the  insoluble  .sodium  compound  in  suspension,  in  small 
quantities  at  a  time.  Considerable  heat  was  generated  after  each 
addition,  and  it  was  found  necessary  to  regulate  the  temperature  by 
cooling  under  running  water.  When  all  the  nitrile  had  been  added,  the 
sodium  compound  had  passed  into  solution  and  the  clear,  brown  liquid 
which  was  formed  was  allowed  to  stand  twelve  hours  in  order  to  com- 
plete the  reaction.  After  this  time  the  product  was  poured  into  water 
and  the  solution  rendered  acid  by  means  of  hydrocbloi-ic  acid.  The 
oil,  which  was  then  precipitated,  was  extracted  by  means  of  ether,  the 
ethereal  solution  washed  several  times  with  water  to  remove  alcohol, 
then  thoroughly  with  a  dilute  solution  of  sodium  carbonate,  and,  after 
drying  over  calcium  chloride,  evaporated  until  free  from  ether.  The 
viscid,  brown  oil  which  remained  became  solid  on  standing.  It  was 
spread  on  a  porous  plate  to  remove  oily  impurities,  and  then  re- 
crystallised  from  dilute  methyl  alcohol.  The  ethyl  salt  was  thus 
obtained  in  colourless  plates  melting  at  64°. 

0-1952  gave  0-4920  00.  and  0-0954  H,0.     0  =  68-71 ;  H  =  5-47. 
C^3Hjo02N2  requires  0  =  68-4  ;  H  =  5-3  per  cent. 

The  sodium  carbonate  washings  from  the  ethereal  solution  gave  an 
oil  on  acidifying  which  rapidly  solidified.  It  was  collected  by  filtration 
and  recrystallif-ed  from  dilute  alcohol,  being  obtained  in  colourless 
plates  melting  at  72°.  This  compound,  which  is  soluble  in  sodium  carb- 
onate solution,  gave  the  following  results  on  analysis  : 

I.  0-1447  gave  0-3750  OO2  and  0-0787  H^O.     0  =  7067  ;  H  =  6-04. 
IT.  0-1254  gave  0-3250  OO2  and  0-0697  B.f>.     0  =  7069  ;  H  =  6-23. 
OJ2H13O2N  requires  0  =  70-9  ;  H  =  6-4  per  cent. 

From  these  figures  it  is  apparent  that  the  substance  is  not  the  free 
VOL.  LXXXIX.  5   E* 
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acid  (namely,  aj8-dicyano-^-phenylpropionic  acid),  and  it  is  difficult  to 
say  what  the  constitution  of  the  body  can  be,  since  the  quantity  formed 
was  too  small  for  an  extended  investigation.  The  fact,  however,  that 
on  hydrolysis  with  hydrochloric  acid  it  was  converted  into  phenyl- 
succinic  acid  shows  that  it  must  be  closely  related  to  the  true  conden- 
sation product  in  constitution. 

Hydrolysis. — Ethyl-aj3-dicyano-^-phenylpropionate  was  hydrolysed  in 
the  same  way  as  in  the  case  of  the  pi-evious  ethyl  salts  described,  being 
mixed  with  tour  times  its  volume  of  concentrated  hydrochloric  acid  and 
heated  on  the  sand-bath  until  a  test  portion  was  completely  soluble  in 
sodium  carbonate  solution,  a  pi'ocess  which  i-equired  from  two  to  throe 
hours.  On  cooling,  the  hydrolysed  liquid  became  partially  solid  owing  to 
the  separation  of  the  acid.  The  solid  was  separated  by  filtration  and 
recrystallised  from  hot  water,  when  phenylsuccinic  acid  was  obtained 
in  warty  aggregates  melting  at  168°. 

0-1499  gave  0-3408  CO2  and  00746  H^O.     C  =  62-01  ;  H  =  5-5. 
CjqH^qO^  requires  C«=6r8;  H  =  5-2  per  cent. 

Manchester  University. 
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It  will  be  noted  that  the  proJuct  of  the  hydrolysis  of  diacetyl- 
chrysaniline  methiodide  with  boiling  dilute  sulphuric  acid  and  pre- 
cipitation with  caustic  soda  has  been  represented  by  either  of  two 
alternative  formuke,  IV  and  V,  of  which  the  authors  prefer  the 
latter. 

Fischer  and  Kbrner  in  their  i^eseai^ch  on  chrysaniline  {Der.,  1884, 
17,  203  ;  Annalen,  1886,  226,  175)  mention  that  Glaus  hid  observed 
the  smooth  exchange  of  an  amino-  for  a  hydroxy-group  by  heating 
with  fuming  hydrochloric  acid  for  several  hours  at  160°;  the  resulting 
chrysophenol  was  further  examined  by  the  authors  mentioned,  who 
prepared  an  acetyl  derivative  and  a  platinichloride.  We  considered 
that  the  addition  of  methyl  iodide  to  the  acetyl  derivative  of  chx'yso- 
phenol  would  be  of  interest,  not  merely  on  account  of  the  possibility 
of  obtaining  a  new  anhydro-base,  but  also  as  being  likely  to  furnish 
further  information  respecting  the  colour  and  fluorescence  of  acridine 
derivatives  in  relation  to  their  constitution. 

The  chrysophenol  used  in  this  investigation  was  prepared  in  a 
manner  similar  to  that  indicated  by  Claus,  the  acid  used  was  probably 
somewhat  weaker  ("  pure  hydrochloric  "),  and  the  time,  ten  hours, 
longer.  The  preparation  of  sufficient  material  was  very  tedious,  but 
good  yields  were  obtained.  The  tubes  were  frequently  almost  filled 
with  deep  garnet-coloured  needles,  apparently  quite  homogeneous,  and 

5  E  2 


1474  DUNSTAN    AND    HEWITT: 

uot  melting  below  250° ;  these  appear,  however,  to  consist  of  mixed 
crystals  of  the  hydrochloride  and  sal-ammoniac.  An  air-dried  specimen, 
submitted  to  no  further  purification,  gave  the  following  analytical 
results : 

0-1399  gave  15-2  c.c.  dry  nitrogen  at  29°  and  756  mm.     N  =  12-3. 
0-2120  gave  0-1463  AgCl.     Cl  =  17-1. 
CigHi^ONg-HCl-XH^Cl  requires  N  =  11-2  ;  CI  =  18-8  per  cent. 

The  fact  that  a  small  amount  of  the  chrysaniline  i-emains  unattacked 
would  explain  the  discrepancy  between  the  calculated  and  found  per- 
centages. Claus  and  Fischer  and  Korner  regarded  the  crystalline 
substance  from  their  tubes  as  being  a  mixture  of  sal-ammoniac  and 
chrysophenol  hydrochloride,  but  did  not  note  the  apparent  homogeneity 
and  uniformly  acicular  character  of  the  crystals. 

The  free  base  was  obtained  from  the  crystals  after  separation  of  the 
mother  liquor  by  solution  in  water  and  addition  of  alkali.  A  trace  of 
unchanged  chrysaniline  was  precipitated  and  removed  by  filtration, 
and  the  chrysophenol  separated  from  the  alkaline  solution  as  a  salmou- 
coloured,  flocculent  mass  by  exact  neutralisation  with  dilute  acid. 

When  prepared  in  this  way,  chrysophenol  is  a  red  substance  which 
darkens  considerably  on  drying.  It  is  slightly  soluble  in  water  and 
freely  so  in  alcohol  or  acetone,  but  is  dissolved  far  less  readily  by 
ether  or  benzene.  For  purification  it  was  dissolved  in  hot  alcohol, 
water  added  until  a  slight  turbidity  was  produced,  the  solution  again 
heated,  and  then  allowed  to  cool.  Small,  maroon  needles  were  thus 
obtained,  Avhich  melted  at  115°  to  a  clear  liquid  and  gave  the  follow- 
ing results  on  analysis  : 

0-0693  gave  6-5  c.c.  dry  nitrogen  at  30°  and  754  mm.     N=  10-5. 
C^gHj^ONo  requires  N  =  9-8  per  cent. 

Chrysophenol  dissolves  in  concentrated  sulphuric  acid  with  strong 
deep  green  fluorescence,  the  fluorescence  exhibited  by  chrysaniline 
under  these  conditions  being  similar  but  less  intense.  On  dilution,  the 
chrysophenol  fluorescence  persists,  whilst  that  of  chrysaniline  dis- 
appears. 

The  solution  of  chrysophenol  in  alcohol  does  not  exhibit  fluorescence, 
but  chrysaniline  and  benzoflavine  both  give  fluorescent  solutions  in 
this  solvent,  especially  the  latter  diamino-base,  ^vhich  is  more  sym- 
metrical. 

In  order  to  obtain  an  idea  as  to  the  cause  of  these  phenomena,  it  is 
desirable  to  know  which  amino-group  in  chrysaniline  is  displaced  in 
its  conversion  to  chrysophenol.  We  are  of  oj^inion  that  it  is  un- 
doubtedly the  amino-group  in  position  2  and  not  that  in  position  5-p 
which  is   eliminated.     Phenylacridine   when    nitrated    or   chlorinated 
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yields  di-substitution  derivatives  with  such  ease  as  to  suggest  that  two 
symmetrical  positions  are  attacked  (A.  E.  Dunstan  andR.  O'F.  Oakley, 
Ber.,  1906,  39,  981),  and  it  is  scarcely  probable  that  these  would  be 
in  the  5-phenyl  nucleus  which  is  attached  to  the  nieso-carbon  atom. 
Since  there  is  always  the  possibility  of  quinonoid  structure  between 
this  meso-carbon  atom  and  positions  2  and  8,  the  latter  seem  to  be 
the  likely  points  of  attack,  a  view  which  receives  support  from 
analogous  reactions  in  the  azineand  oxazine  series.  The  displacement 
of  amino-groups  in  positions  2  and  8  in  the  acridine  nucleus  by 
hydroxyl  under  the  influence  of  acids  has  been  patented  by  L.  Cassella 
and  Co.  (D.R.-P.  121686)  and  further  studied  by  F.  Ullmann  and 
E.  Fitzenkam  in  the  case  of  acridine  yellow  {Ber.,  1905,  38,  3794),  so 
that  we  have  no  hesitation  in  ascribing  to  chrysophenol  the  constitu- 
tion of  2-hydroxy-5-/)-aminophenylacridine. 

The  fully  symmetrical  benzoflavine  may  be  expected  to  fluoresce 
strongly  in  alcoholic  solution,  and  this  is  the  actual  case.  If,  corre- 
sponding to  the  scheme  given  in  our  last  communication  on  p.  488,  we 
endeavour  to  represent  chrysaniline  tautomerically,  we  see  that  three 
formulpe  are  possible  : 
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Formulse  I  and  III,  although  very  similar,  are  nob  identical,  and  the 
fluorescence  of  this  compound,  as  mentioned,  is  not  so  marked  as  that 
of  benzoflavine. 

If  we  construct  corresponding  formulae  for  chrysophenol  (where  the 
NH  in  position  2  is  replaced  by  0),  we  see  that  the  structures  corre- 
sponding to  I  and  III  are  not  very  similar,  in  fact  we  should  hardly 
expect  the  molecules  to  swing  regularly  between  the  extreme  con- 
figurations. It  has  already  been  stated  that  chrysophenol  in  alcoholic 
solution  does  not  fluoresce,  a  result  in  good  agreement  with  the 
theoretical  deduction. 

Although  chrysophenol  contains  a  phenolic  group  and  is  soluble  in 
alkali,  yet  it  is  a  base  of  considerable  strength.  Fischer  and  Korner 
prepared  two  series  of  salts  from  it,  indicating  that  it  may  behave  as 
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a  di-  or  mono-acidic  base.     We  have  further  characterised  the  sub- 
stance by  the  preparation  of  a  chromate  and  a  platinichloride. 

Chrysophenol  chromate,  obtained  by  adding  potassium  chromate  to  a 
solution  of  the  hydrochloride,  is  a  sandy-yellow,  crystalline  powder  not 
melting  below  250°.  After  washing  with  alcohol  and  drying  in  a 
vacuum,  the  following  result  was  obtained  on  analysis  ; 

0-1321  gave  0-0251  CrgOg.     Cr  =  12-5. 

CjgHj^ONojHoCrO^  requires  Cr  =  12-8  per  cent. 

Chrysophenol  platinichloride  was  precipitated  by  addition  of 
hydrogen  platinichloride  to  the  aqueous  solution  of  the  hj^drochloride 
as  a  brown,  sandy  powder.  The  salt  was  analysed  after  washing  with 
alcohol  and  drying  in  a  vacuum  : 

0-2097  gave  00420  Pt.     Pt  =  20-0. 

(Ci9Hi40N2)2,HoPtCl,5  requires  Pt  =  19-8  per  cent. 

The  nitrate  of  chrysophenol  gives  a  double  salt  with  silver  niti-ate 
(whitish-yellow  precipitate)  ;  the  salts  of  chrysophenol  also  furnish 
yellow  precipitates  with  phosphomolybdic  acid  and  potassium  ferro- 
cyanide. 

Acetylation  of  Chrysophenol. 

A  diacetyl  derivative  of  chrysophenol  is  obtained  on  boiling  a  mixture 
of  the  base  with  its  own  weight  of  fused  sodium  acetate  and  five  times 
its  weight  of  acetic  anhydride  for  some  hours  in  a  reflux  apparatus. 
The  change  of  colour  to  the  brownish-yellow  of  the  acetylated  product 
is  significant,  though  not  so  marked  as  in  the  case  of  chrysaniline. 
The  contents  of  the  flask  were  poured  into  weak  alcohol  to  destroy 
excess  of  acetic  anhydride,  and  semi-crystalline  crusts  appeared  on 
cooling,  which,  after  recrystallisation  from  glacial  acetic  acid,  formed 
dark  brown  needles.  This  substance  does  not  melt  below  250°,  dis- 
solves in  strong  sulphui'ic  acid  with  vivid  greenish-blue  fluorescence, 
and,  from  its  analysis,  appeal's  to  be  the  acetate  of  diacetylchryso- 
phenol. 

0-2480  gave  0-6275  CO,  and  0-1 2.36  H2O.     C  =  69-0;  H  =  5-5. 
CgjHggOjN'o  requires  0  =  69-7  3  11  =  5-1  per  cent. 

The  bulk  of  the  alcoholic  solution  obtained  after  acetylation  was 
neutralised  with  dilute  ammonia  with  production  of  a  flocculent,  orange- 
coloured  precipitate.  This  was  collected,  washed,  dried,  and  re- 
crystallised  from  absolute  alcohol,  in  which  it  is  fairly  soluble.  After 
drying  at  100°,  analysis  showed  that  the  substance  was  diacetylchryso- 
phenoL 
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0-0590  gave  0-1610  CO^  and  0-0307  H^O.     0  =  74-4;  H  =  5-8. 
0-3208  gave  21-2  c.c.  dry  nitrogen  at  2V  and  761  mm.     N  =  7-6. 
OjigHjgOgiSrg  requires  0  =  74-6  ;  II  =  5-4  ;  N  =  7-5  per  cent. 

Diacetylclirysophenol  does  not  melt  below  250°,  and  its  alcoholic 
solution  exhibits  no  fluorescence.  The  substance  possesses  basic 
character,  ns  shown  by  the  isolation  of  the  acetate ;  a  chromate  and  a 
platinicbloride  have  also  been  prepared. 

Diacetylchrysophenol  chromate,  obtained  by  the  addition  of  potassium 
chromate  solution  to  a  solution  of  the  base  in  dilute  alcoholic  hydro- 
chloric acid,  is  a  yellow,  crystalline  precipitate.  "Washed  with  alcohol 
and  dried  in  a  vacuum,  the  substance  was  found  not  to  melt  below 
250°,  and  gave  the  following  result  on  analysis  : 

0-1014  gave  0-0113  Crf>y     Or  =  6-31. 

(023Hjg03N'2)2,H20r04  requires  Or  =  604  per  cent. 

Diacetylchrysophenol  platinichloride  was  prepared  by  adding  hydrogen 
platinicbloride  to  a  warm  solution  of  the  base  in  alcoholic  hydrochloric 
acid.  It  is  a  brownish-yellow,  crystalline  powder  which,  after  washing 
with  alcohol  and  drying  in  a  vacuum,  was  analysed  : 

0-1901  gave  0  0310  Pt.     Pt=16-3. 

(023Hjg03N2).2,H2PtClg  requires  Pt=  16-8  per  cent. 

Benzoylation  of  Chrysophenol. 

On  benzoylating  chrysophenol  in  caustic  soda  solution,  according  to 
the  Schotten-Baumann '  method,  a  non-crystalline  product  was  ob- 
tained. The  alcoholic  solution,  when  poured  into  watei',  yielded  a 
yellow,  gummy  mass  ;  when,  however,  the  alcoholic  solution  was  poured 
into  a  strong  solution  of  potassium  chromate,  a  bright  yellow,  flocculent 
precipitate  was  formed,  which,  washed  with  alcohol  and  dried  in 
a  vacuum,  gave  results  agreeing  with  the  composition  of  a  chromate 
of  dihenzoylchrysophenol. 

0-1133  gave  0-0080  Or203.     Or  =  48. 

(033H2^O3lSr2)2,H20r2O4  rcquircs  Or  =  4*7  per  cent. 

Action  of  Dimethyl  Sulphate  on  Diacetylchrysophenol. 

A  mixture  of  diacetylchrysophenol  and  considerable  excess  of 
dimethyl  sulphate  was  gradually  warmed  to  nearly  the  boiling  point 
in  a  reflux  apparatus,  the  heating  being  continued  for  two  hours,  A 
striking  colour  change  occurred,  the  beautiful  brilliant  green  fluor- 
escence first  produced  gradually  disappearing  and  the  melt  assuming  a 
magnificent  crimson  shade.     After  cooling,  the  mass  was  dissolved  ii> 
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hot  water  and  boiled  for  one  hour  with  an  equal  bulk  of  4iV-sulpburic 
acid.  On  exact  neutralisation  of  the  fine  i-ed  solution,  a  brown,  floc- 
culent  precipitate  was  produced  ;  this  proved  to  be  soluble  not  only  in 
excess  of  acid  but  also  of  alkali.  The  substance,  after  collection, 
washing,  and  drying,  was  nearly  black ;  by  extraction  with  boiling 
alcohol,  addition  of  water,  and  slow  evaporation,  a  deep  red,  crystalline 
deposit  was  formed,  which,  after  drying  at  100°,  gave  the  following 
results  on  analysis  : 

0-1140  gave  0-3312  COo  and  0-0550  H,0.     0  =  79-2;  H  =  5-36. 

0-1089     „     9-6  CO.  dry  nitrogen  at  27°  and  761  mm.     N  =  9-9. 

OaoHjyONa  requires  0  =  800  ;  H  =  5-33  ;  N  =  9-33  per  cent. 

The  analytical  numbers  point  to  an  anhydrO'hsi&e,  the  initial  solubility 
of  the  substance  in  alkali  indicates  the  probability  of  the  substance 
being  first  precipitated  as  a  carbinol  base,  the  subsequent  elimination 
of  water  taking  place  either  with  the  amino-group  (A')  or  the  hydroxyl 
group  (F). 
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The  new  anhydro-base  is  insoluble  in  ether,  faii'ly  soluble  in  acetone 
or  alcohol ;  its  deep  red  solutions  show  no  trace  of  fluorescence. 

Hydrochloride. — The  term  "hydrochloride"  is  a  misnomer;  the  dark 
red  salt  formed  on  concentration  of  a  solution  of  the  anhydro-base  in 
dilute    hydrochloric    acid    is"  formed    by   addition    of    equimolecular 
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proportions  of  the  two  constituents  without  elimination  of  watei",  but 
has  the  constitution  of  a  quaternary  ammonium  compound.  The 
ring  is  so  stable  that  to  obtain  satisfactory  results  by  the  Carius 
method  a  temperature  of  nearly  300°  was  necessary. 

0-1549  gave  0-0701  AgCl.     CI  =  10-5. 

CooHjgON'oCl  requires  CI  =  10*6  per  cent. 

Platinichloride. — This  yellow,  crystalline  precipitate  was  analysed  : 

00605  gave  0-0119  Pt.     Pt=  19-6. 

(C.,^,Hj^ON,,)H2PtCl6  requires  Pt=  19-3  per  cent. 

Dichromate. — A  dichromate  is  obtained  on  addition  of  potassium 
chromate  solution  to  the  chloride ;  it  is  also  a  yellow,  crystalline 
precipitate. 

0-1085  gave  0-0203  Qwp.^.     Cr  =  12-8 

(C2oHi^ONo),,H2Cr.p-  requires  Cr  =  12-8  per  cent. 

In  conclusion  we  desire  to  express  our  thanks  to  Mr.  R.  O'F. 
Oakley  for  most  useful  assistance. 

East  Ham  Technical  College.  East  London  College. 


CXLIV. — The  Relation  of  Position  Isomerism  to  Optical 
Activity.  VII.  The  Rotation  of  the  Menthyl 
Esters  of  Three  Isomeric  Dinitrohenzoic  Acids. 

By  Julius  Berend  Cohen  and  Henry  Percy  Armes. 

The  menthyl  esters  which  were  selected  for  investigation  were  those  of 
the  2:4-,  2  : 6-,  and  3  :  5-dinitrobenzoic  acids,  which  were  prepared 
from  the  corresponding  acid  chlorides  by  heating  them  with  menthol 
in  the  manner  described  in  former  papers. 

The  following  are  the  constants  of  the  compounds  in  question  : 

In  benzene  solution. 

M.  p.  of  M.  p.  of  / ' . 

acid  chloride.  ester.  {a]f.  [M]^". 

2:4 42—46°  69—71°  -134°  -470' 

2:6 96—98  121—123  -183  -642 

3:5 66—68  153—154  -70  -246 

In  a  previous  communication  on  this  subject  (Trans.,  1905,  87, 
1190),  it  was  shown  that,  of  the  three  mono-nitro-esters,  the  ortho- 
compound   produced  the  greatest  effect  in  increasing  the  Isevorotation 
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and  the  para-  the  least,  whilst  the  meta-compound  occupied  an  inter- 
mediate position.  The  present  experimental  results  fully  confirm  our 
former  observations.  The  di-ortho-compound  exhibits  the  highest  and 
the  di-meta- the  lowest  rotation  of  the  three  esters  examined,  whilst 
the  compound  which  contains  one  nitro-group  in  the  ortho-  and  one 
in  the  para-position  has  a  constant  which  is  nearly  the  mean  of  the 
other  two.  Attention  should  be  drawn  to  the  interesting  fact  that  the 
rotation  of  the  di-meta-compound  is  veiy  little  different  from  that  of 
the  unsubstituted  benzoic  ester. 

Although  similar  observations  have  been  made  before,  the  large 
rotational  effect  of  the  nitro-group  in  the  ortho-position  renders  the 
present  result  more  striking.  The  results  of  the  study  of  the  seven 
isomeric  series  of  substituted  benzoic  esters  which  have  been  laid 
before  the  Society  furnish  abundant  evidence  that  it  is  only  the  sub- 
stituent  near  the  active  group  which  materially  influences  its  activity. 
The  only  apparent  anomaly  is  presented  by  the  three  iodobenzoic 
esters.  Unfortunately,  the  difliculty  of  preparing  other  isomeric  series 
of  substituted  benzoic  acids  containing  iodine  I'enders  the  optical  study 
of  their  esters  very  troublesome. 

EXPEEIMENTAL. 

Menthyl  2  :  \- Dinitrohenzoate. — The  2  :  4-dinitrobenzoic  acid  which 
served  for  these  experiments  was  obtained  from  Kahlbaum.  It  was 
converted  into  the  acid  chloride  in  the  usual  way  by  heating  it  with  an 
equal  weight  of  phosphorus  pentachloride  on  the  water-bath.  After 
removal  of  the  oxychloride  by  distillation  under  diminished  pressure, 
the  solid  residue  was  crystallised  from  light  petroleum.  It  forms 
colourless  needles  (m.  p.  42 — 46°).  The  action  of  the  acid  chloride  on 
menthol  began  at  140°,  and  when  the  process  was  completed  the  product 
was  made  alkaline  and  distilled  in  steam  to  remove  any  free  menthol. 
The  ester  was  crystallised  from  alcohol  and  melted  at  69 — 71°.  The 
following  are  the  polarimetric  observations  in  benzene  solution  at 
different  concentrations  : 

Concentratiou, 

percent.  Rotation.  [af^\  [W\f. 

31-148  -81 -48°  -130-79°  -458-16' 

lo-57  -42-00  -134-84  -472-34 

778  -21-37  -137-21  -48065 

Mean  of  {W^f  -  470°. 
On  analysis  : 

0-3104  gave  21-5  c.c.  moist  nitrogen  at  15°  and  750-5  mm.    N  =  8-05. 
Cj-HggOgNg  requires  N  =  8-0  per  cent. 

Menthyl    2  :  6-I)initrobenzoate. — The    preparation    of    2  :  6-dinitro- 
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benzoic  acid  in  any  quantity  is  a  very  troublesome  opt^ration.  After 
several  trials,  the  method  which  was  adopted  was  to  heat  2  :  6-dinitro- 
tohieno  in  scaled  tubes  for  twelve  hours  at  125 — 130'^  with  nitric 
acid,  consisting  of  2  volumes  of  strong  acid  of  sp.  gr.  1'4  and  1  volume 
of  water.  On  account  of  the  large  quantity  of  gas  liberated  during 
oxidation,  it  is  necessary  to  release  the  pressure  occasionally  by  opening 
the  tubes.  The  yield  is  always  very  poor  and  the  crude  acid  very 
much  discoloured.  The  product  melted  at  198 — 203",  and,  after 
repeated  crystallisation  from  water  with  the  addition  of  charcoal,  was 
obtained  colourless  and  melted  at  201 — 203°.  Fourteen  grams  of 
dinitrotoluene  gave  about  3  grams  of  impure  acid.  The  small  yield 
necessitated  frequent  repetitions  of  the  process  in  order  to  obtain  the 
requisite  quantity  of  material.  The  acid  chloride  was  prepared  by  the 
usual  method,  and  after  crystallisation  from  light  petroleum  melted  at 
96 — 98°.  On  heating  the  latter  with  menthol  in  the  oil-bath,  the 
reaction  began  very  slowly,  and  was  completed  in  two  and  a  half  hours 
at  150 — 160°.  The  treatment  of  the  product  was  the  same  as  described 
in  the  case  of  the  2  :  i-ester.  The  crude  ester  was  very  dark-coloured 
and  required  frequent  crystallisation  from  alcohol  with  the  addition  of 
charcoal  to  produce  a  pure  substance.  It  crystallises  in  prisms,  m.  p. 
121—123°. 

The  polarimetric  readings  in  benzene  solution  were  as  follows  : 


icentration, 

per  cent. 

Eotation. 

[«]f- 

[M3f 

14-104 

-51-75° 

-183-4° 

642-5 

7-052 

-25-76 

-182-7 

640-0 

3-526 

-12-96 

-183-9 

644-2 

Mean  of  [M]'f  -  642°. 
On  analysis  : 

0-2557  gave  18-8  cc,  moist  nitrogen  at  18°  and  751  mm.     ]Sr  =  8-45 
C17H22OQN2  requires  N  =  8"0  per  cent. 

Menthjjl  3  :  5-Dinitrohenzoate. — The  acid  was  obtained  from  Kahl- 
baum,  and  was  converted  into  the  acid  chloi'ide  in  the  usual  way. 
After  crystallisation  from  light  petroleum  it  melted  at  66 — 68°.  The 
interaction  of  the  acid  chloride  and  menthol  began  at  100°,  and  be- 
came very  vigorous  at  110°.  The  process  was  completed  in  ten 
minutes,  when  the  contents  of  the  flask  solidified.  The  ester  crystal- 
lised from  alcohol  in  colourless  needles,  m.  p.  153 — 151°. 

The  polarimetric  readings  in  benzene  solution  were  as  follows  : 


Concentration, 

per  cent. 

Rotation. 

[a]r- 

[M]-f. 

9-612 

-13-47° 

-70-08° 

-245-6 

4-806 

-6-74 

-70-15 

-245-8 

2-403 

-3-40 

-70-76 

-247  9 

Mean 

of 

[M]f 

-246°. 
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On  analysis  : 

0-3038  gave  21-9  c.c.  moist  nitrogen  at  16°  and  744-5  mm.    N  =  8-28. 
Cj^H^oOgNo  requires  N  =  8-0  per  cent. 


APPENDIX.— By  Julius  Berend  Cohen, 

Steric    Hindrance    in    the    Interaction  of  Menthol  with  Diortho- 
substituted  Benzoyl  Chlorides. 

The  following  observations  have  been  made  incidentally  during  the 
preparation  of  a  series  of  isomeric  disubstituted  benzoic  esters  of  men- 
thol by  my  co-workers  and  myself,  and  are  now  collected  together  with 
the  object  of  furnishing  a  contribution  to  the  theory  of  "  steric 
hindrauce."  Sudborough  (Trans.,  1896,  67,  587)  has  shown  that  di- 
oi'tho-substituted  benzoyl  chlorides  are  more  slowly  hydrolysed  than  the 
corresponding  isomerides.  In  reference  to  the  action  of  alcohols,  he 
points  out  that  "in  order  to  obtain  the  (ethereal)  salts  of  the  diortho- 
substituted  acids  it  is  necessary  to  boil  the  acid  chlorides  for  some 
time  with  the  alcohol,  as  the  action  seems  to  proceed  more  gi-adually." 

No  actual  examples  are  quoted,  but  the  methyl  esters  of  2  :  4-, 
3  : 5-,  and  2  : 6-dibromobenzoic  acids  and  2  :  6-dinitrobenzoic  acid  are 
described  as  being  readily  obtained  from  the  acid  chlorides  and  methyl 
alcohol. 

A  more  definite  indication  of  steric  hindrance  was  apparently 
derived  from  the  behaviour  of  2:4:  6-tribromobenzoyl  chloride  and 
2:4: 6-trinitrobenzoyl  chloride,  the  methyl  ester  of  the  first  being 
obtained  by  boiling  the  chloride  "  for  some  time  ''  with  methyl  alcohol, 
and  that  of  the  second  by  boiling  the  chloride  "  with  a  yevj  large 
excess  of  methyl  alcohol  for  some  time,"  whilst  methyl  alcohol  appeared 
to  leave  2:3:4:  6-tetrabromobenzoyl  chloride  to  a  great  extent 
unaltered.  On  the  other  hand,  the  methyl  ester  of  3:4:  5-tribromo- 
benzoic  acid  was  prepared  by  boiling  the  chloride  with  methyl 
alcohol  "for  a  few  minutes."  -It  will  be  seen  that  the  examples  are 
not  very  numerous,  and  that  the  indications  of  steric  hindrance  are 
not  always  of  a  very  pronounced  character. 

During  the  last  few  years,  six  separate  series  of  isomeric  di- 
substituted benzoic  esters  of  menthol  have  been  prepared  for  optical 
examination  by  the  interaction  of  the  acid  chlorides  and  menthol 
(Trans.,  1903,  83,  1214;  1904,  85,  1265;  1906,  89,  49,  460).  The 
series  comprise  6  isomeric  dichloro-  and  dibromo-benzoic  esters,  10 
chloi'obromobenzoic  esters,  8  chloronitrobenzoic  esters,  and  3  dinitro- 
benzoic  esters.  In  all,  33  disubstituted  benzoyl  chlorides  have  been 
transformed  into  corresponding  menthyl  esters. 


I 
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It  is  impossible  to  determine  with  accuracy  the  temperature  at 
which  the  reaction  between  the  acid  chloride  and  alcohol  commences, 
but  by  carefully  watching  the  surface  of  the  liquid  and  the  outlet 
tube  of  the  flask  in  which  the  process  is  going  forward  there  is  no 
difficulty  in  ascertaining  within  a  very  few  degrees  the  visible  indica- 
tion of  its  commencement.  Bubbles  begin  to  I'ise  in  rapid  succession 
from  the  body  of  the  liquid,  and  fumes  of  hydrogen  chloride  escape. 

As  a  rule  the  reaction,  when  once  a  definite  temperatui-e  is  reached, 
proceeds  vigorously ;  but  in  the  case  of  the  diortho-substituted  acid 
chloride  it  is  invariably  retarded.  Briggs  and  the  author  (Trans., 
1903,  83,  1214)  noticed  that  "evidence  of  steric  hindrance  is  very 
clearly  indicated  in  the  case  of  the  2  : 6-dichlorobenzoic  acid,  for 
whereas  the  acid  chlorides,  as  a  rule,  react  vigorously  with  menthol 
at  135 — 140°,  no  reaction  occurs  with  2  :  6-dichlorobenzoyl  chloride 
until  the  temperature  reaches  180°,  and  even  then  it  proceeds  very 
slowly."  A  similar  observation  was  made  by  Zortman  and  the  author 
(Trans.,  190G,  89,  49),  who  found  that  "as  in  former  examples  of 
diortho-acid  chlorides  the  2  :. 6-dibromobenzoyl  chloride  required  a  much 
higher  temperature  for  esterification  (175 — 180°)  than  the  isomeric  acid 
chlorides,  all  of  which  I'eact  rapidly  below  130°  with  menthol."  In 
another  paper  by  Raper  and  the  author  (Trans.,  1904,  85,  1265)  it  is 
stated  "  that  the  2  :  6-chlorobromobenzoyl  chloride,  like  the  correspond- 
ing dichlorobenzoyl  chloride,  does  not  react  with  menthol  until  a 
temperature  of  180°  is  reached."  In  other  cases  the  reaction  was 
completed  at  130 — '140°  or  below.  In  preparing  the  chloronitrobenzoic 
esters  described  by  Armes  and  the  author  (Trans.,  1906,  89,  460) 
it  was  found  that  "  the  reaction  (of  the  2  :  6-acid  chloride)  with  menthol 
does  not  begin  until  the  temperature  reaches  150°,  and  then  proceeds 
very  slowly  at  150 — 160°."  In  other  cases  the  reaction  was  completed 
at  120°;  in  that  of  the  3-chloro-5-nitro-compound  at  95 — 100°.  Armes 
and  the  author  also  find  in  the  case  of  the  dinitrobenzoic  esters  that 
whereas  interaction  with  2  : 6-dinitrobenzoyl  chloride  and  menthol 
begins  at  150°  and  proceeds  very  slowly,  that  with  the  2  :  4-compounds 
begins  at  140°  and  is  rapidly  completed,  whilst  with  the  3  : 5-com- 
pound  the  reaction  set  in  at  100°  and  was  completed  in  a  few  minutes 
at  110°. 

The  University, 
Leeds. 
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CXLV. —  Optically  Active  Reduced  Naphthoic  Acids, 
Part  III.  The  Relative  Catalytic  Effect  of  Bases 
on  the  Cotnpounds  of  ^'^-Dihydro-l-naphthoic  Acid. 

By  Robert  Howsox  Pickard  and  Joseph  Yates. 

It  has  been  shown  in  Part  I  (Trans.,  1905,  87,  1767)  that  the  tians- 
formation  of  the  sodium,  salt  of  cZ-A--dihydro-l-naphthoic  acid  to  the 
corresponding  salt  of  the  inactive  A^-acid  is  easily  followed  by  polari- 
metric  observations,  and  proceeds  in  the  presence  of  sodium  hydroxide 
as  a  unimolecular  reaction.  An  alteration  in  the  concentration  of  the 
sodium  hydroxide,  or  its  replacement  by  another  base,  causes  an  altera- 
tion in  the  velocity  of  the  change,  and  thus  the  transformation  affords 
a  method  of  comparing  the  strength  of  bases  as  regards  this  particular 
reaction. 

The  molecular  rotatory  power  of  the  sodium  salt  in  1"3  to  1*5  per 
cent,  aqueous  solution  is  approximately  the  same  as  that  of  the 
potassium  salt,  and  it  is  probable  that  each  is  fairly  completely  ionised 
at  this  concentx'ation. 

The  fii'st  series  of  experiments  was  carried  out  with  this  concentra- 
tion of  the  sodium  salt  at  .30^  in  solutions  of  varying  concentrations  of 
different  bases.  The  velocity  of  the  transformation  is  approximately 
proportional  to  the  hydroxyl  ions,  but  is  probably  changed  slightly  in 
some  cases  by  an  alteration  in  the  state  of  ionisation  of  the  optically 
active  reagent. 

\        C  ■         . 

Thus  the  velocity  constant,  /ir=-log-^,  obtained  in  i\74  sodium 

t  C't 
hydroxide,  was  0"0225,  whilst  in  ^V/IO  sodium  hydroxide  the  value 
obtained  was  0'00749,  whereas  if  the  velocity  of  the  transformation 
were  proportional  to  the  concentration  of  hydroxyl  ions,  the  value  in 
the  second  case  should  be  slightly  greater  than  2/5ths  of  0*0225, 
since  these  solutions  of  sodium  hydroxide  are  almost  completely 
ionised.  But  if  we  compare  two  solutions,  which  contain  different 
concentrations  of  hydroxyl  ions,  but  the  same  concentration  of  sodium 
ions,  the  velocity  constants  are  then  proportional  to  the  concentration 
of  the  hydroxyl  ions.  Thus  the  velocity  constant  of  the  transforma- 
tion when  carried  out  in  iV/4  sodium  hydroxide  +  NjA:  sodium  chloride 
is  0'0234,  and  when  carried  out  in  iV710  sodium  hydroxide  -t-4iY/10 
sodium  chloride  is  0'00931. 

The  following  table  of  results  shows  that  as  regards  the  catalytic 
effect  on  the  transformation  of  sodium  A^'"^'-dihydro-l-naphthoate 
the  hydroxides  of  the  alkali  metals  are  somewhat  weaker  than  those  of 
the   alkaline   earths,   but  are  slightly  stronger  than  the  tetra-alkyl 
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ammonium  hydroxides.  The  relative  strength  of  the  bases  as 
measured  by  the  results  obtained  differ  somewhat  from  the  relative 
electrical  conductivity  of  the  same.  This  we  attribute  mainly  to  the 
effect  of  the  base  on  the  degree  of  ionisation  of  the  sodium  salt.  In 
this  connection  it  may  be  pointed  out  that  the  alteration  in  the  value 
of  the  velocity  constant  with  varying  concentrations  of  the  base  is  pro- 
portionally the  same  in  the  case  of  solutions  of  potassium  and  barium 
hydroxides,  which,  according  to  their  electrical  conductivities,  are  ionised 
to  approximately  the  same  extent. 

Couceutratiou  of  hydroxide. 

NI2.  N/i.  N/5.  N/IO.  N/20.  N/25. 

Sodium  hydroxide... 0-0530  0-0225  —  0'00749  —  — 

Potassium     ,,        0-0550  0-0239  0-0179  0-00769  —  — 

Lithium         ,,        —  0-0257  —  _  _  — 

Calcium         ,,        _____  0-00468 

Strontium      ,,        _  _  _  0-0121  0-00467  — 

Barium          ,,        —  0-03o2  0-0277  00113  0-00528  0-00364 

Tetramethylam  monium 

hydroxide   —  0-0181  _  _  _  _ 

Tetraethylammouium 

hydroxide    —  0-0210  _  -^  _  ^ 

Tetra- ?i-propylammonium 

hydroxide    —  0-0141  _  _  _  _ 

A  point  of  some  interest  is  that  the  velocity  of  the  transformation 
of  the  (Z-sodium  salt  is  identical  with  that  of  the  ^-sodium  salt ;  thus, 
in  iVyiO  strontium  hydroxide  the  velocity  constant  of  the  transforma- 
tion of  the  ^salt  is  0-0118,  whilst  that  of  the  cZ-salt  is  0-0121,  These 
results  are  almost  identical,  and  represent  the  usual  divergence  of 
duplicate  experiments,  which  is  not  greater  than  3  per  cent. 

Some  experiments  made  with  dilute  alcoholic  solutions  of  sodium 
hydroxide  show  that  the  velocity  constants  are  greater  in  these  solu- 
tions than  in  water.  Here,  however,  this  is  possibly  due  not  only  to 
the  influence  of  the  alcohol  on  the  degree  of  ionisation  of  the  optically 
active  salt,  but  also  to  the  influence  of  the  medium.  The  influence 
of  concentration  of  the  sodium  salt  on  the  velocity  o£  the  transforma- 
tion is  proportionally  the  same  in  50  per  cent,  alcohol  as  in  water, 
whilst  in  solutions  of  varying  alcoholic  strength  and  the  same  con- 
centration of  sodium  hydroxide  the  velocity  constants  increase  rapidly 
in  value  as  the  concentration  of  the  water  decreases. 

Sodium  chloride  exerts  an  accelerating  influence  on  the  rate  of  trans- 
formation in  the  presence  of  sodium  hydroxide,  as  will  be  seen  from 
the  following  table  : 

IniV74NaOH,  A'=0-0225; 

In  i\74  NaOH-FiV74  NaCl,  ^=0-0234  ; 

In  iV74  NaOH-i-iV/2  NaCl,  J:=  0-0264. 

This  accelerating  influence  of  sodium  chloride  is  diflacult  to  explain, 
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but  is  analogous  to  its  influence  on  the  velocity  of  the  catalytic  hydro- 
lysis of  methyl  acetate  by  hydroxides  (compare  Reicher,  Annalen,  1885, 
228,  257,  and  Arrhenius,  Zeit.  physikal.  Chem.,  1887,  1,  110).  It 
is,  however,  in  marked  contrast  to  a  case  studied  by  Koelichen  {Zeit. 
2)hysikal.  CJie.vi.,  1900,  33,  129),  where  the  velocity  of  the  condensation 
of  acetone  to  diacetone  alcohol  in  the  presence  of  hydroxyl  ions  as 
catalyser  is  retarded  by  most  neutral  salts,  including  sodium  chloride, 
but  is  accelerated  by  potassium  sulphate. 

The  catalysing  effect  of  various  amino- bases  on  this  transformation 
has  been  compared  in  xV/4  aqueous  solution.  It  is  of  interest  to  note 
that  the  comparison  shows  that  the  amines  (with  one  or  two  excep- 
tions) differ  in  their  catalytic  effect  in  much  the  same  degree  as  their 
dissociation  constants  (compare  Bredig,  Zeit.  physikal.  Chem.,  1894, 
13,  290),  that  is,  in  general  in  the  fatty  series  the  tertiary  amines 
are  weaker  than  the  secondary  amines  containing  the  same  alkyl 
radicles,  but  are  about  of  the  same  strength  as  the  corresponding 
primary  amines. 

The  following  table  shows  the  relation  between  the  velocity  con- 
stants recorded  in  this  paper  and  the  dissociation  constants  of  Bredig. 
The  value  for  piperidine  is  put  equal  to  100  in  each  case  : 


Methylamine    23 

Dimethylaniine    70 

Trimethylamine  30 

Etbylamine  20 

Diethylamine  34 

Tiiethylamine ■  13 

Propylamine     22 

^'soPropylaniine    14 

2SoButylamine 14 

<er< -Butylamine 12 


Allylamine    5 

Piperidine 100 


Velocity  constant  of  Dissociation 

the  tiansformation.  constant. 

9  31-G 

1  46-8 
9  4-7 

2  34-9 

3  79-7 
3  40-5 
0  29-7 

6  33-5 
2  19  6 

7  20-2 
9  3-6 
0  1000 


Here  again  the  differences  may  be  ascribed  in  all  probability  to  the 
influence  of  the  base  on  the  ionisation  of  the  active  sodium  salt,  and 
the  mechanism  of  the  transformation  may  be  further  complicated  in 
some  cases  by  the  formation  of  the  less  soluble  salt  of  the  organic 
base.  The  results,  therefore,  are  not  strictly  comparable.  This  com- 
plication suggested  further  experiments  in  which  an  ester  was  used  in 
place  of  the  sodium  salt,  and  it  seemed  of  interest  to  investigate 
further  the  action  of  some  secondary  amines  on  the  transformation,  as 
it  is  well  known  that  some  of  these,  notably  pipei'idine  and  diethyl- 
amine,  have  a  marked  catalytic  effect  on  many  organic  reactions 
(especially  condensations). 

Preliminary  experiments  showed  that  the  velocity  of  the  transforma- 
tion of  the  piperidine  salt  of  the  active   A^-acid  when  dissolved  in  a 
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benzene  solution  of  piperidine  {Nji)  was  about  sixteen  times  greatex' 
than  that  of  the  sodium  salt  dissolved  in  a  corresponding  aqueous 
solution  of  piperidine,  and,  further,  that  the  piperidine  salt  itself  was 
fairly  rapidly  transformed  in  benzene  solution.  In  the  subsequent 
experiments  any  disturbing  influence  of  the  carboxyl  group  was 
eliminated  by  conversion  of  the  acid  into  the  corresponding  methyl 
ester.  It  was  then  found  that  the  transformation  of  the  ester  of  the 
A^-acid  to  that  of  the  A^-acid  proceeded  in  benzene  (or  chloroform) 
solution  very  much  faster  than  the  transformation  of  the  sodium  salt 
in  aqueous  solution  under  the  catalytic  influence  of  organic  bases.  It 
is  probable  that  the  transformation  of  the  ester  under  these  conditions 
is  brought  about  by  a  different  reaction.  For  in  the  first  place  the 
temperature  quotients  of  the  two  reactions  are  widely  different  ;  thus 
the  temperature  quotient  for  fifteen  degrees  between  15°  and  30°  in 
the  case  of  the  ester  with  (iY/10)  piperidine  as  catalyser  is  1*4,  whilst  in 
the  case  of  the  sodium  salt  with  (iV/lO)  sodium  hydroxide  as  catalyser  it 
is  6-2.  Again,  the  effect  of  varying  the  concentration  of  the  catalyser 
is  different  in  the  two  cases;  thus,  comparing  the  effect  of  piperidine  on 
the  transformation  of  the  ester  in  benzene  with  the  effect  of  barium 
hydroxide  on  the  transformation  of  the  sodium  salt  in  water,  we  found 
that  the  velocity  constants  in  the  first  case  were  as  5  :  15  :  38  and  in 
the  second  case  were  as  5  :  11  :  28,  when  the  concentrations  of  the 
catalysers  were  as  1  :  2  :  4. 

It  is  also  interesting  to  note  that  the  relative  catalytic  effect  of 
mono-,  di-,  and  tri-ethylamine  in  the  two  cases  is  quite  different. 

We  have  not  investigated  the  effect  of  the  medium  on  the  velocity 
constants  except  in  one  case,  where  we  found  that  the  transformation 
proceeded  ten  times  faster  in  benzene  than  in  chloroform. 

In  Part  I  (Joe.  cit.),  an  attempt  is  made  to  explain  the  course  of  the 
transformation  of  the  A^-acid  to  the  A^-acid  by  assuming  the  addition 
of  the  elements  of  water  and  the  subsequent  elimination  of  water  in  a 
manner  so  as  to  leave  the  double  linking  in  the  A^-position.  Similar 
explanations,  which  can  be  extended  to  instances  of  catalysis  by  a 
primary  or  secondary  amine,  are  very  frequently  adopted  in  organic 
chemistry,  but  in  the  case  of  the  ester,  where  some  tertiary  amines 
have  an  enormous  catalytic  effect  on  its  transformation,  such  an 
explanation  (even  with  the  assumption  of  a  temporary  pentavalency  of 
I      the  nitrogen  atom)  is  hardly  possible. 

Experimental. 

The  sodium  salt  of  the  (Z-A'''"^'-dihydro-l -naphthoic  acid  required 
for  this  work  was  prepared  as  described  in  Part  I  (loc.  cit.).  It 
was,  however,  discovered   that,   whilst  the  racemic   acid  was  readily 
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soluble  in  cold  petroleum  (b.  p.  60 — 70°),  the  dextro-acid  was  almost 
insoluble.  It  was  therefore  preferable  to  obt-iin  the  pure  dextro-acid 
by  the  crystallisation  from  light  petroleum  of  an  acid  separated  from 
a  partially  purified  Z-menthylamine  salt.  The  yield  is  much  better 
than  that  obtained  by  the  method  given  in  Part  I  as  the  repeated 
cry.stallisation  of  the  menthylamioe  salts  is  accompanied  by  great 
loss  of  material.  In  this  way  it  is  also  easy  to  prepare  the  pure  Isevo- 
acid.  A  number  of  mother  liquors  from  several  preparations  of  the 
^-menthylamine  salt  of  the  dextro-acid  was  concentrated  and  allowed 
to  stand  at  0°  for  several  days.  From  the  oily  mass  a  small  crop  of 
crystals  separated.  These  had  [a ]o  in  alcohol  -90°  (the  pure  [^-1-^] 
salt  would  have  [aju  about  130°).  The  acid  obtained  from  this  salt 
after  two  crystallisations  from  light  petroleum  yielded  the  pure  Isevo- 
isomeride  in  the  form  of  beautiful,  long,  lustrous  needles  melting  at 
103°.     The  specific  rotation  was  determined  in  chloroform  : 

0-3185  made  up  to  20  c.c.  gave  -677°  in  a  1-dcm.  tube;  whence 
[ajo  -212-55°. 

A  mixture  of  equal  parts  of  this  acid  and  the  dextro-isomeride  was 
readily  soluble  in  cold  petroleum,  whilst  the  crystals  left  after  the 
solvent  had  evaporated  melted  at  89°.  The  sodium  salts  of  both  the 
active  isomerides  are  far  less  soluble  in  anhydrous  alcohol  than  that  of 
the  racemic  acid,  so  that  a  further  purification  is  effected  in  the  last 
stage  of  the  preparation  of  the  material. 

Methyl  Ester. — The  methyl  ester  was  prepared  by  the  action  of 
methyl  iodide  on  the  silver  salt.  It  is  a  mobile  oil,  boiling  without 
decomposition  at  160°  under  12  mm.  pi'essure.  The  preparation  had  a 
high  po.*itive  rotation,  but  as  it  was  prepared  from  a  specimen  of  sodium 
salt  which  was  not  quite  free  from  racemate,  the  actual  value  is  not 
recorded  here. 

Determinations  of  ilie  Velocity  of  the  Transformation. — The  velocity 
constants  were  calculated  from  the  equation  for  unimolecular  re- 
actions, K=  \jt\og  Co/ct,  and  were  determined  by  polarlmetric  observ- 
ations made  in  a  jacketed  tube  round  which  circulated  water  coming 
from  a  reservoir  of  constant  level  and  passing  through  a  long  copper 
coil  immersed  in  a  thermostat.  For  each  determination  about  027  to 
0  3  gram  of  the  sodium  salt  (or  methyl  ester)  in  20  c.c.  of  the  solvent 
was  used,  a  concentration  which  gives  an  initial  rotation  of  nearly  6°. 
The  first  few  readings  often  gave  erratic  values,  which  were  discarded. 
The  polarimeter  gave  readings  accurate  to  ±0-01°,  so  that  numerous 
values  of  the  constants  could  be  obtained. 

Two  examples  of  the  results  thus  obtained  are  given,  the  remainder 
being  tabulated  below  : 
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Table  I. 
In  i\74Ba(OH)2  at  30°. 


Time  in  hours,   dotation. 


K. 


Mean  ir=0-03Gl. 


Table  II. 
In  i>74C.3H5-NH2  at  30°. 


Tinu!  in  linnrs.  Rotation. 


K. 


0-0 

5-16° 

— 

0-0 

5-20' 

— 

2-0 

4-41 

0-0341 

6-0 

4-96 

0 

00202 

2-5 

4-21 

0-0354 

11-3 

4-83 

0 

00209 

3-0 

4-02 

0-0361 

22-3 

4-57 

0 

00213 

S-.f) 

3-88 

0-0354 

29-3 

4-45 

0 

00202 

4-0 

3-71 

0-0341 

35-0 

4-32 

0 

00206 

4-3 

3-60 

0-0360 

46-5 

4-05 

0 

00215 

4-7 

3-52 

0-0356 

53-0 

3-92 

0 

00216 

5-0 

3-41 

0-0360 

59-3 

3-82 

0 

00212 

.'■)-3 

3-29 

0-0367 

71-3 

3-62 

0 

00209 

5-7 

3-23 

0-0359 

75-7 

3-52 

0 

00213 

6-3 

3-09 

0-0356 

83-0 

3-44 

0 

00206 

6-7 

2-98 

0-0358 

94-3 

3-27 

0 

00205 

8-6 

2-48 

0-0369 

loro 

3-18 

0 

00201 

9-2 

2-34 

0-0375 

107-0 

3-07 

0 

00206 

9-8 

2-24 

0-0370 

118-7 

2-90 

0 

00-207 

23-3 

0-73 

0-0365 

166-0 

2-35 

0-00202 

00 

000 

— 

CO 

0-00 

— 

Mean  A'=  0-00208. 


Table   III. 


Catalysis  oj  Sodium  ty'^'^'^^-Dihydrona'pldlioate. 


KOH, 


Concentra- 
tion of 

Catalyse!'.           catalyser.  Solvent.  Temp, 

KaOH    i\72  AVater  30° 

i\74  :,  30 

AyiO  ,,  30 

A72  ,,  30 

iVV4  „  30 

AV5  „  30 

„    ^710  ,,  30 

LiOH     A74  ,,  30 

Ca(OH).,    i\725  ,,  30 

Sr(OH).;    A710  ,,  .30 

„      *  ^710  „  30 

i\720  ,,  30 

Ba(0H)2    A75  ,,  30 

iV7lO  „  30 

i\720  ,,  30 

i\725  ,,  30 

Tetraniethyl  ammon- 
ium hydroxide iV/4  ,,  30 

Tetraethyl      ammon- 
ium hj^droxide A74  ,,  30 

Tetrapropyl    ammon- 
ium hydroxide iY/i  ,,  30 

NaOH    A74     25  %  alcohol     30 

> Nl^     50%       „  30 

.,        i\74     75%       „  30 

>,        iV72     50%       ,,  30 


Velocity  constant  K. 


No.  of 
values. 

16 

16 

14 

13 

22 

12 

16 

20 

21 

11 

10 

19 

18 

20 
6 

14 


11 
8 

13 
20 
17 


11  0 

12  0 


yhest.   Lowest.    Mean. 


ft 

0545 

0236 

00767 

0557 

0246 

0184 

00784 

0268 

00480 

0126 

0124 

00477 

0293 

0118 

00587 

00374 


0144 
02-26 
0320 
0730 
0790 


0187      0 
0208      0 


0514 

0217 

00723 

0536 

0231 

0172 

00743 

0244 

00455 

0118 

0111 

00454 

0264 

0110 

00502 

00351 


0  0530 

0-0225 

0  00749 

0-0550 

0-0239 

0-0179 

0-00769 

0-0257 

0-00468 

0-0121 

0-0118 

0-00467 

0-0277 

0-0113 

0  00528 

0-00364 


0175     0-0181 
0193     0-0201 


0134 
0212 
0299 
0674 
0757 


0-0141 
0  0219 
0-0.306 
0-0700 
0-0773 


*  With  the  laevo-salt. 
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Table  III  {continued). 
Catalysis  of  Sodium  ^^"''^^-Biliydronaphilioate. 

Velocity  constant  K. 


Catalyser. 


Concentra- 
tion of 
catalyser.   Solvent. 


NaOH   J\V4 

„         ^/4 

„      ivvio 

.,      iV/io 

Methylamine    Nl^. 

Dimethylamine    i\74 

Trimethylainine  i\V4 

Ethvlaraine  J\V4 

Dietliylamine  i\74 

Triethylaniinc .^'/^ 

Propylamine     i\74 

isoPropylamine    i\74 

All3-lamine  i\74 

'/i-Bntylamine  i\74 

tS'pButylain  ine iV/4 

tert.  -Butylamine i\74 

Piperidine    i\74 


i^72XaCl 

iV/4NaCl 

47V/10XaCl 

Water 


Temp. 
30° 
30 
30 
15 
30 
30 
30 
30 
30 
30 
30 
30 
30 
30 
30 
30 
30 


No.  of 

values.  Highest.  Lowest 


9 
14 
10 

8 
11 
24 
13 
16 
14 
13 
15 
14 
18 
13 
17 
16 
12 


0'0269 

0-0242 

0-00942 

0-00138 

0-00-256 

0  00745 

0-00334 

0-00216 

0-00368 

0-00140 

0-00232 

0-00160 

0-00063 

0-00206 

0-00156 

000137 

0-0108 


Mean. 

0-0252  0-0264 
0-02-23  0-0233 
0  00913  0-009-26 
000121  0-00129 
0-00237  0  00247 
0-00717  0-00723 
0-00308  0-00319 
0-00201  0-00208 
0-00346  0-00355 
0-00127  0-00135 
0-00219  0  00227 
000146  0-00151 
0-00058  0-00061 
0-00190  000198 
0-00140  0-00147 
0-00123  0-00131 
00099     0-0103 


Ammonia  in  Nl^i  aqueous  solution  has  a  very  small  catalytic  effect, 
the  velocity  constant  obtained  being  0-00015.  This  value  is,  how- 
ever, only  approximate,  as  the  solutions  of  the  sodium  salt  in 
ammoniacal  solution  turn  brown  at  the  end  of  a  fortnight.  Aqueous 
pyridine  (A^/4)  does  not  induce  the  transformation  of  the  sodium  salt, 
nor  pyridine  in  benzene  solution  that  of  the  methyl  ester. 

Catalysis  of  Methyl  A'''"'''^^-Dihydro-l-naphthoate. — The  experiments 
with  the  ester  were  carried  out  as  with  the  sodium  salt,  except 
that  in  some  cases  the  times  were  taken  in  minutes,  owing  to  the 
speed  of  the  transformation.  In  each  such  case  the  constants  have 
been  multiplied  by  sixty,  to  be  comparable  with  the  other  constants. 
The  amount  of  amine  used  in  the  formation  of  amide  was  very  small 
during  the  time  over  which  the  observations  extended. 


Table  IV. 

Percentage  of  ester 

converted  to  amide     Velocity  constant  K. 
durins,'  the  ,- — '' 


Concentra- 
tion of 


observa-    No.  of 
Catalyser.     catalyser.  Solvent.  Temp,  tions.      values.  Highest.  Lowest.    Mean 

isoPropylamine    i\710      Benzene      30°     7  %  in 

2  hours 
iV7l0    Chloroform   30     26  %  in 

40  hours 
Triethylamine      iV^/10      Benzene      30  — 

dried  with 

CaClo 

iVyiO      Benzene      30  — 

dried  with 

i\0. 


10 

8 

11 

11 


0-193  0-167  0-179 

0-0178  0-0156  0-0165 

0-786  0-741  0-754 

0-798  0-750  0-778 
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Table  IV  (continued). 


Percentage  of  ester 

converted  to  amide     Velocity  constant  K. 


Concentra 
tion  of 

during  tlie  ^ 

observa-    No.  of 

^ 

Catalyser. 

catalyser. 

Sol 

vent. 

Tenif 

).  tions. 

values. 

Highest. 

Lowest. 

Mean. 

Tri|iropylaniine    N/10 

Bei 

izcnc 

30° 

— 

15 

0144 

0-121 

0-135 

;)-Toluidine    . 

.    i\7io 

30 

Approximate  mean  K     = 

0-007 

Piperidine .... 

..     iV/lO 

30 

6%  in' 
13  mins. 

16 

4-202 

3-138 

3-831 

n             .... 

..     iY/lO 

15 

7  %  .in 
21  ndns. 

20 

2  790 

2-478 

2-634 

)  J             .... 

..     N/20 

30 

3  %  hi 
42  nuns. 

22 

1-596 

1-398 

1-496 

,,             .... 

..     N/4.0 

30 

1  %  in 
80  mins. 

11 

0-516 

0-476 

0-493 

Ethylamine  . 

..     N/10 

30 

7%  in 
80  mins. 

14 

0-305 

0-277 

0-283 

Diethylamine 

..     iV/lO 

30 

5%  in 
80  mius. 

17 

0-777 

0-716 

0-749 

The  authors'  thanks  are  clue  to  the  Research  Fund  Committee 
of  the  Society  for  a  grant  which  has  defrayed  much  of  the  cost  of 
this  investigation. 
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CXLVI. — Estimation  of  Copiyei'  hy  Titanium  Trichloride. 

By  Ezra  Lobb  Rhead. 

For  the  quantitative  estimation  of  copper,  both  gravimetric  and 
volumetric  methods  ai'e  commonly  employed.  Of  the  former,  the 
electrolytic  process  is  that  more  generally  adopted.  It  has  the 
advantage  of  being  applicable  in  the  presence  of  iron  and  some  other 
metals,  thus  necessitating  less  previous  separation  than  most  of  the 
other  gravimetric  methods. 

The  solution,  however,  requires  careful  preparation  and  the  adjust- 
ment of  the  current  strength,  size  of  cathode,  strength  of  solution, 
temperature,  and  some  other  details  demand  special  experience  and  , 
skill  in  order  to  secure  the  best  results.  The  precipitation  is  usually 
incomplete,  and  the  last  traces  of  copper  have  to  be  estimated  colori- 
metrically.  In  works  where  many  analyses  are  conducted  at  one  time, 
much  platinum  is  required,  thus  greatly  increasing  the  prime  cost. 

Of  the  volumetric  processes  the  iodide  method  is  the  one  usually 
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admitted  to  be  the  best  and  is  very  generally  adopted,  although  in 
some  laboratories  the  cyanide  process  still  survives.  The  difficulty  of 
obtaining  accurate  results  with  the  latter  is,  however,  well  known. 

The  iodide  method  is  an  excellent  way  of  estimating  copper  under 
well-known  and  sharply- defined  conditions,  and  yields  good  results. 
In  addition  to  the  care  required  in  the  preparation  of  the  copper 
solution,  the  preparation  of  the  starch  solution  and  the  amount  added 
iuHuence  the  result  and  the  ease  with  which  the  end  reaction  is 
obtained.  The  necessity  of  maintaining  the  solution  cold  throughout 
the  titi'ation  is  sometimes  overlooked,  and  there  may  be  a  loss  of  iodine 
and  consequent  reduction  in  the  amount  of  copper  found. 

The  determination  of  the  end  reaction  also  requires  much  practice, 
and  the  probabilities  of  the  return  of  the  blue  colour  after  being 
discharged  by  thiosulphate  cannot  be  calculated,  nor  can  it  in 
many  cases  be  prevented. 

Quite  recently,  Gerlinger  {Zeit.  angew.  Chem.,  1906,  19,  520)  has 
called  attention  to  these  difficulties,  which  he  ascribes  to  the  pre- 
cipitated cuprous  iodide.  He  recommends  the  addition  of  a  sufficient 
amount  of  potassium  iodide  to  dissolve  the  precipitate,  but  the  amount 
of  iodide  required  for  the  purpose  is  in  all  cases  very  great,  and  in 
dilute  solutions  exceedingly  so.  In  some  estimations  made  by  the 
author  one  gram  of  copper  sulphate  was  dissolved  in  200  c.c.  of  water, 
and  portions  of  5  c.c.  =0*025  gram  taken.  These  were  titrated  with  a 
solution  of  potassium  iodide  containing  100  grams  per  litre.  Three 
determinations  of  the  amovmt  required  to  obtain  a  perfectly  clear 
solution  gave  73'5  c.c,  73 "8  c.c,  and  74  c.c.  respectively;  equal  to 
1158  times  the  weight  of  copper  in  the  solution.  In  stronger  solutions 
less  is  required. 

The  method  of  estimating  copper  described  in  this  paper  is  free  from 
these  drawbacks  and  is  equally  accurate.  It  consists  in  reducing  an 
acid  solution  of  a  cupric  salt  to  which  potassium  thiocyanate  has  been 
added  by  means  of  titanium  trichloride,  a  powerful  reducing  agent 
introduced  by  Knecht  in  1903  {£er.,  36,  166,  1549).  The  behaviour 
of  "the  solution  is  somewhat  peculiar.  Cupric  thiocyanate  is  formed, 
but  remains  in  solution,  forming  a  brownish-coloured  liquid. 

On  adding  pure  titanium  trichloride  to  the  solution  this  colour  is 
discharged,  cuprous  thiocyanate  being  precipitated,  and  a  colourless,  or 
nearly  colourless,  solution  remains.  The  end  reaction  is  reached  too 
gradually  to  be  easily  distinguished.  If,  however,  a  ferric  salt  be 
added  to  the  solution,  a  deep  red  coloration  is  produced  with  the  excess 
of  thiocyanate  and  persists  until  the  whole  of  the  copper  salt  has  been 
reduced  to  the  cuprous  state  and  precipitated.  The  red  coloration  is 
ultimately  discharged  by  excess  of  titanium  trichloride,  showing  that 
under  the  conditions  of   the  experiment  the  copper  was  first  affected. 
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Experiment  showed  that  ferrous  salts  reduce  cupric  salts  to  the  cuprous 
state  very  readily  in  acid  solutions,  and  the  amount  of  the  reagent 
consumed  was  the  same  with  or  without  the  addition  of  ferrous  com- 
pounds ;  the  quantity  of  titanium  trichloride  required  to  reduce  the 
ferric  salt  resulting  from  the  oxidation  of  the  ferrous  by  the  cupric 
salt  is  identical  with  that  required  to  reduce  the  corresponding 
quantity  of  the  latter. 

The  determination  of  the  end  of  the  I'eaction  was  thus  rendered  very 
easy,  the  red  colour  of  iron  thiocyanate  being  so  pronounced.  The 
end  reaction  is  as  sharp  as  in  titrations  with  permanganate,  a  single 
drop  of  a  weak  solution  being  sufficient  to  determine  it. 

The  addition  of  the  ferrous  iron  may  be  made  to  the  solution  of 
copper  or  to  the  standard  titanium  trichloride  solution.  In  the  latter 
case,  the  addition  of  the  reagent  causes  an  increase  in  the  depth  of 
colour  in  the  copper  solution  until  near  the  end,  owing  to  the  increase 
in  the  amount  of  iron  added  with  the  reagent.  This  method  of  adding 
iron  is  somewhat  less  convenient,  but  ensures  the  whole  of  it  being 
present  in  the  ferrous  state,  since  it  is  mixed  with  the  reducing  agent. 
It  intei-feres,  however,  with  the  cross  standardisation  by  means  of  iron, 
since  ferrous  salts  reduce  cupric  salts.  If,  however,  the  solution  be 
standardised  with  pure  copper,  no  difficulty  is  encountered,  and  the  use 
of  two  solutions  is  avoided. 

There  is  also  an  objection  to  adding  iron  to  the  reagent  in  estimating 
small  quantities  of  copper  and  in  very  dilute  solutions,  as  so  little  iron 
may  be  added  as  to  render  the  end  reaction  indistinct. 

It  is,  therefore,  better  in  most  cases  to  use  pure  titanium  trichloride 
and  add  a  ferrous  salt  to  the  copper  solution.  At  present  the  com- 
mercial titanium  salt  contains  iron,  and  the  original  experiments  were 
made  with  this  product.  In  view  of  the  fact  that  cross  standardisation 
was  thus  rendered  impossible,  Messrs.  Peter  Spence  and  Sons,  Ltd.,  of 
Manchester,  very  kindly  prepared  and  supplied  me  with  some  of  the 
pure  salt  free  from  iron,  so  as  to  place  the  accuracy  of  the  method 
beyond  doubt. 

In  carrying  out  the  titration,  the  usual  necessary  precautions  in  the 
use  of  the  i*eagent  must  be  observed,  and  the  analyses  must  be  made 
in  cold  solution.  The  solution  must  be  preserved  from  the  air  unless 
check  determinations  are  done  with  every  batch  of  estimations.  Even 
this  is  less  satisfactory  than  using  a  suitable  apparatus,  with  a 
hydrogen  generator  attached  (compare  Knecht,  /.  Soc.  Dyers,  1903, 19, 
169,  also  Sutton's  Vulumetric  Analysis,  9th  ed.,  224).  The  special 
arrangement  is,  when  once  set  up,  more  simple  to  use  than  an  ordinary 
burette. 

Solutions  of  titanium  trichloride  of  various  strengths  were  used. 
The  usual  solution  was  made  by  boiling  50  c.c.  of  the  strong  solution 
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(commercial  20  per  cent.)  with  50  c.c.  of  strong  hydrochloric  acid  and 
diluting  to  two  litres.  Its  strength  corresponded  approximately  to 
0-003  gram  of  copper  per  c.c. 

The  results  obtained  were  as  follows  : 

Standardisation  by  Iron. — Seven  grams  of  ferrous  ammonium  sul- 
phate were  dissolved  in  water  and  made  up  to  a  litre  (1  c.c.  =0-001 
gram  Fe).  The  solution  was  oxidised  with  potassium  permanganate 
run  in  from  a  burette. 

(1)  50  c.c.  iron  solution  required  19-4  c.c.  titanium  trichloride. 

(2)  „  >>  )j  5>         19'4   ,, 

(3)  „  ,,  „  >>         19-35,, 


)5 


Mean 19-38 

Fe  equivalent  =  ,q.oo  =  0-00258  gram. 

Copper  Solution. — Eecrystallised  copper  sulphate  equal  to  099765 
gram  of  copper  was  weighed  out  and  made  up  to  a  litre. 

Potassium  Thiocyanate  Solution. — One  hundred  grams  of  the  salt  were 
dissolved  and  made  up  to  a  litre.  From  10  to  20  c.c.  were  added  to 
each  titration. 

(1)  50  c.c.  copper  solution  required  17-00  c.c.  titanium  trichloride. 

(2)  ,,  ,,  ,,  5,  17-05   ,,  ,,  J, 

(3)  jj         >,  J,  ,>  17'00  ,,  ,,  „ 

Fe  value  of  solution  =  0-00258. 

Cu  value  =  0-00258  x  -^   =  0-00293. 

56 

Copper  found  =0*00293  x  17-02  =  0-04986  gram,  equal  to  99-95  per 
cent,  of  the  copper  present  in  the  pure  salt. 

The  amounts  of  potassium  thiocyanate,  acid  (either  sulphuric  or 
hydrochloric),  and  water  used  were  varied  in  a  large  number  of  experi- 
ments, but  no  alteration  in  the  quantity  of  titanium  trichloride  could 
be  detected. 

Titration  in  Presence  of  Ferric  and  Cupric  Salt. 

Copper  solution.  Iron  alum  sohition.  HjSG^  (1  : 1).  TiClg  solution.* 
20  c.c.                            —                      10  c.c.  10-5    c.c. 

—  20  c.c.  10    „  12-05  „ 

20    „  20   „  10    „  22-5     „ 

20   „  20    „  10    „  22-5     „ 

*  This  was  a  weaker  solution  than  that  used  in  the  foregoing  experiments. 
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Total  copper  and  iron  may  therefore  be  estimated  in  the  same 
solution. 

The  presence  of  such  salts  as  ammonium  chloride,  sodium  acetate, 
zinc  sulphate  or  chloride,  ferrous  sulphate,  and  stannic  chloride  exerts 
no  influence  on  the  course  of  the  reaction. 

Effect  of  Temperature. — At  80°  the  reagent  is  decomposed  with 
precipitation  of  titanium  dioxide.  At  40°  the  first  addition  of  a  few 
c.c.  discharged  the  red  colour,  but  it  quickly  returned  as  the  liquid 
cooled.  Further  additions  were  made  and  the  amount  finally  required 
was  the  same  as  when  cold,  making  a  slight  allowance  for  the  oxidation 
resulting  from  longer  exposure  during  titration. 

TiClg  required  in  the  cold 10'65  c.c. 

„  „         at  40°  and  cooling  down     10*72    „ 

Below  30°  the  amount  required  was  not  affected  by  variation  in 
temperature, 

Effect  of  Nitric  Acid. — Owing  to  its  reduction  by  titanium  trichloride, 
this  acid  must  be  absent. 

Ferric  Salts. — Iron  in  the  ferric  state  must  be  absent  from  the  solu- 
tion titrated,  or  the  copper  value  of  the  amount  of  iron  so  present 
deducted  from  the  result  after  it  has  been  separately  determined.  The 
iron  may  be  i"emoved  as  acetate  in  the  ordinary  manner  before  titrating 
the  copper. 

To  test  the  method  by  comparison  with  others,  a  sample  of  copper 
was  analysed  by  the  iodide,  electrolytic,  and  the  method  here  described, 
with  the  following  results  : 


o 


Method.  Copper  taken.  Copper  fomul.  Percentage. 

Electrolytic 0-25  gram  0-2498  gram     99-92 

Titanium  trichloride  0-25     „  0-2497     „         99-88 

Iodide  0-25     „  0-2496     „         99-84 

In  conclusion,  I  must  gratefully  acknowledge  the  kindness  of  Dr. 
Knecht  and  of  Messrs.  Spence  and  Sons,  Ltd.,  for  providing  me  with 
the  titanium  salt. 

My  thanks  are  also  due  to  Mr.  G.  H,  Gray  and  Miss  Eva  Hibbert, 
who  have  assisted  me  with  the  analytical  work. 

Metallukgical  Laboratory, 

School  of  Technology, 

Manchester. 
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CXLVII. — The  Gum  of  Cochlospermum  Gossypium, 

By  Heney  Haliburton  Robinson,  jNI.A.  (Oxon.). 

A  SMALL  deciduous  tree,  Cochlosj)ermum  Gossypium,  belongiog  to  the 
Bixinece,  which  grows  abundantly  in  the  forests  of  the  JSTorth-West 
Himalaya,  and  extends  across  the  central  table-land  of  India,  furnishes 
a  gum,  which  occurs  in  irregular,  rounded,  translucent  lumps  of  a  pale 
buff  colour.  This  gum  resembles  tragacanth  in  absorbing  a  large 
quantity  of  water  and  swelling  up  to  many  times  its  original  size ;  it 
is  sold  in  the  Indian  bazaars  as  a  substitute  for  tragacanth.  Several 
pounds  of  the  gum  were  received  at  the  Imperial  Institute  from  the 
Indian  Government. 

It  is  remarkable  among  the  gums  for  its  property  of  slowly  giving  off 
acetic  acid  when  exposed  to  moist  air ;  if  a  bottle  of  it  is  opened 
a  distinct  odour  of  acetic  acid  is  noticed.  This  property  is  also 
possessed  by  the  gum  of  Sterculia  urens,  and  is  mentioned  by  Guibourt 
(Pharm.  J.',  1855,  15,  57). 

The  gum  does  not  dissolve  to  any  extent  in  water.  One  gram  of  the 
powdered  substance  was  mixed  with  100  c.c.  of  water  and  shaken  from 
time  to  time  during  three  days  ;  the  supernatant  liquid  was  filtered,  and 
a  portion  of  it,  on  evaporation,  gave  a  residue  the  weight  of  which  showed 
that  the  100  c.c.  had  dissolved  8*4  per  cent,  of  the  gum  taken  ;  this 
most  probably  was  not  all  in  true  solution,  but  included  minute 
particles  of  jelly  which  had  passed  through  the  pores  of  the  filter- 
paper. 

The  gum  does  not  give  any  blue  coloration  with  solution  of  iodine, 
and,  consequently,  is  free  from  starch. 

Lemeland  (/.  Pharm.  Chim.,  1904,  20,  253)  determined  the  amount  of 
furfural  and  mucic  acid  yielded  by  the  gum,  and  concluded  that  100 
grams  of  the  dry  substance  should  yield  on  hydrolysis  33 '0  grams  of 
pentoses  and  45 '3  grams  of  galactose;  he  also  succeeded  in  isolating 
galactose. 

In  carrying  out  this  work  the  lines  of  O'Sullivan's  reseai'ches  (Trans., 
1884,  45,  41  ;  1891,  59,  1029  ;  1901,  79,  1164)  have  been  followed. 
This  author  has  shown  that  gums  are  not  carbohydrates,  with  which 
they  are  often  erroneously  classed,  but  are  acids  of  high  molecular 
weight,  from  which,  by  hydrolysis,  various  sugars  can  be  separated, 
leaving  a  more  stable  acid  of  lower  molecular  weight,  which  still 
possesses  gum-like  properties.  He  farther  showed  that  by  gentle 
hydrolysis  evidence  can  be  obtained  of  the  existence  of  a  number  of 
intermediate  acids  lying  between  the  natural  gum  and  this  compara- 
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tively  stable  acid.     The  latter  thus  serves  as  a  nucleus  with  which  the 
residues  of  various  sugar  molecules  are  combined  to  form  the  gum. 

From  the  substance  under  investigation  a  stable  acid  was  obtained 
having  a  composition  corresponding  to  the  formula  Co3H3gO.^^,  for 
which  the  name  gondic  acid  is  proposed,  from  "  gond,"  the  Hindustani 
for  gum.  It  differs  by  one  molecule  of  water  from  the  arabic  acid  or 
A-arabinosic  acid  and  thegeddic  acid  described  by  O'Sullivan,  each  of  which 
has  the  formula  C.,3H3gOo2,  and  by  one  carbon  atom  from  the  tragacan- 
than-xylan-bassoric  acids,  Co^Hg^jOg^,  of  the  same  author.  Like  some 
of  the  gum  acids,  when  it  unites  with  bases,  it  forms  salts  by  addition 
without  any  elimination  of  water.  It  is  probably  a  dibasic  acid 
at  least,  since  a  monobasic  acid  of  the  same  composition  and  neutral- 
ising power  would  only  contaiu  eleven  or  twelve  carbon  atoms  in 
its  molecule,  and  an  acid  of  such  low  molecular  weight  would  be  less 
likely  to  possess  the  properties  of  a  gum. 

Xylose  and  a  hexose  were  found  in  the  liquids  obtained  on  hydro- 
lysing  the  gum  and  removing  the  gondic  acid. 

As  regards  the  gum  itself,  it  was  found  to  yield  14  per  cent,  of 
acetic  acid,  equivalent  to  18  per  cent,  when  calculated  on  the  dry  and 
ash-free  substance  ;  it  thus  proves  to  be  an  acetyl  derivative  of  a 
gummy  substance.  By  the  action  of  sodium  hydroxide  solution  in  the 
cold,  the  acetyl  group  was  removed  and  a  gummy  substance  was 
obtained  which  had  acid  properties.  To  this  the  name  of  a-cochlosperm- 
inic  acid  may  be  given. 

Analyses  were  made  both  of  the  gum  and  of  the  a-cochlosperminic 
acid.  From  these  data  the  following  explanation  of  the  constitution 
of  the  gum  suggests  itself  :  a-cochlosperminic  acid  may  be  a  hexosan- 
xylosan-gondic  acid,  CgH^QO^,  CgHgO^,  Q.^Jl^^O^^,  or  Cj^Hj^OgQ,  and  the 
gum  itself  a  tetra-acetyl  derivative  of  this  substance,  some  acetic  acid 
having  been  slowly  lost  during  keeping,  thus  reducing  the  yield 
of  acetic  acid.  This  view,  however,  appears  almost  too  simple,  and  a 
more  elaborate  system  of  examination  may  prove  the  composition  to  be 
more  complex.  Moreover,  the  neutralising  power  found  for  a-cochlo- 
sperminic acid  is  too  high  to  be  consistent  with  this  view,  unless  it  was 
due  to  some  impurity. 

Experimental. 

On  breaking  up  the  gum  into  small  fragments  (it  is  of  a  very  tough 
nature)  and  then  picking  out  those  which  are  not  discoloured,  a  pure, 
white  sample  can  be  obtained.  Such  a  sample,  after  further  powdering, 
was  found  to  lose,  when  dried  at  lOO'^,  15"5  per  cent,  of  its  weight, 
and  to  contain  5  2  per  cent,  of  ash,  equivalent  to  6"2  per  cent,  in  the 
dry  gum.     When  the  dried  powder  (preparation  P)  was  exposed  to  air, 
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it  reabsorbed  very  nearly  the  same  weight  of  water  which  it  lost 
at  100°. 

In  order  to  remove  ash  constituents,  6  grams  of  selected  gum  were 
allowed  to  stand  in  contact  with  a  mixture  of  11  c.c.  of  strong 
hydrochloric  acid  solution  and  33  c.c.  of  absolute  alcohol ;  the  propor- 
tion of  water  present  was  sufficient  to  cause  the  gum  to  swell.  After 
twenty  minutes,  32  c.c.  of  absolute  alcohol  were  added  ;  this  caused 
signs  of  desiccation  of  the  gum  ;  after  an  hour  or  two  the  alcohol  was 
poured  off  and  fresh  alcohol  was  added  and  left  in  contact  for  some 
hours,  and  then  was  decanted  ;  this  washing  was  repeated  about  twenty 
times.  The  purified  substance  (preparation  Q)  was  then  dried  over 
calcium  chloride  in  a  vacuum  ;  the  desiccating  action  of  the  alcohol  had 
rendered  it  far  less  tough  and  it  was  easily  reduced  to  powder.  It  now 
contained,  when  dried  at  100°,  1*1  per  cent,  of  ash. 

Another  specimen  of  selected  gum  was  freed  from  ash  in  a  slightly 
different  way ;  it  was  left  in  contact  with  a  mixture  of  equal  vokimes 
of  strong  hydrochloric  acid  solution  and  water  for  twenty  minutes, 
and  was  then  treated  repeatedly  with  75  per  cent,  alcohol,  which 
was  weak  enough  to  allow  it  to  remain  in  gelatinous  lumps  and  not  to 
desiccate  it.  The  lumps  were  dried  at  100°  and  powdered.  This 
preparation  (K)  when  dried  at  100°  lost  8-4  per  cent,  of  its  weight  ; 
after  being  dried  at  this  temperature  it  contained  only  0"25  per  cent, 
of  ash. 

In  the  following  analyses  of  these  three  preparations  the  percentages 
are  calculated  on  the  dry  and  ash-free  gum. 

Preparation  P. 

0-3094  gave  04730  CO2  and  0-1552  H^O.     C  =  44-45  ;  H  =  5-94. 

Preparation  Q. 

0-3408  gave  0-5599  CO2  and  0-1799  H2O.     C  =  45-31  ;  H  =  5-93. 
0-3723     „     0-6099  COo    „     0-1918  H2O.     0  =  4518 ;  H  =  5-78. 

Pi'eparation  E. 

0-2657  gave  0-4366  COg  and  0-1424  H2O.     C  =  44-92  ;  H  =  5-97. 
0-2864     „     0-4723  CO2    „     0-1513^,0.     C  =  45-09 ;  H  =  5-89. 

03^115^027(0  Ac)3  requires  0  =  44-94  ;  H  =  562  per  cent. 
C3,H5o026(OAc)4        „        0  =  45-41  ;  H  =  5-59  per  cent. 

Yield  0/  Acetic  Acid. 

Twenty-two  grams  of  the  gum  were  heated  with  200  c.c.  of  a 
solution  containing  1 3  grams  of  sulphuric  acid  on  a  water-bath  for  two 
hours  and  then  distilled  with  a  naked  flame  for  twenty  minutes.  The 
distillate   was  treated  with   barium   carbonate,   filtered,    mixed  with 
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phosphoric  acid,  and  distilled.  To  the  distillate,  silver  oxide  was  added, 
and  from  the  solution  crystals  were  obtained  which  proved  to  be  silver 
acetate,  for,  on  ignition  : 

0-2814  gave  0-1817  Ag.     Ag- 64-57. 

CoH^OgAg  requires  Ag  =  64"67  per  cent. 

The  liquid  remaining  in  the  distilling  flask  after  the  first  distillation 
was  treated  with  barium  carbonate  to  remove  sulphuric  acid  and  was 
then  distilled  with  phosphoric  acid ;  the  distillate  was  redistilled  and 
treated  with  silver  oxide  and  crystals  of  silver  acetate  were  again 
obtained. 

0-2485  gave  0-1600  Ag.     Ag  -  64-39  per  cent. 

There  is  thus  no  doubt  that  acetic  acid  is  one  of  the  products  of 
hydrolysis. 

Two  hundred  and  thirty-two  grams  of  the  gum  were  hydrolysed  by 
heating  with  3  per  cent,  sulphuric  acid  for  thirteen  hours  on  a 
water-bath.  A  portion  of  the  resulting  liquid,  representing  17  grams 
of  the  gum,  was  distilled  in  a  current  of  steam  and  the  amount  of  acid 
in  the  distillate  was  determined  by  means  of  a  standard  solution  of 
sodium  hydroxide,  using  phenolphthalein  as  the  indicator.  An 
amount  of  acetic  acid  was  found  equivalent  to  14-4  per  cent,  of  the 
gum,  or  18-2  per  cent,  of  the  dry  ash-free  substance,  allowing  for  the 
presence  of  16  per  cent,  of  water  and  5  per  cent,  of  ash. 

In  two  experiments,  some  of  the  powdered  gum  was  divided  and 
examined  as  follows  :  a  portion  weighing  1-1594  grams  was  warmed  for 
eight  hours  in  a  water-bath  with  40  c.c.  of  Nj^  sodium  hydroxide 
solution ;  the  mixture  was  then  acidified  with  6  c.c.  of  phosphoric  acid 
of  sp.  gr.  1-5  and  distilled,  using  a  bath  of  calcium  chloride  solution  ; 
water  was  added  and  three  more  distillates  were  obtained.  Using 
sodium  hydroxide  solution  and  phenolphthalein  as  an  indicator,  it  was 
found  that  the  yield  of  acetic  acid  was  13-1  per  cent,  or,  allowing  for 
18  per  cent,  of  water,  16-0  per  cent,  of  the  dry  gum. 

The  second  portion,  which  weighed  1-3113  grams,  was  dried  at  100° 
in  a  water-oven  and  lost  0-2363  gram,  equivalent  to  180  per  cent.  The 
dry  residue  was  then  treated  in  the  same  manner  as  the  first  portion 
and  it  was  found  that  the  yield  of  acetic  acid  was  13-7  per  cent,  of  the 
gum  or  16-7  per  cent,  of  the  dry  gum  or  17-8  per  cent,  of  the  dry  and 
ash-free  gum. 

These  experiments  show  that  no  acetic  acid  is  lost  by  the  gum  in  the 
course  of  drying  at  100°  in  a  water-oven. 
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Preparation  of  a-Cochlosperminic  Acid. 

A  portion  of  the  gum  weighing  100  grams  was  left  in  contact  with 
2  litres  of  5  per  cent,  sodium  hydroxide  solution.  In  the  course  of  a 
few  days  it  swelled  so  as  to  occupy  apparently  the  whole  two  litres  of 
liquid,  but  the  swelling  caused  little  or  no  increase  in  the  total  volume. 
The  mixture  was  left  at  the  ordinary  temperature  for  a  cbnsiderable 
time  ;  a  portion  was  then  removed  and  neutralised  with  standard  acid 
and  it  was  found  that  part  of  the  sodium  hydroxide  had  been 
neutralised,  and  that  100  parts  of  dry  gum  were  equivalent  to  roughly 
20  parts  of  acetic  acid  in  neutralising  effect.  It  thus  appeared 
probable  that  the  acetyl  groups  had  been  removed  by  the  sodium 
hydroxide. 

After  various  trials  the  following  method  was  found  to  be  the  best 
for  the  preparation  of  a  cochlosperminic  acid.  A  portion  of  the  above 
liquid,  which  was  a  thick  mucilage,  was  mixed  with  an  equal  volume 
of  normal  hydrochloric  acid  solution,  which  nearly  neutralised  the 
sodium  hydroxide ;  after  standing  for  a  few  days  it  became  much  less 
viscous.  It  was  then  mixed  with  one-tenth  of  its  volume  of  strong 
hydrochloric  acid  solution.  It  was  now  moderately  clear.  In  order  to 
remove  impurities  it  was  filtered,  placed  in  tubes  of  parchment  paper, 
and  dialysed  until  all  the  hydrochloric  acid  was  removed  j  a  bright 
clear  solution  was  thus  obtained. 

The  solution  yielded  by  dialysis  does  not  give  a  precipitate  when 
mixed  with  alcohol  alone,  but  when  an  acid  or  a  salt  in  solution  is 
added  to  the  mixture  with  alcohol,  a  white,  gummy  substance  separates, 
a  property  characteristic  of  colloids. 

The  solution  contained  0'611  gram  of  dry  matter  in  100  c.c,  of 
which  0 '060  gram  was  ash;  a  column  of  it  200  mm.  in  length  was 
found  to  po.ssess  a  rotatoi-y  power  of  ai,  +  0°38',  whence  [a]u  +  57'^  for 
dry  and  ash-free  a-cochlosperminic  acid. 

Some  solution  similarly  prepared  was  mixed  with  nearly  twice  its 
volume  of  97  per  cent,  alcohol  and  one-fiftieth  of  its  volume  of  strong 
hydrochloric  acid  solution ;  the  precipitate  produced  was  separated, 
washed  with  alcohol,  and  dried  over  calcium  chloride  in  a  desiccator. 
Prepared  in  this  way  {M),  the  acid  was  a  white,  gi-anular,  amorphous 
substance  containing  only  0-21  per  cent,  of  ash. 

A  ."Second  preparation  (N^)  of  the  acid  was  made 'in  a  very  similar 
manner,  but  sulphuric  acid  was  used  to  neutralise  the  sodium  hydroxide 
before  dialysing  and  some  hydrochloric  acid  was  used  later.  This 
preparation  contained  0'8  per  cent,  of  ash.  After  drying  at  100°,  the 
following  numbers  were  obtained  on  analysis  : 
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Prepax-ation  M. 

0-2115  gave  0-3315  CO^  and  0-1115  H^.     0  =  42-85;  H  =  5-87. 
0-2137     „     0-3320  CO2    „    01088  HgO.     C  =  42-47 ;  H  =  5-67. 

Preparation  N. 

0-2119  gave  0-3346  CO.,  and  0-1090  B.f>.     0  =  43-41  ;  H  =  5-76. 
0-1728     „     0-2697  CO2    „    00895  Hp.     0  =  42-79 ;  H  =  5-79. 
O34H54O30  requires  0  =  43-31  ;  H  =  5-73  per  cent. 

The  percentages  are  calculated  on  the  dry  and  ash-free  substance. 

The  dialysed  solution  was  an  almost  colourless,  gummy  liquid,  and 
on  evaporation  left  the  a-cochlosperminic  acid  in  transparent,  gum-like 
flakes,  which  were  insoluble  in  water.  Tlie  white  form  obtained  by 
precipitating  with  alcohol  is  brittle  and  easily  jiowdered;  with  water 
it  gelatinises,  but  does  not  dissolve.  That  the  substance  was  really 
de-acetylated  was  proved  by  distilling  a  portion  of  it  with  sulphuric  acid, 
when  the  distillate  contained  no  acetic  acid. 

The  substance  has  acid  properties  and  an  attempt  was  made  to 
determine  its  neutralising  power  by  grinding  some  of  the  preparation 
i/,  and  dividing  the  powder  into  two  weighed  portions.  In  one  portion 
the  loss  at  100°  was  determined;  the  other  was  treated  with  i\^/10 
sodium  hydroxide  solution  in  a  closed  flask.  After  about  half  an  hour 
it  had  all  dissolved,  and  the  liquid  had  acquired  a  pale  yellow  tint ; 
two  days  later  the  excess  of  sodium  hydroxide  was  determined,  and 
the  neutralising  power  of  the  dry  substance  was  found  to  be  equivalent 
to  a  "barium  oxide  value"  of  20-2.*  This  result  was  much  higher 
than  was  expected  considering  the  barium  oxide  value  of  the  soluble 
gondic  acid. 

21ie  Gum  Acids, 

In  order  to  ascertain  the  composition  of  the  gum  it  was  decided  to 
hydrolyse  it  by  means  of  sulphuric  acid,  and  then  to  separate  and 
examine  the  products  obtained.  Several  such  hydrolyses  wei^e  made, 
and  it  was  found  that  the  gum  when  thus  treated  yielded  sugais  and 
one  or  more  gum  acids. 

The  gum  when  warmed  for  about  fourteen  hours  with  2'^  or  3  per 
cent,  sulphuric  acid  solution  slowly  dissolved,  and  the  resulting  liquid 
when  mixed  with  alcohol  yielded  a  precipitate  of  the  gum  acid  as 
a  soft,  dough-like  mass.  In  some  experiments  alcohol  was  added 
at  once  to  the  liquid,  in  others  the  sulphuric  acid  was  previously 
removed  by  the  addition  of  barium  carbonate,  the  gum  acid  being 
simultaneously  converted  into  a  soluble  barium  salt.  The  precipitate 
was  purified  by  repeatedly  dissolving  it  in  water  and  reprecipitating 

*  The  weight  of  barivun  oxide  required  to  neutralise  100  parts  of  the  dry  acid. 
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with  alcohol,  the  final  purification  being  effected  by  acidifying  the 
aqueous  solution  with  hydrochloric  acid  and  submitting  it  to  dialysis 
in  a  tube  of  parchment  paper.  When  necessary,  the  liquids  were 
decolorised  by  percolation  through  animal  charcoal.  The  gum  acid 
passed  through  the  parchment  paper  very  slowly,  and  consequently 
a  large  proportion  of  it  was  left  in  the  paper  tube  free  from  inorganic 
constituents.  It  was  precipitated  by  the  addition  of  alcohol,  and  dried 
by  leaving  it  over  calcium  chloride  in  a  desiccator. 

Obtained  in  this  way,  it  is  a  white,  granular  substance,  easily 
reduced  to  powder.  It  remains  unaltered  on  exposure  to  air  and  does 
not  deliquesce,  but  if  left  moist  with  alcohol  on  a  filter  paper  the 
alcohol  absorbs  the  atmospheric  moisture,  and  this  is  transferred  to 
the  acid,  rendering  it  gummy  and  stopping  all  further  filtration.  In 
consequence  of  this,  filtrations  of  the  alcoholic  precipitates  must  be 
performed  over  calcium  chloride  under  a  large  glass  shade  to  ensure  a 
dry  atmosphere.  The  substance  has  a  pleasant  acid  taste  and  dissolves 
readily  in  water,  and  the  aqueous  solution  when  evaporated  leaves 
transparent,  gum-like  scales,  which,  unlike  the  scales  obtained  by 
evaporating  the  solution  of  the  de-acetylated  gum,  are  still  soluble 
in  water.     On  heating,  it  chars  without  melting. 

The  first  preparation  (A)  made  was  examined  before  it  had  been 
submitted  to  dialysis.  After  drying  at  100°,  it  contained  5  "7  per 
cent,  of  ash. 

0-1969  gave  0-2891  CO.,  and  0-0916  H,0.     C  =  42-46;  H  =  5-48. 
0-2015     „     0-2967  C0.2    „    0-0959  H^.     0  =  42-59 ;  H  =  5-61. 
CggHggOo;  requires  0  =  42-59  ;  H  =  5-56  per  cent. 

The  percentages  are  calculated  on  the  dry  and  ash-free  substance. 

The  dialysis  method  of  purification  was  then  applied  to  this  same 
product  (A).  After  dialysis  the  rotatory  power  of  the  substance  in 
solution  was  found  to  be  [a Jo  +93°. 

The  acid  was  then  sepai-ated  by  precipitation  and  the  product  {B), 
which  was  almost  free  from  ash,  after  drying  at  100°  yielded  the 
following  results  : 

0-2175  gave  0-3366  00.,  and  0-1082  HgO.     0=42-21 ;  H  =  5-53. 
0-2123      „     0-3293  OO2    „    01049  HgO.     0  =  42-30 ;  H  =  5-49. 

These  results  agree  with  those  obtained  before  dialysis.  The 
neutralising  power  was  then  determined  in  terms  of  the  amount  of 
barium  oxide  required  to  neutralise  100  parts  of  the  acid  dried  at  100°, 
using  a  standard  solution  of  barium  hydroxide  with  phenolphthalein 
as  the  indicator.  This  barium  oxide  value  was  found  to  be  24-5. 
CgsHggOgi  requires  a  barium  oxide  value  of  23-6. 

Another  preparation  was  made  from  80   grams  of   the  gum,  using 
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barium  carbonate  to  lemove  the  sulphuric  acid  and  convert  the  guiu 
acids  into  their  barium  salts.  The  barium  salts  were  precipitated  by 
alcohol,  and  when  Avater  was  added  to  the  precipitate  the  resulting 
liquid  separated  into  two  layers,  resembling  the  separation  of  phenol 
when  mixed  with  water.  The  two  layers  were  treated  separately. 
The  lower  layer  yielded  6  grams  of  an  acid  (preparation  C)  which  had 
a  barium  oxide  value  of  20*8  ;  it  contained,  however,  about  0"4  per  cent, 
of  ash.  The  upper  layer  yielded  4  grams  of  an  acid  (preparation  IJ) 
which  had  a  barium  oxide  value  of  23"9,  uncorrected  for  ash. 

The  effect  of  fractional  precipitation  was  next  tried  with  these  two 
preparations ;  the  acids  were  dissolved  in  water  and  alcohol  was  added 
to  the  solutions  in  quantities  insufficient  to  cause  complete  precipita- 
tion. The  precipitates  obtained  w^ere  further  purified  by  redissolving 
and  repreci^jitating,  except  in  the  case  of  the  third  fraction  of  D,  which 
was  too  small  to  be  reprecipitated.  The  barium  oxide  values  of  the 
three  fractions  of  C  were  found  to  be  18-0,  18'4,  and  17"4,  and  those 
of  the  three  fractions  of  I)  were  20-9,  20"8,  and  23*4.  C  and  D  were 
thus  mixtures  containing  acids  with  more  sugar  residue  in  the  mole- 
cule than  gondic  acid  and  lying  between  that  acid  and  the  gum.  A 
hexosan-pentosan-gondic  acid  would  have  a  barium  oxide  value  of  16  2 
and  a  pentosan-gondic  acid  would  have  one  of  19 '6.  The  amounts  of 
C  and  D  available  were  insufficient  to  permit  of  a  complete  investiga- 
tion of  the  intermediate  acids,  and  the  values  given  are  not  corrected 
for  ash. 

In  oi'der  to  obtain  a  further  quantity  of  the  acid,  another  hydrolysis 
was  made,  employing  500  grams  of  the  gum,  and  from  this  two  prepara- 
tions, £  weighing  36  grams  and  F  weighing  12  grams,  were  obtained. 
They  were  prepared  by  using  barium  carbonate  as  a  neutralising  agent, 
and  were  purified  by  dialysis.  Preparation  £J  was  not  quite  free  from 
barium  oxide  ;  the  amount  of  this  was  ascertained  and  allowed  for  in 
the  determinations.  It  had  a  bai'ium  oxide  value  of  24' 7,  and  its  rotatory 
power  was  [a]D4-91°. 

Preparation  F  had  a  barium  oxide  value  of  24*4  and  its  rotatory 
power  was  [a]D  +  93°. 

Experiments  were  made  with  the  object  of  separating  this  acid  into 
smaller  molecules  by  further  hydrolysis,  but  it  appeared  to  be  re- 
sistant except  to  powerful  action,  when  a  general  decomposition 
occurred.  Some  of  preparation  F  was  warmed  in  a  water-bath  for  half  an 
hour  with  one-tenth  of  its  weight  of  sulphuric  acid  and  twenty  times  its 
weight  of  water  ;  the  gum  acid  was  separated  and  its  barium  oxide  value 
was  found  to  be  25-0.  Another  portion  of  preparation  F  was  warmed 
in  a  water-bath  for  one  hour  with  half  its  weight  of  sulphuric  acid  and 
twenty  times  its  weight  of  water  ;  the  gum  acid  was  separated  and  its 
barium   oxide  value   was    found    to  be    26*7.      Hydrolysis   with   still 
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stronger  sulphuric  acid  solutiou  was  then  tried,  employing  9  grams  of 
preparation  F,  and  warming  it  in  a  water-bath  for  eight  hours  with 
three  times  its  weight  of  sulphuric  acid  and  thirty  times  its  weight  of 
water ;  it  was  found  to  have  undergone  much  decomposition,  but  the 
products  could  not  be  satisfactorily  isolated. 

These  results  seem  to  point  to  the  existence  of  a  gum  acid  of  consider- 
able stability,  having  a  barium  oxide  value  of  about  24  and  a  rotatory 
power  of  about  [a]u  +93°.  Twenty  grams  of  the  preparation  ^  were 
then  separated  by  fractional  precipitation  with  alcohol  into  three  frac- 
tions, each  of  which  was  redissolved  and  I'eprecipitated  by  alcohol ;  the 
three  products  Ea,  Eb,  and  Ec  were  found  to  have  bai-ium  oxide 
values  of  23"7,  237,  and  24'1  respectively,  allowance  having  been 
made  for  the  small  quantities  of  barium  oxide  they  contained  derived 
from  the  barium  oxide  in  preparation  E.  The  first  of  these  products 
was  dissolved  and  precipitated  by  alcohol  in  the  presence  of  a  little 
sulphuric  acid,  again  dissolved,  and  precipitated  by  alcohol.  The  pre- 
cipitate Eaa  was  found  to  have  a  barium  oxide  value  of  23-7  and  a 
rotatory  power  of  [aji,  97*7°;  portions  of  it,  after  drying  at  100°, 
yielded  the  following  results  : 

0-2142  gave  0-3343  COg  and  0-1089  HgO.     C  =  42-66  ;  H  =  5-66. 
0-1918     „     0-2995  CO2  and  00969  H,0.     C  =  42-70  ;  H  =  5-63. 
CggHggOgi  requires  C  =^  42-59  ;  H  =  5-56  per  cent. 

The  ash  in  each  case  was  0-0005  gram  and  the  percentages  are  calcu- 
lated on  the  dry  and  ash-free  substance. 

O'SuUivan  (Trans.,  1891,  59,  1075)  found  that  the  gum  acids  when 
dry  ax'e  anhydrides,  and  form  addition  compounds  with  barium  oxide 
without  elimination  of  water.  In  order  to  determine  whether  this  is 
the  case  with  gondic  acid,  the  barium  salt  was  prepared  from  a  portion 
of  Eaa  by  neutralising  it  with  barium  hydroxide  solution,  using  phenol- 
phthalein  as  the  indicator,  and  then  precipitating  with  alcohol.  A 
portion  of  this  salt,  after  drj-ing  at  100°,  gave  the  following  numbers :    „ 

0-2927  gave  0-3508  CO.,,  0-1187  H.,0,  and  0-073   BaCOg.     0=34-20;" 

11  =  4-51.  ^ 

CgaHggOgpBaO  requires  C  =  34-46  ;  H  =  449  per  cent.  ■  ^-j 

CggHgjOgo'^aO        „        C  =  35-25  ;  H  =  4-34  per  cent. 

This  result  proves  that  gondic  acid  resembles  the  other  acids  jl 
in  being  an  anhydride,  and  forming  salts  by  addition,  not  by  replace- 
ment. This  conclusion  is  independent  of  any  particular  formula,  sin 
100  parts  of  an  acid  containing  42-7  per  cent,  of  carbon  uniting  witW 
23*7  parts  of  baiium  oxide  give  a  salt  containing  3452  per  cent,  of 
carbon  if  an  addition  product  is  formed,  but  if  2  8  parts  of  water  (the 
equivalent  of  23-7  of  barium  oxide)  are  eliminated,  the  resulting  salt 
contains  35*32  per  cent,  of  carbon. 
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It  was  noticed  that,  like  the  arabinic  acid  prepared  by  Neubauer  (J. 
pr.  Chem.,  1854,  62,  193)  from  gum  arabic,  gondic  acid  is  rendered  less 
easily  soluble  in  water  by  pi'olonged  drying  at  100°.  It  was  also  found 
that  by  treatment  with  nitric  acid  of  sp.  gr.  1'50  gondic  acid  yields  a 
nitrated  derivative  which  is  precipitated  by  the  addition  of  water  and 
is  soluble  in  alcohol. 

llie  Sugars. 

From  the  liquid.s  from  which  the  gum  acids  had  been  precipitated  by 
means  of  alcohol,  two  sugars  were  isolated,  although  with  considerable 
difficulty. 

The  first  appeared  to  be  a  hexose  and  crystallised  in  rosettes  of  lancet- 
shaped  crystals.  It  had  a  sweet  taste  and  a  melting  point  of  about  135°. 
When  dried  at  100°  its  rotatory  power  was  [ajn  +  58°  and  on  analysis  : 

0-2024  gave  03005  CO.2  and  0-1224  H^O.     C  =  40-49  ;  H  =  6-72. 
C,iIIo„0,i  requires  C  =  40-00  ;  H  =  6-67  per  cent. 

It  yielded  a  yellow  osazone  melting  at  157 — 159°  and  completely  at 
about  160°,  sparingly  soluble  in  hot  water,  but  much  more  soluble 
than  dextrosazone.  Whether  this  sugar  is  galactose  not  quite  free 
from  impurities,  or  whether  it  is  a  new  sugar,  could  not  be  determined 
with  certainty  owing  to  the  small  quantity  obtained,  but  it  differed 
from  galactose  in  the  appearance  of  its  crystals. 

The  second  sugar  possessed  a  rotatory  power  of  [a]D  + 24°,  and  is 
doubtless  xylose. 

In  conclusion,  I  desire  to  express  my  best  thanks  to  Professor 
Wyndham  E.  Dunstan  for  suggesting  this  work,  and  for  the  valuable 
advice  he  has  given  me  in  carrying  it  out. 

Scientific  Department, 

Imperial  Institute,  S.W. 


CXLYlll.—Ste7'ic  Hindrance  in  the  Naphthalene  Series. 

By  Clarence  Smith. 

The  facility  with  which  1  : 8-naphthalene  derivatives  form  ring  com- 
pounds is  usually  considered  to  indicate  that  substituents  in  the  peri- 
position  are  relatively  situated  very  similarly  to  those  in  the  ortho- 
position  in  a  benzene  or  naphthalene  nucleus.  If  this  be  so,  the 
phenomenon  of  steric  hindrance  should  be  exhibited  by  certain 
naphthalene  compounds  having  substituents  in  positions  1,  2,  and  8, 
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and  this  explanatiou  has  been  advanced  to  account  for  the  peculiar 
behaviour  of  certain  2  : 8-derivatives,  although  exact  experimental 
data  are  wanting. 

Some  years  ago  Witt  {Ber.,  1888,  21,  3483)  found  that  y8-naphthyl- 
amine-8-sulphonic  acid  reacted  with  diazotised  sulphanilic  acid  to  form 
a  diazoamine.  Similar  results  have  been  obtained  with  di^zonium 
salts  of  less  molecular  weight  ;  it  is  worthy  of  mention,  however, 
that  in  the  production  of  these  yellow  diazoamines  the  red  colour  of 
the  solution  is  the  more  pronounced  the  lower  the  molecular  weight  of 
the  diazonium  salt  used,  a  result  which  points  to  the  possibility  of  a 
small  quantity  of  the  aminoazo-compound  being  formed,  although 
attempts  to  isolate  such  substances  from  the  mother  liquors  were 
unsuccessful,  as  also  were  experiments  undertaken  with  a  view  to  the 
conversion  of  the  diazoamino-  into  the  aminoazo-compound.  Evidently, 
with  a  substituent  of  large  molecular  volume  in  position  8  the  intra- 
molecular change  is  rendered  impossible,  or  is  very  largely  hindered,  so 
that  the  diazo-complex  cannot  enter  position  1  to  form  an  aminoazo- 
compound.  In  accordance  with  this  deduction,  it  was  found  that 
diiiiethyl-/3-naphthylamine-8-sulphonic  acid  does  not  react  with 
diazonium  salts. 

The  molecular  volume  of  the  nitro-group  is  much  less  than  that  of 
the  sulphonic  acid  group,  and  consequently  8-nitro-y8-uaphthylamine 
yields  aminoazo-compounds  in  the  usual  way,  although  the  effect  of 
steric  hindrance  is  manifested  by  the  inability  of  such  compounds  to 
form  acetyl  derivatives. 

The  well-known  difficulty  of  obtaining  dyes  from  "  G  "  salt  in  dilute 
solution  is  also  due  to  steric  hindrance,  the  effect  of  which,  has  been 
illustrated  by  comparing  the  rates  at  which  "  G "  and  "  R "  salts 
respectively  unite  with  diazonium  compounds  under  identical 
conditions. 

Hewitt  and  Mitchell  have  recently  published  the  results  of  ex- 
periments on  the  mobility  of  the  halogen  atom  in  l-bromo-;8-naphthol, 
in  which  they  have  shown  that  the  bromine  atom  is  almost  in- 
stantaneously displaced  by  diazo-complexes  in  alkaline  solution. 
Owing  to  steric  hindrance,  l-bromo-y8-naphthol-8-sulphonic  acid  does 
not  react  with  diazonium  salts,  whereas  the  halogen  in  l-bromo-/3- 
naphthol-6-sulphonic  acid  is  displaced  as  readily  as  from  l-bromo-y8- 
naphthol  itself.  | 

Experimental. 

Sodium  p-Tolue7iediazo-f3-aminonaphthalene-8-sulphonate, 
aHyNg-NH-CioHft-SOgNa. 

To  a  solution  containing  8*16  grams  of  sodium  yS-naphthylamine-S- 
sulphonate  and  excess  of    sodium  acetate  in  500   c.c.    of   water  was 
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slowly  added  the  solution  of  the  diazonium  chloride  prepared  from 
3*6  grams  of  ^j-toluidine.  The  mixed  solutions  immediately  became 
dark  red ;  excess  of  solid  sodium  acetate  was  added,  and  the  orange- 
I'ed  precipitate  was  collected  after  fifteen  hours,  well  washed  with  hot 
water,  dried,  and  crystallised  from  alcohol.  The  diazoamine  separates 
from  this  solvent  in  yellowish-brown  needles,  which  darken  at  215° 
and  melt  and  decompose  at  219°. 

0-7000  gave  Oa306  Na^SO^.     Na  =  6-04. 

0-1002     „     9-9  c.c.  moist  nitrogen  at  18-5°  and  772-5  mm.  ISr=  11-7. 
Cji^H^^O.jNgSNa  requires  Na  =  6-3  and  N=  11-6  per  cent. 

The  substance  does  not  develop  a  characteristic  coloration  with 
concentrated  sulphuric  acid,  and  is  decomposed  by  cold  concentrated 
hydrochloric  acid,  the  products  of  fission  yielding  a  red  precipitate 
with  an  alkaline  solution  of  /3-naphthol. 

Sodium  Benzenediazo-^-aminonaphthalene-^-sulphonate, 
C6H5N2-NH-CioH6-SU3N'a. 

This  substance  is  precipitated  when  equivalent  quantities  of  sodium 
^-naphthylamine-8-sulphonate  and  benzenediazonium  chloride  react  in 
the  presence  of  excess  of  sodium  acetate.  From  the  dark  red  solution 
a  reddish-brown  precipitate  separated,  which  was  collected,  washed, 
dried,  and  rapidly  crystallised  from  hot  water.  Light  yellow  crystals 
were  obtained  which  were  sparingly  soluble  in  alcohol,  and  insoluble  in 
other  organic  solvents. 

0-1332  gave  14-4  c.c.  moist  nitrogen  at  23°  and  781  mm.     N  =  12-2. 
CjgHj.^OgNgSNa  requires  N  =  12-0  per  cent. 

Potassium  Dimethyl- fi-naphthylaTnine-^-sulphonate, 

NMeo-C^oHg-SOgK. 

Twenty  grams  of  sodium  ;8-naphthylamine-8-sulphonate  and 
12  grams  of  sodium  hydroxide  were  dissolved  in  125  c.c.  of  water 
and  the  solution  warmed  to  50 — 60°  on  the  water-bath.  An  excess  of 
dimethyl  sulphate  (38  grams)  was  very  slowly  added  ;  the  oily  drops 
rapidly  disappeared  on  shaking  and  the  liquid  became  appreciably 
hotter.  After  cooling,  the  mixture  was  extracted  once  with  ether  to 
remove  unchanged  dimethyl  sulphate,  then  slightly  acidified  with 
sulphuric  acid  and  evaporated  to  a  small  bulk.  After  removing  the 
separated  sodium  sulphate  and  sodium  methyl  sulphate,  the  filtrate  was 
evaporated  with  absolute  alcohol  and  the  residual  syrup  cooled  in  a 
desiccator.  A  white,  crystalline  substance  was  thus  c)btaine<l  which  is 
exceedingly  deliquescent,  very  soluble  in  water,  and  quite  insoluble  in 
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organic  solvents.     From  these  properties  the  substance  is   probably 

very  similar  to  the  trimethyl  anhydro-salt,  CgH^'^T^^TJi-^  >>0,    formed 

from  sulphanilic  acid  (Griess,  Ber.,  1879,  12,  2116),  which  has 
corresponding  physical  properties,  but  it  has  not  yet  been  obtained  in 
the  pure  state,  a  slight  residue  being  left  after  ignition.  When  the 
substance  was  heated  for  five  hours  with  concentrated  aqueous  potass- 
ium hydroxide,  methyl  alcohol  was  formed,  which  was  removed  by 
distillation  and  recognised  by  converting  it  into  methyl  salicylate. 
From  the  cold  alkaline  solution,  crystals  of  potassium  dimethyl- 
)8-naphthylamine-8-sulphonate  were  obtained  and  were  purified  by 
repeated  crystallisation  from  water.  The  salt  forms  white,  anhydrous, 
lustrous  crystals,  and  is  easily  soluble  in  water  or  alcohol. 

0-2775  gave  0*0844  K.2SO4.     K  =  13-76. 

C^gH^g^s-^^-^  requires  K  =  13-5  per  cent. 

Dimethyl-^-naphthylamine-^-sulphonic  acid  was  obtained  by  adding 
concentrated  hydrochloric  acid  to  a  saturated  solution  of  the  potassium 
salt.  The  precipitate  was  recrystallised  from  hot  dilute  hydrochloric 
acid  and  then  twice  from  water.  The  acid  forms  anhj-drous  white 
needles  and  melts  at  244°.  It  is  sparingly  soluble  in  cold  water,  but 
dissolves  readily  in  hot  water  or  alcohol ;  the  solutions  exhibit  a 
beautiful  blue  fluorescence.  The  acid  does  not  form  a  nitroso- 
compound. 

0-1988  gave  10-1  c.c.  moist  nitrogen  at  18°  and  764-4  mm.    N  =  5-8. 
0-4804  required  19-25  c.c.  N/10  KOH.     M.W.  =  249-5. 
CjgHigOgNS  requires  M.W.  =  251  and  N  =  5-6  percent. 

Behaviour  with  Diazonium  Salts. — A  solution  containing  0-21  gram 
of  /)-toluidine  was  diazotised  and  added  to  the  solution  of  the 
equivalent  quantity  of  dimethyl-yS-naphthylamine-8-sulphonic  acid. 
By  the  addition  of  excess  of  sodium  acetate,  a  red  colour  was  developed 
which  did  not  become  intensified  after  five  hours.  The  solution  was 
therefore  slowly  poui'ed  into  a  cold  alkaline  solution  of  yS-naphthol,  and 
the  red  precipitate  of  j9-toliieneazo-^-naphthol  was  collected  at  the 
pump  on  a  Gooch  crucible,  well  washed  with  hot  water,  and  dried  at 
116°.  From  the  weight  of  the  azo-compound,  0-48  gram,  it  was 
calculated  that  more  than  91  per  cent,  of  the  diazonium  salt  had 
remained  uncombined  after  an  interval  of  five  houi's. 

In  a  similar  experiment  with  benzenediazonium  chloride,  87  per  cent, 
remained  unchanged  after  the  same  interval  of  time. 


1 


I 
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^-Tolueneazo-ft-amino-8-nitronaph(halene, 

CVET,N2-C%H,(NH,)N0,. 

A  solution  containing  16  grams  of  ^)-toliiidine  was  diazotised  and 
added  to  2'8  grams  of  8-nitro-j8-naphthylamine  dissolved  in  700  c.c.  of 
water  containing  a  small  quantity  of  acetic  acid.  The  mixed  solutions 
became  faintly  turbid,  and  after  the  addition  of  excess  of  sodium 
acetate  a  bi'ight  red  solution  was  produced,  from  which  a  bulky, 
flocculent  precipitate  slowly  separated  ;  this  was  collected,  washed,  and 
dried.  The  substance  is  very  sparingly  soluble  in  organic  solvents  of 
low  boiling  point,  and  is  therefore  best  purified  by  crystallisation  from 
ethyl  benzoate,  from  which  it  separates  in  reddish-brown  needles  with 
a  green  reflex.  The  crystals  were  washed  with  alcohol  to  remove  the 
last  traces  of  the  solvent,  and  dried  at  100°. 

0-1301  gave  22-2  c.c.  moist  nitrogen  at  23°  and  740  mm.     N  =  182. 
C^^H^^OgN^  requires  N  ==  18-3  per  cent. 

The  substance  melts  at  253°,  develops  an  intense  reddish-violet 
coloration  with  concentrated  sulphuric  acid,  is  not  decomposed  by  cold 
concentrated  hydrochloric  acid,  and  does  not  form  an  acetyl  derivative 
when  heated  with  acetic  anhydride  in  glacial  acetic  acid  solution. 

In  the  hope  of  obtaining  a  diazoamine  by  the  use  of  a  diazo-complex 
of  lax'ge  molecular  volume,  8-nitro-^-naphthylamine  (2  mols.)  was 
treated  with  nitrous  acid  (1  mol.),  but  after  the  addition  of  sodium 
acetate  a  dark  red  precipitate  was  obtained  which  gave  an  intense  blue 
coloration  with  sulphuric  acid,  and  was  not  decomposed  by  cold  hydro- 
chloric acid  ;  this  was  evidently  therefore  an  aminoazo-compound,  but 
was  not  further  examined. 


Bate  of  Reaction  of  "  G "  and  "  R  "  Salts  with  Diazonium   Salts. 

The    different   behaviour  of   these   isomeric  ^-naphthol  disulphonic 
acids. 


SO3H 


OH  /    \/    \0H 


SO3HI      i     /  SO3HI        I        ISO3H 


G"salt.  "R"  salt. 


towards  diazonium  compounds  has  long  been  known,  but  hitherto  a 
strict  comparison  between  the  action  of  the  salts  under  identical 
conditions  has  not  been  instituted.  For  this  purpose  a  dilute  alkaline 
solution  of  "G"  or  of  "R"  salt  was  brought  into  contact  with  the 
solution  of  the  diazonium  salt,  and  after  definite  intervals  of  time  the 
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amouut   of  uncombined  ^>toluenediazonium  chloride  was  estimated  in 
the  form  of  ^tolueueazo-;8-naphthol,  as  previously  described. 

In  the  first  set  of  experiments,  the  following  solutions  were 
prepared  : 

(a)  3-48  grams  of  "G"  salt  and  3-5  grams  of  sodium  cai'bonate  in 
200  c.c.  of  water, 

(b)  A  solution  of  "R  "  salt  of  the  same  composition. 

(c)  1'07  grams  of  ^)-toluidine  and  6-5  c.c.  of  concentrated  hydro- 
chloric acid  were  diazotised  with  0-69  gram  of  sodium  nitrite,  and  the 
resulting  solution  made  up  to  250  c.c. 

(d)  Five  grams  each  of  ^-naphthol  and  potassium  hydroxide  dis- 
solved in  200  c.c.  of  water. 

The  experiments  were  carried  out  at  0°  in  the  following  way. 
Fifty  c.c.  of  (a)  or  of  (b)  and  50  c.c.  of  (c)  were  thoroughly  mixed,  and 
after  definite  intervals  of  time  10  c.c.  of  the  mixture  were  run  into 
50  c.c.  of  (d) ;  the  precipitate  of  ptolueneazo-^-naphthol  was  collected, 
washed,  and  weighed.  The  results  are  expressed  in  the  table,  in  which 
the  second  and  third  columns  give  the  weight  of  /)-tolueneazo-^- 
naphthol  and  the  percentage  of  uncombined  diazonium  salt  respectively 
for  the  solution  containing  the  "  G "  salt,  and  the  fourth  and  fifth 
columns  the  corresponding  data  for  the  "  E  "  salt. 


Time  in  minutes. 
0 

II. 
0-0486 

HI. 
100-0 

IV. 
0-0486 

V. 
1000 

2 

0-0480 

98-8 

0-0032 

6-6 

5 

0-0466 

95-8 

nil 

10 

0-0415 

84-4 

>> 

20 

0-0402 

82-8 

»> 

120 

0-0354 

72-8 

>> 

14  hours 

0-0190 

39-0 

>« 

In  this  series  of  experiments  a  viscous  precipitate  separated  directly 
the  solutions  of  the  "  R "  salt  and  of  the  diazonium  chloride  were 
mixed,  a  proceeding  which  may  have  tended  to  vitiate  the  comparison. 
A  second  series  was  therefore  performed  with  the  following  solutions : 

(a)  3-48  grams  of  "  G  "  salt  in  500  c.c.  of  water. 

(b)  3-48  grams  of  "  R  "  salt  in  500  c.c.  of  water. 

(c)  A  solution  made  by  diazotising  1  gram  of  yj-toluidine  and 
diluting  to  500  c.c. 

(d)  A  solution  containing  0-0144  gram  each  of  )S-naphthol  and 
(lotassium  hydroxide  per  c.c.  | 

Two  hundred  c.c.  of  (a)  or  of  (b)  were  mixed  with  30  c.c.  of  yV-sodium 
caibonate  solution  and  200  c.c,  of  (c).  A  precipitate  did  not  separate. 
After  definite  intervals  50  c.c.  of  the  mixed  solutions  were  added  to 
20  c.c.  of  (d)  and  the  precipitated  azo-compound  treated  as  before. 
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Time  in 

minutes. 

II. 

III. 

IV. 

V. 

0 

01131 

100-0 

0-1134 

100-0 

5 

0-1062 

94-0 

0-0143 

12-6 

15 

0-0956 

84-5 

nil 

180 

0-0873 

77-2 

» 

24 

hours 

0-0351 

31-0 

44 

These  figures  indicate  very  clearly  the  steric  hindrance  produced  by 
the  presence  of  the  SO3H  group  in  position  8. 

Sodium  l-Bromo-fi-naphthol-S-sulpho7iafe. 

A  cold  saturated  aqueous  solution  containing  25  grams  of  sodium 
^-naphthol-8-sulphonate  (1  mol.)  was  slowly  treated  with  16  grams 
(1  mol.)  of  bromine.  The  halogen  quickly  disappeared,  and  the  solution 
became  warm  and  acquired  a  dark  green  colour  which  changed  to 
reddish-brown.  After  several  hours  the  brown  precipitate,  which 
showed  an  acid  reaction,  was  collected,  washed  once  with  a  strong 
solution  of  sodium  hydroxide,  and  thrice  recrystallised  from  A\7ater, 
whereby  the  substance  was  obtained  in  colourless,  glistening  leaflets 
which  turn  brown  in  the  air. 

1-2106  lost  0-1667  at  110^.     H20  =  13-8. 

C\,jH^0^BrSNa,3H,0  requires  1120  =  14-2  per  cent. 
0-3689,  dried  at  110°,  gave  0-2104  AgBr.     Br  =  24-3. 
C^fjH^O^BrSNa  requires  Br  =  24-6  per  cent. 

Behaviour  with  "p-Toluenediazonium  Chloride. — A  solution  containing 
0-9  gram  of  the  anhydrous  salt  was  treated  with  the  diazonium  chloride 
obtained  from  0-3  gram  of  /j-toluidine.  After  the  addition  of  sodium 
acetate  the  mixture  was  thoroughly  stirred.  The  colour  of  the  solution 
did  not  change  for  several  hours,  when  it  became  red.  After  five 
minutes,  three  hours,  and  nine  hours  respectively,  25  c.c.  of  the 
solution  were  added  to  an  alkaline  solution  of  /3-naphthol,  and  the 
weights  of  the  washed  and  dried  ^-tolueneazo-/S-naphthol  were  : 

0-1230  gram  after  5  minutes 
0-1232  „  3  hours 

0-1226  „  9     „ 

Evidently  the  group  in  position  8  had  completely  hindered  the 
elimination  of  the  halogen  by  the  diazonium  salt.  For  comparison, 
sodium  l-bromo-jS-naphthol-6-sulphonate  was  treated  with  ^;-toluene 
diazonium  chloride,  when,  after  the  addition  of  sodium  acetate,  a  dark 
red  solution  was  immediately  obtained,  from  which  excess  of  sodium 
acetate  precipitated  the  sodium  salt  of  an  azo-compound  which  was 
free  from  halogen.     The  free   acid   was  dark  red  in  colour,  whereas 


1512  LAW:    ELECTROLYTIC    REDUCTION.      L 

/>-tolueneazo-/3-naplithol-6-sulplionic  acid  prepared  directly  from  its  con- 
stituents forms  bright  red  crystals  with  a  green  reflex.  This  difference, 
together  with  the  fact  that  benzencazo-^-naphthol,  obtained  from 
l-bromo-^-naphthol  and  benzenediazonium  chloride,  is  very  difficult  to 
crystallise,  makes  it  advisable  to  examine  more  thoroughly  the 
elimination  of  the  halogen  from  brominated  naphthols  by  diazonium 
salts. 

I  desire  to  express  my  indebtedness  to  the  Research  Fund  Committee 
of  the  Chemical  Society  for  a  grant  which  has  partly  defrayed  the 
expense  of  this  investigation. 

East  London  College. 


CXLIX. — Electrolytic  Reduction.     I.     Aromatic 

Aldehydes. 

By   Herbert   Drake   Law. 

The  first  account  of  the  reduction  products  of  the  aromatic  aldehydes 
obtained  by  means  of  an  electric  current  was  given  by  Kaufmann 
(^Zeit.  Elektrochem.,  1895,  2,  365),  who  showed  that  benzaldehyde  in  a 
sodium  bisulphite  solution  yielded  a  mixture  of  a  small  quantity  of 
hydro-  and  fsohydro-benzoin  at  the  cathode.  At  a  later  date  the  same 
author  stated  that  a  much  better  yield  was  obtained  when  alcoholic 
solutions  were  used,  employing  sodium  hydroxide  as  electrolyte  {Zeit. 
Elektrochem.,  1898,  4,  461).  Benzoin,  benzil,  and  acetophenone  all  gave 
products  similar  to  the  above,  the  reaction  taking  place  presumably  in 
the  following  manner  : 

OH 

X-CO-Y    +    NaOH    =   X-C-ONa, 

Y 

^      OH      "I  OH       OH 

X-C-OXa  i    -I-    2H    =    X-C C-X    +    2NaOH. 

Y  Y  Y 


In  1902,  Elbs  and  Brand  {Zeit.  Elektrochem.,  8,  784)  obtained 
similar  results  with  a  number  of  ketones,  but  here  the  reaction  often 
proceeded  a  stage  further  and  the  alcohol  corresponding  to  the  aldehyde 
was  produced. 

In   the   present   work    the  first  experiments   were  conducted   with 
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benzaldehyde  in  alcoholic  solution^:,  using  potassium  hydroxide  as  the 
electrolyte.  An  almost  theoretical  yield  of  t'sohydi'o-  and  hydro-benzoin 
was  obtained  together  with  a  very  small  quantity  of  resinous  matter, 
■which  was,  however,  not  sufficient  to  interfere  with  the  reaction.     The 

introduction  of  such  groups  as  -OH,  -OCH3,  ^-^^CHg      into      the 

benzene  nucleus  was  found  also  to  interfere  to  no  considerable 
extent  with  the  main  reaction.  Such  aldehydes  as  furfurol  and 
cinnamaldehyde,  which  contain  an  unsaturated  carbon  atom,  yielded 
nothing  but  a  resinous  product.  The  latter  agrees  with  the  anodic 
phenomenon  and  confirms  the  statement  already  made  (Trans.,  1906, 
89,  1437),  that  unsatui'ated  aldehydes  polymerise  under  the  influence 
of  an  electric  strain.  Benzoin,  piperonyloin,  anisoin,  and  cuminoin  all 
yield  similar  products,  of  which  tetraphenylerythritol  may  be  taken  as 
a  type.  The  appearance  of  such  substances  as  anisil  is  remarkable, 
however,  and  no  explanation  is  given. 

Description  of  tlie  Apparatus. 

Throughout  this  research  the  same  form  of  apparatus  was  used. 
The  cathode  compartment  consisted  of  a  cylindrical  porous  pot,  having 
a  capacity  of  120  c.c.  This  was  thoroughly  cleaned  by  forcing  first  a 
dilute  solution  of  sodium  hydroxide  and  then  dilute  sulphuric  acid 
through  the  walls  to  remove  the  soluble  metallic  impurities.  Such  a 
porous  pot  was  fitted  with  a  trebly-bored  rubber  stopper  carrying  a 
dropping  funnel,  a  short  delivery  tube,  and  a  short  glass  tube  to  hold 
the  electrode.  In  each  case  the  cathode  was  bent  in  the  form  of  a 
cylinder,  and  was  fixed  in  position  by  means  of  sealing-wax ;  it  had  an 
area  of  17"5  sq.  cm.  on  one  side.  The  hydrogen  escaping  from  the 
apparatus  was  conducted  to  a  graduated  measuring  cylinder  inverted 
over  water,  and  the  volume  read  off  from  time  to  time.  The  anode 
compartment  was  a  beaker  about  10  cm.  deeper  than  the  porous  pot, 
containing  a  stout  platinum  wire  to  act  as  anode.  Three  such  sets  of 
apparatus  were  coupled  in  series  with  an  adjustable  rheostat  and 
twelve  accumulators.  One  piece  of  apparatus  was  used  as  a  hydrogen 
coulombmeter  and  the  other  two  for  reduction  purposes,  one  being  a 
duplicate  of  the  other.  In  this  way  the  total  hydrogen  reacting  at  the 
cathode  could  be  measured  from  the  difference  in  the  water  levels  of 
the  coulombmeter  and  the  reduction  apparatus.  In  many  cases  the 
product  was  precipitated  dux'ing  the  experiment  on  to  the  cathode,  but 
did  not  interfere  with  the  reaction  as  is  the  case  in  acid  solutions. 
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Cuminaldeliyde. 

The  cathode  solution  measured  75  c.c.  and  contained  5  grams  of 
cuminaldehyde,  50  c.c.  of  absolute  alcohol,  5  per  cent,  of  potassium 
hydroxide,  the  remainder  being  distilled  water.  The  cathode  was 
either  polished  nickel  or  platinum,  and  the  current  of  1  ampere  was 
continued  for  two  to  three  hours.  At  the  end  of  the  experiment 
360  c.c.  of  hydrogen  had  been  absorbed,  whilst  the  theoretical  amount 
calculated  from  the  equation 

2C3H.-C6H4-CHO  +  2H  =  Q^^>;'Q^B.^'QIi.{OB.)-Q^{OYi.)'Q^U^'C^^^ 

is  375  c.c.  No  solid  had  separated  and  the  cathode  solution 
was,  therefore,  precipitated  by  water.  The  product  weighed  nearly 
5  grams.  This  was  washed  with  hot  light  petroleum  and  filtered 
from  the  insoluble  portion.  The  latter  weighed  2  grams,  and  after 
crystallisation  from  heavy  petroleum  melted  finally  at  137°.  This  was 
found  to  be  hydrocviminoin.  The  portion  soluble  in  light  petroleum 
was  recovered  and  recrystallised  several  times  and  in  each  case  the  final 
product  was  the  above  substance  melting  at  137°.  The  residue  always 
melted  at  90  —  92°,  but  continued  to  yield  a  further  quantity  of  the 
substance  of  high  melting  point  on  further  purification.  This  may 
have  been  due  to  the  gradual  conversion  of  the  one  into  the  other 
during  the  process  of  crystallisation.  The  substance  melting  at 
90 — 92°  gave  the  following  result  on  analysis  : 

0-1017  gave  0-2990  COg  and  0-0757  H2O.     C  =  80-U  ;  H  =  8-27. 
CgoHgeOg  requires  C  =  80-53  ;  H  =  8-72  per  cent. 

This  is,  therefore,  probably  i&ohydrocurainoin  containing  a  little 
hydrocuminoin.  In  addition  to  these  two  substances  there  was  formed 
also  a  small  quantity  of  resinous  matter  which,  on  long  standing, 
deposited  a  little  more  mixed  product. 

Pijyeronaldehyde. 

The  solution  in  the  cathode  compartment  contained  5  grams  of 
piperonaldehyde,  38  c.c.  of  absolute  alcohol,  5  per  cent,  of  potassium 
hydroxide,  and  the  whole  was  made  up  to  75  c.c.  with  water.  The 
cathodes  were  either  polished  nickel  or  platinum.  A  current  of 
1  ampere  was  passed  through  this  solution  for  three  to  four  hours.  At 
the  end  of  that  time  a  yellow  solid  had  separated  from  the  solution, 
which  was  then  filtered.  The  amount  of  hydrogen  absorbed  during 
this  process  was  350  c.c,  whilst  that  I'equired  by  the  equation 

2CH2:02:C6H3-CHO  +  2H  - 

CH2:02:C6H3-CH(OH)-CH(OH)-CgH3:0.;GiIij 
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is  370  c.c.  It  was  expected,  therefore,  that  an  almo>t  theoretical  yield 
of  hydropiperonyloin  had  been  obtained.  The  part  remaining  in  the 
alcoholic  solution  was  precipitated  by  means  of  water  and  filtered. 
The  two  portions  obtained  in  this  way  weighed  almost  5  grams  and 
were  present  in  equal  quantities.  The  yellow  solid  which  had 
separated  during  the  experiment  was  crystallised  twice  from  amyl 
alcohol  and  the  melting  point  was  found  to  be  200°,  This  substance 
is  soluble  witli  difficulty  in  organic  solvents,  and  is  undoubtedly 
hydropiperonyloin,  the  melting  point  of  which  is  given  as  202°.  The 
other  poriion  was  crystallised  twice  from  benzene  and  the  melting  point 
was  found  to  be  132°.  This  substance  is  therefore  tsohydropiperonyloin 
(m.  p.  132°).  Both  the  above  compounds  were  first  prepared  by  Fittig 
and  Remsen  (^?ma^e«,  1871,  159,  130)  by  reducing  pipei'onal  with 
sodium  amalgam, 

Anisaldehyde. 

The  solution  at  the  cathode  contained  5  grams  of  anisaldehyde,  38 
c.c.  of  alcohol,  5  per  cent,  potassium  hydroxide,  and  the  whole  was 
made  up  to  75  c.c.  with  distilled  water.  The  cathodes  used  were 
composed  either  of  polished  platinum  or  nickel.  A  current  of  1  ampere 
was  allowed  to  pass  through  the  solution  for  two  to  three  hours,  at  the 
end  of  which  time  380  c.c.  of  hydrogen  had  been  absorbed.  Accord- 
ing to  the  equation 

2CH30-CgH4-CHO  +  2H-CH30-C6H4-CH(OH)-CH(OH)-C,H^-OOH3, 

410  c.c.  ai'e  required,  which  is  a  very  close  agreement.  At  the  end  of 
the  experiment,  part  of  the  product  had  separated  and  was  removed 
by  filtration  from  the  alcoholic  solution.  The  latter  was  poured  into 
water  to  precipitate  the  soluble  matter.  These  two  portions  were 
almost  equal  in  weight,  the  total  amovint  being  5  grams.  The  insoluble 
portion  was  crystallised  twice  from  alcohol,  when  the  melting  point 
was  found  to  be  170°.  The  other  part,  after  being  crystallised  fi'om  a 
mixture  of  alcohol  and  water,  and  finally  from  benzene,  melted  at  113°. 
These  two  substances  were  therefore  hydroanisoiu  (m.  p.  168°)  and 
tsohydroanisoin  (m.  p.  110°)  respectively  {Annalen,  1871,  159,  130), 

Vanillin. 

In  this  case,  it  was  quite  essential  to  prevent  the  free  access  of  air 
from  the  cathode  compartment  and  to  keep  the  temperature  as  low  as 
possible  with  running  water,  otherwise  the  product  was  entirely 
resinous.  The  cathode  solution  measui'ed  75  cc,  and  contained  5 
grams  of  vanillin  and  5  per  cent,  of  potassium  hydroxide,  the  remainder 
being  water.  A  current  of  1  ampere  was  passed  through  this  solu- 
tion for  two  and  a  half  to  three  hours,  at  the  end  of  which  time  380 
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c.c.  of  hydrogen  had  been  absorbed,  whilst  only  370  c.c.  were  neces- 
sary for  the  production  of  hydrovanilloin.  The  cathodes,  which  were 
similar  to  those  used  in  previous  experiments,  always  became  covex'ed 
with  a  dark  brown  deposit.  The  cathode  solution  was  acidified  with 
hydrochloric  acid  and  allowed  to  stand  until  no  more  crystals  separ- 
ated, and  a  product,  amounting  to  80  per  cent,  of  the  theory,  was 
obtained.  The  crude  substance  always  contained  a  quantity  of  resin, 
which  was  removed  by  washing  with  chloroform.  The  insoluble  residue 
melted  at  222°  and  vfa.^  hydrovanilloin.  No  definite  product  was  obtained 
from  the  resin,  but  it  is  probable  that  it  contained  some  isomeric  com- 
pound. The  yield  of  pure  hydrovanilloin  was  45  per  cent,  of  the 
theory. 

Salicylaldehyde . 

The  product  in  this  case  is  even  more  readily  influenced  by  changes 
of  the  conditions  than  is  vanillin.  It  is  absolutely  essential  to  exclude 
the  free  access  of  air  during  the  experiment,  and  the  best  results  were 
obtained  with  low  current  densities.  The  cathode  solution  contained 
5  grams  of  salicylaldehyde  and  5  per  cent,  of  potassium  hydroxide, 
the  total  volume  of  the  solution  being  75  c.c.  In  this  case,  no  alcohol 
was  required,  the  substance  being  readily  soluble  in  the  alkaline  solu- 
tion. A  current  of  0*2  ampere  was  used,  and  the  whole  apparatus  was 
kept  cool  by  means  of  cold  water.  The  experiment  was  allowed  to 
proceed  until  no  more  hydrogen  was  observed  and  was  complete  in 
eight  to  nine  hours.     According  to  the  equation 

2HO-C6H4-CHO  -1-  2H  =  HO-CgH4-CH(OH)-CH(OH)-C,iH4-OH, 
410  c.c.  of  hydrogen  are  required  to  complete  the  reaction,  whilst  in  an 
actual  experiment  460  were  absorbed.  The  mixtui-e  was  diluted  with 
water  and  several  grams  of  potassium  bicarbonate  added.  The  solution 
was  kept  cool  with  ice  or  cold  water  and  precipitated  with  dilute  hydro- 
chloric acid.  It  was  found  necessary  to  proceed  in  this  manner,  as  acids 
stronger  than  carbonic  acid  caused  the  substance  to  darken  considerably 
during  the  precipitation,  and  at  the  same  time  effected  no  separation  of  the 
two  substances  formed.  The  first  portion  precipitated  was  a  white,  amor- 
phous powder  which  could  not  be  obtained  in  a  crystalline  state.  It 
was  purified  by  dissolving  in  sodium  hydroxide  and  reprecipitating  with 
hydrochloric  acid.  It  begins  to  soften  at  122°  and  chars  at  147° 
without  melting. 

0-1004  gave  0-2490  COg  and  00561  HgO.     0  =  67-91  ;  H  =  6-21. 
^14^1  A  requires  0  =  68-29  ;  H  =  5-70  per  cent. 

The  substance  is  therefore  hydrosalicyloin,  or  a  mixture  of  isohydro- 
and  hydro-salicyloin.     The  yield  was  70  per  cent,  of  the  theory. 

The  solution  on  standing  for  several  days  deposited  a  further 
quantity   of    a    substance   which,    on    being  crystallised    from    dilute 
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alcohol,  melted    at    113".      On   analysis,  the    following   results   were 
obtained  : 

0-1015  gave  0-2950  CO.,  and  0-0481  HgO.     C  =  79-26  ;  H  =  5-26. 
Cj4Hj20.,  requires  0  =  79-24  ;  H  =  5-66  per  cent. 

A  molecular  weight  determination  by  the  freezing-point  method  in 
benzene  solution  gave  the  values  197  and  196. 

A  compound  of  the  above  formula  requires  M.W.  =  213,  which 
agrees  fairly  closely  with  the  experimental  result.  The  substance, 
which  is  insoluble  in  caustic  alkalis,  is  readily  attacked  by  bromine, 
evolving  dense  fumes  of  hydrobromic  acid.  In  this  respect  it  behaves 
like  the  secondary  alcohols  of  the  benzene  series,  and  from  the  method 
of  prepai'ation  such  a  compound  was  to  be  expected.     It  is  therefore 

HO -OH CH-OH 


probably  9  :  10-dihydroxyphenanthrene,  I 

Reactions  similar  to  these  will  ))e  investigated  in  the  near  future. 


'&- 


Furfurol. 

This  substance  in  alkaline  solutions  was  completely  converted  into 
a  semi-solid,  tarry  mass  very  closely  resembling  the  product  obtained 
by  electrolytic  oxidation.  In  sulphuric  acid  solution  the  mixture  was 
often  oily  in  appearance,  and  contained  considerable  quantities  of 
furan  carbinol,  the  main  portion,  however,  always  being  of  a  resinous 
nature. 

Cinnamaldehyde. 

This  unsaturated  compound  behaves  exactly  like  furfurol,  the  main 
product  being  tar. 

Anisoin. 

Five  grams  of  this  substance  were  dissolved  in  55  c.c.  of  alcohol, 
and  the  whole  was  made  up  to  70  c.c.  with  water.  Sufficient  potassium 
hydroxide  dissolved  in  5  c.c.  of  water  was  added  to  give  a  5  per  cent, 
solution.  Complete  solution  was  effected  only  by  keeping  the  mixtui-e 
warm,  and  then  a  beavitiful  purple  solution  was  obtained.  A  current 
of  1  ampere  was  passed  through  this  solution  for  eight  houi-s,  at  the 
end  of  which  time  the  reaction  was  complete.  The  cathodes  used  were 
either  platinum  or  nickel.  When  the  experiment  was  finished,  part 
of  the  product  had  separated  from  the  solution  and  was  i-emoved  by 
filtration.  This  insoluble  portion  was  dissolved  in  pyridine  and  frac- 
tionally precipitated.  In  this  manner  a  white,  flocculent  mass  was 
obtained  which  gave  the  following  result  on  analysis  : 

01020  gave  0-2630  00.^  and  0-0580  H.p.     C  =  70-32;  H  =  6-32. 
CggHg^Og  requires  C  =  70-33  ;  H  =  6*23  per  cent. 
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The  substance  is  therefore  tetra-anisylerythritol,  possessing  the  con- 

Stitution  3  6  I   4  ,64  3 

CH30-C,-H,-CH(0H)- C  (OH)-C(OH)-CH(OH)-C6H^-OCH3 
The  portion  still  in  solution  was  precipitated  by  pouring  into  water, 
when  a  yellow  solid  was  obtained.  This  was  washed  several  times 
with  small  quantities  of  boiling  methyl  alcohol,  and  from  the  first  of 
these  washings  crystals  of  a  yellow  substance  separated  on  cooling, 
but  the  latter  portions  gave  a  semi-solid  mass  which  was  only  partially 
crystalline.     These  crystals  melted  sharply  at  132°,  and  on  analysis  : 

0-1016  gave  0-2667  CO.  and  0-0512  HoO.     C  =  71-40;  H  =  5  58. 

Molecular  weight  in  benzene  solution=  251. 

^^igHiA  requires  0  =  71-11  ;  H  =  5-18  per  cent.,  and  M.W.  =  270. 

The  substance  is  therefore  anisil  (m.  p.  133°).  The  foi-mation  of 
this  diketone  at  the  cathode  is  difficult  to  explain ;  it  is  certainly  not 
a  primary  product  of  the  reduction. 

The  semi-solid  mass  was  not  treated  further  as  no  crystalline 
product  could  be  obtained.  On  long  standing,  further  crystals  of 
anisil  were  deposited,  but  these  could  not  be  removed  completely. 

The  insoluble  portion  left  after  the  washing  with  hot  alcohol 
amounted  to  35 — 40  per  cent,  of  the  whole. 

Cuminoin. 

Five  grams  of  this  substance  were  dissolved  in  55  c.c.  of  alcohol  to 
which  7-5  c.c.  of  a  50  per  cent,  solution  of  potassium  hydroxide  were 
added,  and  the  whole  was  made  up  to  75  c.c.  with  water.  A  purple 
solution  was  obtained  which  was  kept  warm  in  order  to  prevent  part 
of  the  cuminoin  from  crystallising  out.  The  cathode  was  composed  of 
either  polished  platinum  or  nickel,  and  a  current  of  1  ampere  was 
passed  until  no  more  hydrogen  was  absorbed.  The  reduction  was 
complete  in  two  to  three  hours,  when  part  of  the  product  had  been 
precipitated  from  the  solution.  This  portion,  which  amounted  to 
40  per  cent,  of  the  cuminoin  employed,  was  dissolved  in  a  mixture  of 
hot  alcohol  and  pyridine,  and  precipitated  fractionally  with  water.  In 
this  manner  a  white,  flocculent  product  was  obtained,  which,  after 
drying  on  a  porous  plate,  formed  a  white,  semi-transparent,  brittle  mass 
resembling  cellulose  in  appearance. 

0-1010  gave  0-3030  COg  and  0-0808  H2O.     C  =  81  -02  ;  H  =  8-88. 
C40H50O4  requires  0  =  80-81  ;  H  =  8-42  per  cent. 

This  substance  is,  therefore,  tatracuminylerythritol,  possessing  the 
formula 

C3H7-CeH4-0H(OH)-C(OH)-C(OH)-CH(OH)-06H4-03H/ 
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It  is  soluble  only  in  acidic  and  basic  oi-ganic  solvents,  from  which  it 
can  be  precipitated  as  an  amoi'phous  powder  melting  at  210 — 212°. 
The  filtrate  from  the  crude  product  was  poured  into  water,  and 
2  grams  of  a  viscid,  semi-solid  mass  were  obtained.  This  was  dissolved 
in  alcohol,  which  was  allowed  to  evaporate  very  slowly,  and  the  solid 
matter  separated  from  the  resinous  part.  The  former  was  then  carefully 
crystallised  from  a  mixture  of  pyridine  and  water,  when  a  white, 
crystalline  substance  was  obtained  melting  sharply  at  81".  This 
proved  to  be  cuminil  (m.  p.  84°),  but  the  yield  was  very  small. 

Piperonyloin. 

Five  grams  of  this  substance  were  dissolved  in  55  c.c.  of  alcohol,  to 
which  were  added  7*5  c.c.  of  a  50  per  cent,  solution  of  potassium 
hydroxide.  The  mixture  was  then  made  up  to  75  c.c.  with  distilled  water, 
and  warmed  to  keep  the  whole  of  the  piperonyloin  in  solution.  As 
the  experiment  proceeded,  however,  the  whole  remained  dissolved,  as 
the  product  is  very  soluble  in  alcoholic  potash.  The  fresh  solution 
was  violet,  but  after  the  experiment  was  finished  this  had  changed  to 
yellow.  When  the  redviction,  which  required  from  two  to  three  hours, 
was  complete,  the  whole  was  poured  into  water  to  precipitate  the 
product,  which  amounted  to  4'5  grams.  This  was  dried  and  extracted 
with  ether.  The  residue  was  a  white,  amorphous  mass,  quite  insoluble 
in  neutral  organic  solvents,  but  readily  soluble  in  acetic  acid  or 
pyridine.  It  was  purified  by  dissolving  in  a  mixture  of  pyridine  and 
alcohol,  from  which  it  was  precipitated  on  cooling  as  a  white,  floccu- 
lent  precipitate  (m.  p.  203 — 205°),  resembling  cellulose  in  appearance ; 
yield,  35  per  cent.     On  analysis  : 

0-1035  gave  0-2432  CO2  and  0-0433  H,0.     0  =  64-08;  H  =  4-65. 
CggHggO^o  requires  0  =  63-79  ;  H  =  4"32  per  cent. 

This  substance  is  therefore  tetrapiperonyltryihriiol, 

CHjIOo'C^Hg     OgIl3.0Il2«02 
CB2:0.;0,H3-OH(OH)-C(OH)-C(OH)-CH(OH)-0,H3:02:OH.,. 

The  portion  soluble  in  ether  gave,  on  evaporation,  a  viscid,  yellow 
substance,  which  on  standing  in  a  vacuum  set  to  a  hard,  brittle  mass. 

This  was  evidently  a  mixture  of  at  least  two  substances,  and  from 
its  deep  yellow  colour,  and  by  analogy  to  anisoin  and  cuminoin,  it 
probably  contains  piperonil. 

Electrochemical  Laeoratoky, 

Borough  Polytechnic  Institute, 
London. 
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CL. — ElectroJi/tic  Reduction.      11.      Use  of  Electrodes. 

By  Hekbkkt  Dkake  Law. 

During  some  preliminary  experiments  it  was  observed  that  benzalde- 
hyde  is  reduced  almost  entirely  to  hydro-  and  isohydro-benzoin  on 
nickel,  platinum,  iron,  and  copper  cathodes,  the  velocity  of  the  reaction 
being  about  the  same  in  each  case.  The  potential  of  the  metal,  how- 
ever, varied  very  considerably  in  each  experiment,  and  also  during  the 
whole  series.  It  was  obvious,  therefore,  that  some  other  influence 
was  at  work  regulating  these  reactions.  We  may  suppose  that  the 
entire  reaction  takes  place  in  the  immediate  vicinity  of  the  cathode, 
causing  the  neighbouring  layer  of  solution  to  become  almost  free  from 
benzaldehyde.  The  actual  reduction  probably  takes  place  rapidly  in 
comparison  to  the  diffusion  of  the  substance  through  the  impoverished 
layer,  and  the  latter  process  therefore  determines  the  velocity  of  the 
reaction.     Let  C  i^epresent  the  concentration  of  the  benzaldehyde  in 

dc 
the  bulk  of  the  solution  and  C  that  at  the  cathode.     If  —   represents 

dt      ^ 

the  rate  of  diffusion,  then  the  following  relation  holds  good  when  C  is 
small : 

dt 

This  also  represents  the  rate  of  hydrogen  absorption.  If  H  is  the 
total  amount  of  hydrogen  that  may  react  and  h  the  quantity  used 
after  a  time  t,  the  following  equation  results  after  substitution  and 
integration  : 


7^'^^ 


=  A" 


or 


1    1  ^         ir 


where  He  represents  the  hydrogen  liberated  in  the  coulombmeter. 

For  nickel,  platinum,  copper,  and  iron,  the  following  results  were 
obtained  : 


Nickel. 


He. 

n. 

H-h. 

170C.C. 

560  c.c. 

450  c.c 

440  ., 

)) 

315  „ 

&?,r,    .. 

: ) 

245  ,, 

nio  „ 

>; 

170  „ 

1200  „ 

•,i 

155-  „ 

1420  „ 

,, 

140  „ 

K. 

559 
566 
565 
466 
465 
424 


Platinum  and  Copper. 


He. 

H. 

H-h. 

330  c.c. 

560  c.c. 

360  c.c 

585  „ 

>> 

245  „ 

800  „ 

) ) 

180  „ 

1080  „ 

>> 

140  „ 

1370  „ 

>  > 

90  „ 

K. 

580 
613 
616 
550 
580 
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Ir 


on. 


He. 

H. 

H-h. 

K. 

200  c.c. 

560  c.c. 

425  c.c. 

599 

355  ,, 

340  „ 

519 

700  „ 

210  ,, 

608 

1000  „ 

150  „ 

572 

1465  ,, 

95  „ 

526 

1640  ,, 

80  „ 

516 

la  these  results  the  order  of  magnitude  of  K  has  nob  been  taken 
into  account,  but  the  three  .series  are  comparable  among  themselves. 


Fig.  1. 


300 


200  600  1000 

Hydrogen  in  coulombmeter  in  c.c. 

The  figui-es  are  taken  from  the  curves  in  Fig.  1.  The  constant  value 
of  K  proves  that  the  velocity  of  the  reaction  is  independent  of  the 
potential  of  the  cathode.  This  is  true,  however,  only  when  the 
factor  C'  may  be  neglected.  In  a  previous  paper  (Chapman  and  Law, 
Analyst,  19(i6,  31,  3)  it  was  shown  that  the  following  relation  holds 
good  for  the  reduction  of  arsenious  oxide  : 


i/AsH3  oc  Km  X  Pr, 


which  may  be  expressed  as 

G-C  oc2C'xFh 

for  benzaldehyde,  Fq  being  a  factor  dependent  on  the  potential  of  the 

5  H  2 
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cathode.  As  C  is  very  small  in  general,  au  increase  in  the  factor 
Pb.  is  practically  without  influence  in  the  velocity  equation.  If,  how- 
ever, the  cathodic  potential  becomes  very  small,  and  consequently  the 
factor  Fn  also,  C  gi'adually  approaches  C  in  value.  The  velocity  of 
the  reaction  then  decreases  and  finally  becomes  nil,  when  G  is  equal 
to  C.  Thus,  on  iron  and  platinised  platinum  electrodes  free  from 
catalytic  effects,  the  reduction  taking  place  is  very  small  (Fig.  5). 
The  above  equations  refer  to  stationary  electrodes  free  from  dis- 
turbing influences,  but  the  hydrogen  libex'ated  at  the  cathode  agitates 


Fig.  2. 
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the  solution,  and  the  reduction  takes  place  more  rapidly  than  the 
above  relation  allows,  or,  in  other  words,  the  constant  factor  in- 
creases at  first  and  decreases  towards  the  end  of  the  experiment. 
This  is  to  be  noticed  on  all  four  electrodes  mentioned  in  the  foregoing 
table.  The  same  phenomenon  is  recorded  by  Farup  {Zeit.  physikcd. 
Cheni.,  1906,  54,  640)  for  the  reduction  of  azobenzene  with  rotating 
cathodes.  As  the  stirring  becomes  greater,  the  rate  of  reduction 
increases  until  a  stage  is  reached  independent  of  the  diffusion. 

As  the  potential   of  the  cathode  increases,  the  reduction  becomes 
more  and  more  complex.     Thus,  in  the  case  of  lead  (Fig.  1),  the  curve 
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has  risen  higher  than  is  required  for  the  formation  of  hydrobenzoin, 
due  to  the  formation  of  a  small  quantity  of  benzyl  alcohol ;  more 
resin  also  is  produced. 

The  rate  of  diffusion  increases  with  rising  temperature,  causing  an 
acceleration  of  the  reduction  velocity.  This  may  be  seen  in  the  case 
of  aluminium  cathodes  (Fig.  3).  At  the  higher  temperature  more 
resin  is  also  formed,  which  interferes  with  the  reaction  and  causes  the 
curves  to  rise  more  slowly  than  they  would  do  otherwise  (Figs.  1 
and  3). 

Such  influences  as  do  not  materially  affect  the  rate  of  diffusion  or 
the  potential  of  the  cathode  have  little  or  no  action  on  the  velocity  of 


Fig.  3. 


c.c 


1000  c.c. 


the  reduction.     Thus,  a  change  in  the  curi'ent  density  produces  only 

a  very  small  effect  on  the  factor  — — -   (Fig.  6). 
•^  dHc 

The  results  obtained  above  refer  chiefly  to  alkaline  solutions,  where 
the  reactions  are  moderately  simple.  When  sulphuric  acid  is  sub- 
stituted, the  resin  formation  is  greatly  increased.  The  production  of 
these  complex  substances  is  greatest  on  metals  having  a  high  super- 
tension,  as  in  the  case  of  lead.  As  the  potential  of  the  electrode  falls, 
the  quantity  of  resin  formed  diminishes,  until  on  copper  hardly  any  is 
produced.  Aluminium  and  platinum  occupy  an  intermediate  position. 
The  reaction  also  px'oceeds  further  than  in  alkaline  solutions,  benzyl 
alcohol   being    also    obtained    (Fig.    4).      In    the    case    of    lead,    the 
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velocity  of  the  reaction  proceeds  rapidly  at  first,  but  eventually  falls 
below  that  of  copper  in  spite  of  the  higher  potential  of  the  former  ;  at 


Fig.  4. 
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the  same  time,  the  lead  electrode  becomes  thickly  coated  with  resin, 
which  screens  the  action  (Fig.    4).      The  reducing  efficiency  of    an 


Fig.  5. 
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electrode   decreases   greatly   after   a   few   experiments.      The    curves 
marked  "old"   (Figs.   4  and  5)  were  obtained  in  the  same  manner 
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as  the  others,  but  old  electrodes  were  used.  The  straight  curve 
obtained  in  the  case  of  "  old  copper  "  was  due  to  the  gradual  recovery 
of  the  reducing  efficiency  of  the  electrode  c  lused  by  an  increase  of  the 
potential.  This  phenomenon  occurs  very  often  with  electrodes  whose 
potential  is  below  the  normal  value.  It  was  noticed  most  often  in 
electrolytic  iron,  aluminium,  and  nickel,  the  potential  being  sometimes 
too  low  to  reduce  benzaldehyde  at  the  commencement  of  the  experi- 
ment. This  is  caused  in  all  probal)ility  by  metallic  impurities  of  low 
supertension  which  diifuse  into  or  become  coated  with  the  metal  con- 
stituting the  bulk  of  the  electrode  as  the  experiment  proceeds.  If 
such  cathodes,  which  have  recovered  in  this  manner,  are  exposed  to 
the  oxidising  action  of  the  air,  they  again  become  inefficient  for 
reduction  purposes,  due  to  this  etching  and  consequent  exposure  of  the 
impurities.     Tafel  also  has  recoi'ded  similar  results. 

Experimental. 

The  experiments  were  all  conducted  in  the  manner  already  described 
in  the  preceding  paper.  The  results  were  plotted  in  the  form  of 
curves,  the  ordinates  representing  the  hydrogen  absorbed  by  the 
aldehyde,  and  the  abscissae  giving  the  hydrogen  of  the  coulombmeter. 
The  potential  of  the  electrodes  was  measured  by  the  usual  Wheatstone 
bridge  arrangement  against  a  hydrogen  half  element.  In  the  curves 
representing  these,  the  ordinates  show  the  measured  potential 
(H=0'00  volt),  whilst  the  abscissse  remain  as  befox-e. 

Anisaldehyde. 

The  results  obtained  with  anisaldehyde  agreed  with  the  previous 
ones  (see  preceding  paper),  but  fewer  complications  occurred.  In  both 
acid  and  alkaline  solutions  a  mixture  of  hydro-  and  isohydro-anisoin 
nearly  free  from  resin  was  obtained  (Fig.  5).  Only  as  the  tempera- 
ture of  the  solution  rose  was  any  considerable  amount  of  resinous 
matter  formed.  Old  electrodes  behave  in  exactly  the  same  manner  as 
the  ones  already  described  (Fig.  5).  This  curious  behaviour  is  largely 
due  to  a  small  platinum  deposit,  and  may  completely  change  the 
character  of  the  reaction  (Law,  Trans.  Faradarj  Soc,  1906,  1,  72). 

Scdicylaldehjde. 

In  this  case  a  very  small  increase  of  temperature  caused  the  product 
to  be  entirely  resinous  in  character.  Only  very  low  current  densities 
could  be  employed,  due,  no   doubt,   to  the  decreased   heating    eifect 
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(Fig.  6).     Alkaline  solutions  were  used.     In  each  experiment  25  per 
cent,    more   hydrogen    was   absorbed   than    the  simple   production  of 

Fig.  6. 
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hydrosalicyloin  requires,  the  phenolic  radicle  also  having  been  attacked. 
Changes  of  concentration  in  the  electrolyte  between  5  and  10  per  cent. 

Fig.  7. 
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produced  hardly  any  effect  on  the  velocity  of   the  reaction,  exactly  as 
is  the  case  with  other  aldehydes. 
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Other  Aldehydes. 

These  experiments  were  all  conducted  in  alkaline  solutions,  except 

in  the   case  of    furfurol,    and  the   results   are  reproduced  in    Fig.   7. 

In  each  case  these  were  logarithmic  functions  of  the  hydrogen  in  the 

coulombmeter.     Thus,  in  the  case  of  benzil,  the  following  result  was 

obtained. 

He.  H.  H-h.  K. 

400  c.c.  800  o.c.  530  c.c.  449 

600     ,,  „  430     ,,  449 

800     ,,  ,,  350     ,,  445 

1000     ,,  „  280     ,,             ■         445 

1400     ,,  „  190     ,,  440 

The  remarkably  constant  value  of  K  is  due,  no  doubt,  to  the 
increased  velocity  of  the  reaction.  This  calculation  is  based  on  the 
assumption  that  the  product  is  tetraphenylerythritol,  which  is  nearly 
the  case  in  potassium  hydroxide  solution. 

Electkochemical  Department, 

Borough  Polytechnic  Institute, 
London. 


CLI. — Some  Derivatives  of  2-  and  3-Fhenanthrol. 

By  Herbert  Henstock. 

The  primary  object  of  this  research  was  to  prepare  and  condense  to- 
gether two  molecules  of  a  phenanthrol  derivative,  water  being  eliminated 
according  to  the  scheme  : 

CgH^ CH  HC-CgH^ 

C6H3(OEt)-C-:OH HiO-C-CeH3(OEty 


The  method  which  was  tried  for  the  preparation  of  the  phenanthrol 
consisted  in  heating  the  9-  or  10-diazo-compound  with  water,  but  this 
failed,  as  is  explained  in  the  experimental  portion  of  the  paper,  so  that 
the  initial  idea  could  not  be  carried  out.  Neither  the  2-  nor  the 
3-ethoxyphenanthrene  diazo-compounds  could  be  converted  into  the 
corresponding  ethoxyphenanthrols,  and  when  a  methoxy-compound  was 
prepared  in  like  manner  it  proved  even  more  refractory. 

This  being  the  case,  the  diazo-compounds  themselves  were  isolated 
and  proved  very  interesting ;  they  are  both  pale  yellow,  flocculent 
substances  which  are  very  difficult  to  obtain  in  a  crystalline  condition, 
and  resemble  each  other  iu  most  respects.     They  differ,  however,  in 
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their  bebaviour  under  the  action  of  heat ;  whilst  the  2-compound  is 
fairly  stable  even  in  alkaline  solution,  the  3-compound  is  decomposed 
at  once  on  boiling,  or  in  the  cold  if  the  solution  is  previously  rendered 
alkaline. 

Experimental. 

2-Phenanthrijl  Ethyl   Ether. 

Fifteen  grams  of  2-phenanthrol  wei'e  dissolved  in  a  solution  of 
30  grams  of  potassium  hydroxide  in  250  c.c.  of  water  and  the  solution 
well  cooled.  To  this  were  added  20  grams  (TS  mols.)  of  diethyl 
sulphate,  the  mixture  being  well  shaken  at  frequent  intervals  and 
allowed  to  stand  overnight.  It  was  then  poured  into  about  1500  c.c. 
of  water,  which  was  well  stirred,  and  the  whole  allowed  to  stand  for 
half  an  hour.  The  ether  was  precipitated  as  a  white,  sandy  powder, 
which  was  separated  and  dx-ied.  The  yield  was  17  grams.  On 
recrystallising  from  glacial  acetic  acid,  the  substance  was  obtained  in 
white,  shining  leaflets  which  melt  at  112°.  An  almost  quantitative 
yield  can  be  obtained  by  working  with  cold  solutions. 

The  substance  is  easily  soluble  in  ether,  benzene,  light  petroleum,  or 
chloroform,  sparingly  so  in  alcohol  or  glacial  acetic  acid,  and  insoluble 
in  water. 

0-1230  gave  0-3890  CO^  and  00710  H.p.     0  =  86-26;  H  =  6-42. 
Oji^HiP  requires  0  =  86-47  ;  H  =  6-30  per  cent. 

Nitration  of  the  Ether. 

Ten  grams  of  recrystallised  2-phenanthryl  ethyl  ether  were  dissolved 
by  warming  in  350  grams  of  glacial  acetic  acid,  and  the  solution 
cooled ;  concentrated  nitric  acid  was  then  added  until  a  slight 
permanent  precipitate  remained.  On  allowing  the  solution  to  stand, 
the  mononitro-derivative  was  slowly  precipitated  as  a  pale  yellow, 
amorphous  powder.  Yield  7-4  grams,  ileciystallised  from  petroleum 
of  high  boiling  point,  it  gave  long,  slender,  pale  yellow  needles, 
melting  at  157—158°. 

On  diluting  the  filtrate  with  a  large  quantity  of  water,  a  further 
quantity  (25  grams)  was  obtained. 

\0-Nitro-'2fhenanthryl  ethyl  ether,  NO./Oj^Hg'OEt,  dissolves  easily 
in  ether,  benzene,  or  chloroform ;  light  petroleum  is,  however,  much 
the  best  solvent  for  recrystallisation  purposes. 

A  much  larger  quantity  of  nitric  acid  is  required  in  the  preparation 
of  this  substance  than  in  the  case  of  the  nitro-derivative  of  the 
3 -series. 

0-2100  gave  10-2  c.c.  nitrogen  at  14°  and  727  mm.     N  =  5'45. 
CjijHjgOgN  i"equires  5-24  per  cent. 
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10- Amino-2-phenanf.hryl  Ethyl  Ether,  NHg'Cj^Hg-OEt. 

Ten  grams  of  the  nitro-compound  were  heated  with  50  grams  of 
granulated  tin  and  300  c.c.  of  fuming  hydrochloric  acid  for  one  and  a 
half  hours,  until  the  yellow  colour  had  disappeared.  The  liquid  was 
then  decanted  from  any  undissolved  tin,  which  was  washed  twice  with 
hydrochloric  acid  to  remove  any  adhering  substance.  The  solution 
was  then  cooled,  the  amino-hydrochloride  separated,  washed  with  cold 
water,  and  dissolved  by  heating  in  about  a  litre  of  water.  On  render- 
ing alkaline,  the  free  base  was  precipitated  as  a  white,  flocculent  mass, 
which  was  sepai-ated  and  dried.     Yield,  8  grams. 

On  recrystallisation  from  petroleum  of  high  boiling  point,  slender, 
colourless  needles  were  obtained,  melting  at  127°. 

0-1305  gave  7-2  c.c.  nitrogen  at  20°  and  730  mm.     N  =  6-05. 
CjgHjgON  requires  5-90  per  cent. 


Sodium-2i-ethoxy- 1 0-diazophenanthrene  Sulphate, 
OEt-Ci^H8-N2S04Na,6H20. 

One  gram  of  the  foregoing  amino-derivative  was  dissolved  in  about 
100  c.c.  of  dilute  sulphuric  acid  and  the  solution  cooled  to  about  7°, 
when  crystals  of  the  sulphate  appeared.  A  slight  excess  of  a  dilute 
solution  of  sodium  nitrite  was  added,  and  the  resulting  pale  yellow 
solution  iiltered,  saturated  with  common  salt,  and  allowed  to  stand 
some  hours  in  a  cool  place,  when  a  pale  yellow,  flocculent  precipitate 
was  obtained,  which  was  separated  and  dried.  To  purify  the 
substance  it  was  dissolved  in  cold  water  and  reprecipitated  by  saturat- 
ing the  solution  with  salt.     Yield,  1*2  grams. 

It  is  possible  to  keep  the  substance  for  a  considerable  time  in  the 
dark  without  decomposition  taking  place.  It  is  easily  soluble  in 
alcohol  and  water,  sparingly  so  in  chloroform,  and  insoluble  in  ether, 
light  petroleum,  or  benzene.  This  diazo-compound  is  very  stable  in  its 
behaviour  towards  reagents  and  under  the  action  of  heat ;  it  is  decom- 
posed only  on  boiling  for  fifteen  minutes  with  a  fairly  strong  solution 
of  sulphuric  acid.  It  does  not  explode  on  heating  in  a  dry  tube  nor  on 
concussion,  and  contains  no  chlorine. 

0-1140  gave  01684  CO.^,  0-0590  HgO,  and  0-0180  residue  (NagSO^). 
C  =  40-28i  H  =  5-73;  Na  =  5-ll. 

0-1521  gave  90  c.c.  nitrogen  at  18°  and  720  mm.     N  =  6-40. 
0-1020      „     0-0500  BaSO^.     S==6-66. 
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On  healing  in  a  cli  y  tube  for  forty-five  minutes  at  85°  : 

0-1123  gave  0-0249  HgO.     ^,0  =  22-17.  1 

Ci,.,Hi305N2SNa,6H20  requires  C  =  40-28  ;  H  =  5-73  ;  N  =  5-88  ;  M 

Na  =  4-83";  S  =  6-72;  H,0  =  22-60  per  cent.  " 

On  adding  a  solution  of  platinic  chloride  to  a  strong  aqueous  solu- 
tion of  the  substance,  a  yellow  precipitate  of  the  jjlatinichloride  was 
obtained,  which  was  separated,  washed  with  water,  and  dried. 

0-1777  gave  00370  Pt.     Pt  =  20-82. 

C3<jH2602N4ClgPt  requires  Pt  =  21-50  per  cent. 

From  moderately  strong  hydrochloric  acid,  this  salt  crystallises  with 
6  molecules  of  water. 

0-1680  gave  0-0326  Pt.     Pt  =  19-40. 

C32H2602N4Cl6Pt,6H20  requires  Pt  =  19-20  per  cent. 

On  r-ecrystallising  the  pi-ecipitated  salt  very  slowly  from  dilute 
hydrochloric  acid  it  absorbs  12  molecules  of  water. 

0-1201  gave  0-0200  Pt.     Pt  =  17-30. 

C32H2602N4ClePt,12H20  requires  Pt=  17-30  per  cent. 

The  diazo-compound  yielded  a  dark  brown  precipitate  with  an 
alkaline  solution  of  phenol. 

On  reduction  with  tin  and  hydrochloric  acid,  the  diazo-group  was 
eliminated  with  formation  of  2-phenanthryl  ethyl  ether. 

0-0444  gave  0-1408  CO2  and  0-0269  H2O.     C  -  86-48  ;  H  =  6-73. 
CjgHj^O  requires  C  =  86*47  ;  H  =  6-30  per  cent. 


3-Uthoxyphenanthraqidnonemono-oxinie,  OEt'C^^Hi^^-vj-^Ti  • 

Half  a  gram  of  3-ethoxyphenanthraquinone  was  dissolved  in  150 
c.c.  of  absolute  alcohol,  0-2  gram  of  hydroxylamine  hydrochloride 
added,  and  the  mixture  heated  under  a  reflux  apparatus  for  two  hours 
on  a  sand-bath.  Part  of  the  alcohol  was  then  evaporated  and  the 
residue  allowed  to  stand.  On  cooling,  dark  green  leaflets  of  the 
oxime  melting  at  174°  were  obtained.     The  yield  was  0-2  gram. 

The  filtrate  was  carefully  evaporated  to  dryness  on  the  water-bath, 
and  after  extracting  with  warm  water  to  remove  hydroxylamine,  the 
residue  (035  gram)  was  separated  and  dried. 

On  crystallising  from  alcohol,  it  yielded  light  yellowish-green  leaflets  \ 
melting  at  174°. 

The  substance  is  easily  soluble  in  chloroform  or  methyl  alcohol,  less 
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so  in  ether  or  ethyl  alcoliol.     The  dark  gieen  portion  is  not  as  soluble 
in  ethyl  alcohol  as  is  the  light  green. 

I.  Light  green  portion. 

0-1284  gave  6-2  c.c.  nitrogen  at  20°  and  726  mm.     N  =  5-27. 

II.  Dark  green  portion. 

0-1 1 34  gave  5-6  c.c.  nitrogen  at  20°  and  726  mm.     N  =  5-39. 
CigHjjOgN  requires  N  =  5'24  per  cent. 

It  is  possible  that  these  two  substances  are  stereoisomerides. 

2  :7-I)ibromo-\0-nitro-3-phenanthr^l  Ethyl  Ether. 

One  gram  of  lO-nitro-3-phenanthryl  ethyl  ether  was  heated  with  0-45 
gram  of  dry  bromine  in  a  sealed  tube  for  four  hovirs  at  150 — 155°. 
On  opening  the  tube  it  was  found  that  the  substance  had  become 
yellowish-green  in  colour  and  that  the  whole  of  the  bromine  had 
disappeared ;  the  yield  of  the  dry  crude  product  was  1  gram.  By 
recrystallisation  from  petroleum  of  high  boiling  point,  greenish-yellow 
needles  were  obtained  (m.  p.  203°).  The  substance  dissolves  easily  in 
chloroform,  not  so  readily  in  light  petroleum  or  alcohol,  and  is  insoluble 
in  water. 

0-1280  gave  0-0820  AgBr.     Br  =  37-20. 

Cj^HjjOgNBrg  requires  Br  =  37-60  per  cent. 

The  position  of  the  bromine  atoms  follows  from  the  work  of 
J.  Schmidt  {Ber.,  1904,  37,  3558,  3568)  on  dibromophenanthraquinone. 

10 -Amino-d-phenanthryl  Ethyl  Ether. 

The  amino-compound  was  prepared  in  exactly  the  same  manner  as 
the  corresponding  derivative  of  the  2-series ;  the  reaction  in  this  case, 
however,  was  complete  in  about  half  an  hour. 

From  1  gram  of  the  nitro-compound  a  yield  of  0-55  gram  was 
obtained. 

On  recrystallising  from  petroleum  of  high  boiling  point,  a  fungus- 
like mass  of  very  slender,  white  needles  was  obtained  (m.  p.  94°). 

0-1656  gave  9-2  c.c.  nitrogen  at  23°  and  722  mm.     N  =  5-90. 
CjgHjgON  requires  N  =  5-90  per  cent. 

Sodium-3-ethoxy- I0-diazo2)henanthrene  iSulphate  ? 

Half  a  gram  of  the  amino-compound  was  diazotised  as  described  on 
p.  1529;  but  instead  of  isolating  the  diazo-compound,  the  solution  was 
heated    for    twenty    minutes    on    the    water-bath   with   the  object,  if 
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possible,  of  obtaiuing  the  3-ethoxy-lO-phenantlirol.  This,  however, 
failed,  for  after  a  few  minutes'  heating  a  purple,  flocculent  precipitate 
was  formed,  showing  that  this  diazo-compound  is  not  so  stable  as  that 
of  the  2-series.  It  was  afterwards  found  that  this  purple  precipitate 
is  obtained  on  rendering  the  solution  alkaline  with  sodium  hydroxide. 

Since  the  attempt  to  introduce  the  hydroxyl  group  in  place  of  the 
diazo-group  proved  unsuccessful,  another  portion  of  the  amino- 
compound  was  diazotised  and  the  solution  saturated  with  common 
salt,  when  the  diazo-compound  was  precipitated  as  a  pale  yellow  solid 
similar  to  that  of  the  2-series.  On  exposure  to  light  for  some  hours 
it  darkened  in  colour  and  finally  became  brown. 

It  does  not  explode  on  heating  in  a  dry  tube  or  on  concussion. 
It  contains  sulphur  and  sodium,  but  no  chlorine. 

0-1301  gave  02702  COg  and  00662  H.p.    0  =  59-00  ;  H  =  5-84. 
0-1136     „     8-4  c.c.  nitrogen  at  23°  and  724  mm.  N  =  7-87  per  cent. 

This  analysis  does  not,  however,  agree  with  any  formula  similar  to 
that  for  the  2-diazo-compound,  and  the  substance  was  not  further 
investigated. 

This  research  was  carried  out  in  the  laboratories  of  the  Ziirich 
University  duinng  the  years  1903  and  1904,  and  the  author  desires  to 
express  his  best  thanks  to  Prof.  A,  Werner  for  his  kind  interest  and 
assistance. 


CLII. — The  Velocity  of  Chemical  Change  in  the  Poly- 

methylene  Series. 

By  Nicholas  Menschutkin,  sen. 

In  this  paper  an  attempt  is  made  to  apply  to  the  study  of  the  poly- 
methylene  ring  compounds  the  same  methods  for  the  determination  of 
the  velocity  of  certain  chemical  reactions  as  those  which  have  dis- 
played the  regularities  in  the  variation  of  the  velocity  with  the 
structure  of  carbon  and  heteroatomic  open  and  closed  chains. 

The  inquiry  was  commenced  some  years  ago,  with  the  substances 
extracted  by  AV.  B.  Markownikoff  from  Caucasian  naphtha,  but  it 
was  abandoned,  as  only  isolated  members  of  the  polymethylene  series 
occur  in  nature.  Their  systematic  study  was  made  possible  only 
by  the  introduction  of  synthetical  methods  for  their  preparation. 
Sabatier's  method  of  hydrogenation  of  aromatic  substances  was  applied 
in  this  laboratory  by  my  assistant,  S.  Gvosdoff,  who  prepared  some 
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hexamethylcne  derivatives,  but  1  was  only  able  to  linisli  the  work 
through  the  kinduess  of  N.  D.  Zeliusky,  Professor  at  the  Moscow 
University,  who  sent  me  several  alcohols  of  the  penta-,  hexa-,  and 
hepta-methylene  series,  and  I  wish  to  express  my  warm  thanks  to 
Messrs.  N.  Zelinsky  and  8.  Gvosdoif  for  their  assistance. 


I.  Methods  employed  and  their  Nuinerical  liesuUs. 

1.  Ester ijication  of  Polymethylene  Alcohols. — The  velocity  of  esterifi- 
cation  of  these  alcohols  was  determined  as  in  my  former  researches  on 
this  subject.  An  equimolecular  mixture  of  polymethylene  alcohol  and 
acetic  anhydride,  to  which  was  added  15  volumes  of  benzene,  was  heated 
for  the  necessary  time  at  100°  in  small  tubes,  each  containing  4  c.c.  of  the 
mixture,  quickly  cooled  in  ice-water,  and  broken  in  a  flask  contain- 
ing water.  After  twenty-four  hours,  the  acetic  acid  was  titrated 
with  a  weak  solution  of  baryta  (iY/30),  using  phenolphthalein  as 
indicator.  Taking  cyc^opentanol,  for  example,  the  reaction  is  shown 
by  the  following  equation:  C^Hg-OH-h  (CoHgOyp^C^Hg-O-CgHgO-f 
C._,H^O.,.  The  esteiification  constant  C  is  calculated  for  the  bimole- 
cular  reaction  as  follows  : 

p_      X       I 

A—xt 

whei-e  .4  =  100,  x  the  extent  of  change  per  cent.,  and  t  the  time  in 
minutes. 

Under  the  above  conditions  the  esterification  of  the  polymethylene 
alcohols  proceeds  very  regularly.  In  order  to  illustrate  this,  I  give 
one  of  the  series  of  experiments  for  the  determination  of  the  esterifica- 
tion constant  of  cyc^opentanol. 

t. 
20 
40 
60 
90 


The  esterification  constants  of  other  polymethylene  alcohols  are 
given  in  the  following  table. 

Both  here  and  throughout  the  paper  the  carbon  atom  of  the  poly- 
methylene ring,  to  which  the  hydroxyl  group  is  attached,  is  denoted 
by  (1)  and  the  successive  carbon  atoms  by  the  numbers  2,  3,  4,  &c. 
This  scheme  in  some  cases  does  not  agree  with  the  notation  already 
employed  for  carbon  atoms  in  polymethylene  rings. 

The  table  also  contains  some  details  of  the  characteristic  physical 
properties  of  the  substances  employed. 


X. 

C. 

27-68 

0-0191 

42-68 

0-0186 

.')3-20 

0-0189 

62-94 

Mean 

0-0188 

0-0189 
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Fentamethylene  Series. 

Esterification 
constants. 
CHa'CHo.  f  ^ 

\\       I        >CH-OH    Jc?/fi/oPentanol(l)  ;    b.    p.    140f.°;|    „.. 

CH.-Ch/^  i     ^^2l74»  =  0-9395.  |  «  ^189 

I     ^            ^^OH-OH  j2-Metliylc?/cZopentanol(l)  ;    1).     j..!    f^.f^^„p 

QYi^—CYi/  I      148— 149°;  ^14 -5°  =  0-9273.        f  "  Ol^(> 

■       I                 X'H'OH  J  3-Meth3ic?/cZopentanol(l)  ;    b.    p.  |    r,.^,^^ 

CHo-CH./  I      151— 153";  rf2174°  =  0-9122.       -0  0166 

1  XpH-nw  J  2  : 4-JJimetliylc//(Vopentanol(l)  ;  r,  r.ion 

Me-in— ch/"^"  ''''    I    ^- 1'- 15^-1-°  ;Vn8==oVo83. 1  «-«i-^i 

CHa'CHMe.  (2  :  5-Dimetliylc2/cZopentanol(l)  ;      I 

I  >CH-OH    \      b.    p.    160—161°;    d   1874°  =-  0-0085 

CHa'CHMc^  [     0-8931  ;  M^  +6-72°.  J 


Hexainethylene  Series. 

VCH,*CH2\  fci/cZoHexanolCl) ;     b.     p.     : 

CRi^^l        I       i>CH-OH  \      (765-5  mm.) ;  d  =  0-9471  ; 

^CHo'CH./  I     phenol. 


160-6°) 
from  -  0  0138 


) 

/CH,'CHo\  ( l-Methylc2/cZohexauol(l)  ;  m.    p.  1 

CH2<;        '  >CMe-OH    \      26°;    b.    p.    168°   (752  mm.)  ;  I  0 

\CH,-CHo/  [     rf23°  =  0-8983.                               I 
/CH;-CHMe 


CH2< 


-CH., — CH„ 


-PH-OH  j2-Methylc2/cZohexanol(l)  ;     b.     p.]    r,.n,n,-. 

^"-^^^ 1      165— 166°;  fn7°/4°  =  0-9225.      f  "  "0,4 

CH2<  ^>CH-OH J      '"n^o?"'  Pf  "'"44°^';^'       0-0139 

\qU__qjj/  =0  913/;    [ajn    -3-68   ;    from 

^  ^  I     pnlegone.  j 

OH  "OH  r  ^ 

Me-CH/      '        '>H-OH    ^■^^,^^1^^^';^^^"^^^^^^  ^'-     l^"  •    0-0152 

^CHo-CHo/  I     173   ;  rtO  -09328.  j 

/CHMe-CH,"  )  1  :  3-Dimetbyk2/cZohexanol(l)  ;        i 

CH2<  >CMe-OH  {      m.  p.  45—48°;  b.  p.  168°  (752'.  0-0003 

\CH2— CH^/  i     mm.).  J 

/CHMe'CHj.  (as-3  :  5-Dimetliyl(;?/cZwliexanol(l)  ;  I 

CH,<(  >CH-OH \      b.  p.  185°  (760  mm.);  rf  21°=  \  00142 

^CHMe-CHo'^  i     0-9109.  j 

CH,/       '^        "^CH-OH i<m«s-3  :  5-Dimetliylcj/cZohexan-     j  0-0143 

"^CHMe-CHa/  i     ol(l)  ;  m.  p.  3/-38  .  J 

OH  'OH  r  ^ 

Ch/      '        '>H-CH2-0H    U-i/cZoHexylcarbmol  ;  b.  p.  76°  (12  I    Q.Q250 

\CHo-CH./  1      mm.);  rfO  =0-944.  f 

GH'OH"  /  \ 

CH2<'      '        '>CH-CHMe-OH    ...r^«i^M*^^'^'''7^Ti'"°n  j^i        •'•  I  0-0071 
Xqu  .qj£  /  81    (15  mm.)  ;  a  0  =0-9456.       j 

Ileptamethylene  Series. 

CHj-CH/CHjx  r  -i 

^       2       f       i>CH-OH  JcycZoHeptanoUl);  b.  p.  184°  (742  1    0..,.,, 

Cu/vb/cu/  ■     1     ™™-)  =  ^  15°  =  0-9595.  j      "^"^ 

I     '*^'    '*^^\cMe-OH fl-Methylcj/cZoheptanol(l);    b.    P- 1    qoOOS 

CHg-CH^-CH,/  [     1»3— 184.  j 


1^2  v^ii2  ^"2 
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These  esterification  constants  will  be  discussed  later. 

2.  Constant  of  the  Formation  of  Ethi/i  QycXoUexyl  Ether. — Krafft's 
reaction  was  employed;  the  equation  being:  C^jHg'SOg'OCgHj^ + 
C^H^i-OH  =  C2H5-0-CgHj^  +  C',iH,-S02-OH.  One  molecule  of  the 
benzenesulphonic  ester  was  mixed  with  15  molecules  of  c/ycZohcxyl 
alcohol.  The  ordinary  solvents  cannot  be  used,  as  they  do  not  dis- 
solve the  snl|.>honic  acid  produced  by  the  interaction.  The  mixture  was 
heated  in  small  sealed  tubes  to  100°  during  the  number  of  minutes 
required,  and  then  the  tubes  were  broken  in  a  flask  containing  water, 
the  sulphonic  acid  formed  being  titrated  with  baryta  water.  The  reaction 
proceeds  according  to  the  logarithmic  law,  one  of  the  reacting  i^nh- 
stances  being  in  large  excess  : 

C  =  log-A_.i. 
A  -X  t 

The  letters  have  the  same  signification  as  in  Section  1. 
The  following  series  shows  the  regularity  of  the  reaction  and  the 
values  obtained  for  C  : 

t. 
25 
44 
90 
125 


3.  Constants  of  the  Alkylation  of  Poly  methylene  ^Imines.— Taking 
cyc^ohexylamine,  for  example,  the  reaction  with  allyl  bromide  is 
represented  by  the  following  equation:  2CgHj^*NH2  +  CgHjBr  = 
CeHii-NH-C3H5  +  CgHji-NHg,  HBr. 

The  mixture  of  2  molecules  of  amine  and  1  molecule  of  allyl  bromide 
was  added  to  15  volumes  of  benzene  and  heated  at  100°  in  sealed  tubes 
during  the  time  required.  The  hydrobromide  produced  was  titrated  in 
95  per  cent,  alcoholic  solution  with  an  alcoholic  solution  of  sodium 
hydroxide.  For  the  details  of  this  method  of  estimating  the  salts  of 
ammonia  and  the  amines,  as  well  as  for  the  determination  of  constants 
by  this  method,  the  list  of  papers  given  on  page  1536  may  be  consulted. 
The  constant  is  given  by  the  following  equation  ; 

A  —X    t 

As  an  example  of  the  application  of  this  method  to  the  poly- 
methylene  amines,  1  give  the  numbers  obtained  in  the  determination 
of  the  alkylation  constant  of  c7/c^ohexylamine  with  allyl  bromide. 

VOL,   LXXXIX.  5    I 


X. 

C. 

9-03 

0-00154 

14-30 

0-00152 

24-07 

0-00132 

29-92 

Mean 

0-00123 

0-00140 
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t.  X.  C. 

4  26-31  0-01783 

8  44-82  0-01850 

12  59-43  0-01988 

16  66-25  0-01855 

Mean 0-01869 

The  method  described  was  applied  to  the  measurement  of  the  alkyla- 

tion  constants  of  the  following  polymethylene  amines  : 

K. 

/CHj'CHjv  (cycZoHexylaminetl)  ;  b.  p.  133-5 — \ 

CB./  )CH-NH2  {      134°  (760  mm.)  ;rf20°  =  0-8648;V   001869 

\CH2-CHo^  t     from  aniline.  J 

^CHMe-CHox  J3-Metliylc2/cMiexylamine(l);  .    ....... 

^^2\p^   __(^jj  Z*"^  ^^-^  I      b.  p.  145'  (752  mm.).  ^  "  ""'*'** 

/CH2*CH(Pr'').  ( 5-Methyl-2-2sopropylci/cZohexyl- 

CH2<  ^CH-XHa    \      aminell)    or     Z-menthylamine ;  V  0-00370 

^CHMe-CHa-^  I     b.  p.  205°;  c?  =  0-855  ;  [a]o  -  38°.  j 

/CHMe'CHMe.  f  2  :  3  :  5-Trimethyk(/cZohexyl-  1 

CH2<  >CH-NH2  \      amine(l)  ;  b.  p.  176—178°  (756  I  0-00730 

^CHMe— CH2/  I     mm.).  | 

/CHa'CHMe.  (1:2:  4-Trimethylci/cZohexyl-  \ 

CHMe(  >CMe-NHo \      amine(l)  ;     b.     p.     173— 174°  ;  I  0-00206 

\CH2— CHj/  '  I     rf25°/4°  =  0-8292.  J 

Having  described  the  experimental  methods  employed  in  the  deter- 
mination of  the  velocity  of  chemical  change  in  the  polymethylene 
series,  we  may  now  discuss  the  constants  obtained  for  the  speed  of  the 
different  reactions.  For  the  sake  of  simplicity  the  con.stants  are 
represented  by  whole  numbers,  obtained  by  multiplication  of  the 
results  by  ten  or  multiples  of  ten.  In  order  to  compare  the  properties 
of  the  polymethylene  cyclic  compounds  with  those  of  other  carbon  and 
heteroatomic  chains,  the  constants  obtained  by  my  pupils  and  myself 
in  the  chemical  laboratories  of  the  University  and  the  Polytechnikum 
at  St.  Petersburg  are  employed.  The  sources  of  these  are  indicated 
below,* 

II.     Formation  of  Polymethylene  Rings. 

The  closed  chains  of  the  polymethylene  series  and  the  saturated 
open  chains  of  normal  structure  contain  the  methylene  linking  -CHg", 
of  the  same  composition  and  united  with  the  same  groups.  The 
comparison  of  the  velocity  constants  of  the  same  reactions,  applied  to 
substances  containing  the  same  number  of  carbon  atoms  in  the  chain, 

*  Esterification  constants. — N.  Menschutkin,  Zeit.  physikal.  Chcm.,  1887,  1,  611  ; 
W.  Dabrohotoff,  J.  Fmss.  Phys.  Chem.  Soc,  1895,  27,  342  ;  K.  ranoff,  ibid.,  1903, 
35,  92. 

Etherification  constants. — W.  Zagrebin,  Zeit.  physikal.  Chcm.,  1900,  34,  149  ; 
M.  Rosenfeld,  J.  Ituss.  Phys.  Chem.  Soc,  1902,  34,  422. 

Alkylatinn  constants. — N.  Menschutkin,  Zeit.  physikal.  Chcm.,  1895,  17,  193  ; 
Ber.,  1897,  30,  2780,  2966  ;  1898,  31=  1424  ;  J.  Russ.  Phys.  Chem.  Soc,  1897,  29, 
241  ;  1902   34,  411  ;  N.  NagornoH",  ibid.,  1897,  29,  705. 
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and  differing  only  in  the  open  oi'  closed  condition  of  the  chain,  will 
give  us  data  from  which  we  may  determine  the  effect  of  closing  the 
open  chain. 

"We  begin  with  the  comparison  of  the  esterification  constants  of  the 
secondary  polymethylene  alcohols,  ct/clopentiinol,  cyc^ohexanol,  and 
c'v/c^oheptanol,  with  those  of  saturated  secondary  alcohols  containing 
the  group  Cnl3..2n+i{0K^)  of  normal  structure. 

The  esterification  constants  of  methylpropylcarbinol  and  ci/clo- 
pentanol : 

CH2'CHo\  6'. 

I  ^CH-OH    98 

CHj-CHa/ 

CH,-CH2. 

I     "  >CH-On   189 

CH./CHo- 

show  that  the  result  of  closing  the  open  chain,  with  the  loss  of  two 
hydrogen  atoms  and  the  mutual  combination  of  two  carbon  atoms,  is 
a  great  increase  in  the  value  of  the  constant. 

The  same  conclusion  is  arrived  at  when  the  esterification  constants 
of  methylhexylcarbinol  and  c?/c/ohexanol  or  cyc^oheptanol  are  com- 
pared : 

CH3-CH.,-CH..-CH2-CH./CH,v  0. 


>CH-OH 91 


CH3' 


/CH,-CH.,. 

CHo(        '       ')CH-OH 138 

"\CH2-CH./ 

CH.j'CHo'CHox 

I     ■       '  >CH-OH  121 

CH2-CH2-CH/ 

An  examination  of  the  constants  of  velocity  of  other  reactions  leads 
to  the  same  result.  This  is  shown  by  the  comparison  of  (1)  the 
constants  of  the  formation  of  ethyl  ct/clohexyl  ether  and  of  the  ether 
of  methylhexylcarbinol  and  (2)  the  alkylation  constants  of  c?/c^ohexyl- 
amine  and  ?i-amylamine  with  allyl  bromide. 

C.  CHa'CHo-CHa.  C. 

CHs-LCHJs-CHMe-O'CoHj 105  "         ^CH'XH.,  1189 

/CH,-CH.,-  "  CH3/ 

CH,<        '       '^CH-O-CHs 140  /CHs-CHov 

'\CH.,-CH./  '  CH.<  '>CH-NH., 1869 

'^CHo-CHa^ 

We  may  conclude,  therefore,  that  the  formation  of  a  j)olyinethylene 
ring  by  the  closing  of  the  ojyen  saturated  carbon  chain  of  normal  strtictuix 
proceeds  with  increase  of  the  constants  of  velocity. 

The  maximum  increase  of  the  esterification  constants  occurs  in  the 
case  of  the  formation  of  the  peutamethylene  ring ;  the  increase  is  less 
in  the  formation  of  the  hexamethylene  ling,  and  least  in  that  of  the 
heptamethylene  ring. 

5  1  2 
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In  1898,  when  I  first  compared  the  alkyhition  constants  of  cyclo- 
hexyhimine  and  n-amylamine,  and  pointed  out  the  higher  value  of 
the  constant  of  the  former,  Petrenko-Kritscheuko,  referring  to  this 
fact,  remarked  that  the  speed  of  combination  of  polymethylene 
ketones  with  hydroxylamine  is  also  much  higlier  thm  in  the  case  of 
ketones  belonging  to  the  open  chain  fceries.  Since  then  he  has  ex- 
tended his  researches  to  the  study  of  the  combination  of  polymethylene 
ketones  with  phenylhydrazine  and  potassium  hydrogen  sulphite.  This 
author's  numerous  experiments  [Ber.,  1906,  39,  1452)  afford  a  series 
of  important  facts  illustrating  the  inciease  of  speed  in  the  formation 
of  polymethylene  rings. 

The  increase  of  speed  in  the  formation  of  a  closed  chain  from  an 
open  one  is  not,  however,  a  property  characteristic  only  of  the  forma- 
tion of  polymethylene  rings,  but  is  a  general  one  for  both  carbocy-clic 
and  heterocyclic  systems.  As  previously  stated,  the  increase  of  speed 
of  the  alkylation  of  piperidine,  which  is  a  heterocyclic  compound,  is  much 
greater  than  that  of  w-amylamine,  from  which  piperidine  is  virtually 

formed. 

C. 
CH3-CH./CH2-CH2-CH2-NH., 3790 

yCHo*CHo\ 

CHo<        "        "  >NH  20,575 

"  \CH2-CH/ 

In  the  case  of  piperidine,  the  closing  of  the  chain  takes  place 
between  the  nitrogen  and  carbon  atoms,  and  notwithstanding  the 
fact  that  in  the  open  chain  we  are  dealing  with  a  primary  amine 
(which  gives  higher  constants),  and  in  the  closed  chain  a  secondary 
amine,  the  alkylation  constant  of  piperidine  is  more  than  five  times 
greater  than  that  of  w-amylamine. 

Does  the  conclusion  arrived  at  hold  only  for  rings  where  the  atoms 
are  united  by  single  bonds,  or  will  it  be  applicable  also  to  such  rings 
where  the  bonds  between  the  atoms  are  multiple  ?  I  am  inclined  to 
think  that  the  latter  is  the  case.  The  existence  of  such  stable  alicyclic 
rings  as  benzene,  the  high  esterification  constants  of  phenols,  the 
higher  constants  of  aromatic  as  compared  with  polymethylene  com- 
pounds, as  described  in  this  paper,  is  in  favour  of  the  application  of 
this  rule  to  alicyclic  systems.  In  the  case  of  heterocyclic  systems, 
we  may  point  to  the  existence  of  such  absolutely  and  relatively  stable 
systems  as  pyridine,  thiophen,  pyrrole,  and  others. 

In  this  connection  we  may  consider  the  formation  of  closed  chain 
groups  in  molecules  consisting  of  open  chains.  The  same  conditions 
will  apply  and  the  resulting  acceleration  of  speed  will  be  determined 
by  the  number  of  atoms  forming  the  cyclic  group.  As  an  example, 
the  facility  of  the  formation  of  the  five-linked  lactone  ring  may  be 
mentioned.     Moat  of  the  cases  of  condensation  with  the  formation  of 
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closed  chain  groups  are  of  a  similar  nature  and  there  is  thus  much 
scope  for  testing  these  inductions  by  ex[ierituent. 

It  is  here  necessary  to  explain  the  chemical  meaning  of  the  term 
•'  increase  of  speed."  My  foregoing  investigations  on  the  formation  of 
carbon  chains,  with  respect  to  the  change  effected  in  the  constants  of 
speed,  show  that  the  speed  is  greatest  in  those  compounds  possessing 
one  carbon  atom,  and  hence  containing  no  chain.  The  formation  of 
carbon  chains  is  always  accompanied  by  a  diminution  in  the  values  of 
the  constants,  that  is,  by  some  loss  of  speed.  In  comparing  the 
formation  of  open  and  closed  chains,  however,  we  find,  as  shown 
above,  that  the  formation  of  closed  chains  is  accompanied  by  a  loss  of 
speed  less  than  is  experienced  in  the  case  of  the  formation  of  open 
chains,  or,  in  other  words,  the  formation  of  a  closed  chain  from  an  open 
one  is  accompanied  by  increase  of  speed  of  the  chemical  change. 

III.   Ivfiuence    of  the    Number    of  Carbon  Atoms  in  the  Ring  on  the 
Ester  ification  Constants  of  Poly  methylene  Alcohols. 

In  the  case  of  open  chain  carbon  compounds,  the  formation  of  liomo- 
logues  is  usually  effected  by  the  combination  of  the  entering  methyl 
group  with  the  carbon  atom  of  the  last  link  of  the  chain.  Of  all 
alicyclic  substances,  only  the  polymethylene,  (CHg)/!,  can  form  such 
a  homologous  series,  and  it  is,  therefore,  necessary  to  study  somewhat 
extensively  the  influence  of  the  number  of  carbon  atoms  in  poly- 
methylene rings  on  the  rate  of  chemical  change. 

Three  secondary  alcohols  belonging  to  the  polymethylene  series  were 
investigated.     Their  esterification  constants  are  as  follows  : 


'b^ 


G. 

c?/cZoPentauol,  CgHg'OH 189 

cydoHexanol,  CeHji'OH    138 

cJ/cZoHeptanol,  CyHig'OH  121 

It  is  seen  that,  by  increasing  the  number  of  carbon  atoms  in  the 
ring,  the  value  of  the  constant  diminishes.  In  order  further  to  in- 
vestigate the  diminution  of  these  constants  with  increase  of  molecular 
weiglit,  we  may  compare  them  with  the  esterification  constants  of 
those  saturated  primary  and  secondary  alcohols  in  which  the  homo- 
logues  are  formed  by  the  addition  of  the  -CHg"  group,  as  in  the 
polymethylene  series.  To  simplify  the  figures,  all  the  esterification 
constants  are  compared  with  that  of  methyl  alcohol,  which  is  0"1118 
and  is  taken  as  100,     We  thus  obtain  the  following  numbers  : 
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Nwnud  Primanj  Alcohols.  Secondary  Alcohols. 

C.  C. 

CsH--CHo-OH  41-6  CH.-CHfCHaVOH    13-2 

C^Hq-CHo-OH  38-4  aH5-CH(CH3)-OH H'O 

CsHii'CH.-OH 36-8  CrjH--CH(CH3)-0H  87 

CeHij-CH^-OH 35-1  CeHis-CHlCHo)-^! 8-2 

C7H),-CH.;-0H 337 


rohjmethyhne  Secondary  Alcohols. 

C. 

c?/c?oPentaiiol,  CjTIfl'OH   16-9 

c?/cZoHexanol,  CfiHji'OH   12-3 

cj/doHeptanol,  CyHjg'OH lO'S 

The  tables  show  that,  both  iu  the  case  of  the  saturated  and  poly- 
methylene  alcohols,  the  addition  of  the  group  -CHg"  to  the  open  or 
closed  chain  gives  rise  to  a  decrease  in  the  values  of  the  esterification 
constants,  which  is  of  the  same  magnitude  throughout. 

This  conclusion  is  a  very  important  one,  and  is  confirmed  by  an 
examination  of  the  esterification  constants  of  the  methyl  derivatives 
of  the  polymethylene  alcohols.  For  this,  however,  only  those 
alcohols  must  be  compared  which  contain  the  side  chains  in  cor- 
responding positions  in  the  ring,  as  the  position  of  the  side  chains 
has  a  great  influence  on  the  value  of  the  constants. 

Reduced  to 
Esterification        the  constant 
constant.        of  metliyl  alcoliol. 

2-Methy]c?/c7opentanol{l)  126  11-2 

2-Metliylr-7/cZohexanol(l)  74  6-6 

3-Methylc?/c/opentanol(l) 166  14-8 

3-Methylc?/cZo]iexanol(l)  139  12-4 

The  differences  in  the  values  of  the  constants  as  the  molecular 
weights  of  the  alcohols  increase  are  much  the  same  as  those  mentioned 
above. 

We  come,  therefore,  to  the  conclusion  that  the  rate  of  decrease  of  the 
esterification  constants,  with  tlie  addition  to  the  carbon  chain  of  the 
group  -CHo",  is  of  the  same  order  in  normal  saturated  alcohols  with 
open  chain,  as  in  jiolymethylene  alcohols  containing  closed  chains. 


IV.   7Vte  Alcoholic  Function  of  the  Polymethylene  Secondary  Alcohols. 

We  have  seen  that  among  the  homologous  polymethylene  secondary 
alcohols,  the  highest  constants  are  possessed  by  the  derivatives  of 
pentamethylene,  then  come  those  of  the  hexamethylene  series  :  and 

finally   the   heptamothylene   derivatives   have  the  lowest  constants. 

We  may  now  consider  these  constants  somewhat  more  fully. 
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The  highest  esterification  constant  of  all  the  polymethylene 
secondary  alcohols  belongs  to  cyc/opentanol  :  its  constant,  0"0189,  is 
also  the  highest  of  all  the  secondary  alcohols  investigated.  This  fact 
is  not  in  accordance  with  the  rule  hitherto  observed,  that  the  highest 
esterification  constants  are  given  by  saturated  secondary  alcohols  with 
open  chains,  and  of  these  by  dimethylcarbinol,  as  the  alcohol  contain- 
ing the  simplest  chain.  But  the  esterification  constant  of  dimethyl- 
carbinol is  only  00148,  and  is  25  per  cent,  less  than  that  of  cydo- 
pentanol.  Amongst  the  methyl  derivatives  of  cyc^opentanol,  the 
esterification  constant,  0"0166,  of  3-methylcj/t7opentanol(l)  is  higher 
than  the  constant  of  dimethylcarbinol.  The  high  value  of  the 
constants  in  the  pentamethylene  series  is  rendered  more  evident  on 
comparing  these  constants  with  those  of  the  saturated  open  chain 
secondary  alcohols  containing  five  atoms  of  carbon.  Of  these  the 
highest  constant  is  shown  by  methylpropylcarbinol,  but  the  value  is 
only  0  0098,  nearly  50  per  cent,  lower  than  that  of  c^c/opentanol. 

In  the  hexamethylene  series,  although  the  constants  are  lower 
than  in  the  pentamethylene  series,  they  are  still  higher  than  those  of 
the  saturated  secondary  alcohols  containing  the  same  number  of 
carbon  atoms.  In  many  cases,  the  constants  of  the  hexamethylene 
series  are  higher  than,  or  very  near  to,  that  of  dimethylcarbinol  :  the 
constant  of  4-methylc?/c^ohexanol(l)  is  00152  ;  cis-  and  trans-S  :  5-di- 
methylc(/c/ohexanol(l),  00143;  3-methylcyc^ohexanol(l),  00139,  and 
c?/c^obexanol(l),  the  first  member  of  the  series,  has  the  esterification 
constant  0  0138. 

The  esterification  constant  of  c?/c?oheptanol  is  also  higher  than  those 
of  the  alcohols  containing  seven  carbon  atoms. 

The  constants  of  the  above-mentioned  polymethylene  alcohols  are, 
as  has  been  shown,  the  highest  of  all  the  secondary  alcohols  studied. 
This  conclusion  can  be  also  confirmed  by  the  examination  of  other 
constants  of  chemical  change  in  the  hexamethylene  series.  The 
constant  of  the  formation  of  ethylcyc^ohexyl  ether,  namely,  0  0140,  is 
higher  than  in  the  case  of  the  saturated  alcohols  containing  six 
carbon  atoms.  Very  important  also  is  the  high  alkylation  constant  of 
cyc^ohexylamine,  0'01869  ;  this  constant  is  the  highest  among  all 
the  amines  of  the  saturated  secondary  alcohols,  the  constants  of  which 
are  very  near  the  value  0*01200,  or  30  per  cent,  lower  than  that  of 
the  cyclic  amine. 

Thus,  all  the  constants  of  chemical  change  point  to  the  conclusion 
that,  under  favourable  conditions,  the  constants  of  the  polymethylene 
series  are  the  highest  among  those  which  are  known.  This  conclusion 
leads  us  to  consider  the  conditions  under  which  the  maximum  values 
for  the  constants  of  chemical  change  were  observed.  We  shall  deal 
principally    with    the    esterification    constants,     these    being    more 
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numerous   than  the   others ;    the  conchisions   drawn  from  these    can 
be  applied  to  the  constants  of  other  chemical  reactions. 

The  absolute  value  of  the  esterification  constant  is  determined  by 
the  following  circumstances  : 

(1)  The  composition  of  the  alcoholic  link  of  the  chain  ;  the  primary 
alcohols  giving,  under  analogous  conditions,  higher  constants  than  the 
secondary  and  tertiary  alcohols, 

(2)  The  structure  of  the  chain  ;  the  presence  of  the  saturated  chain 
of  so-called  normal  structure,  containing  no  side  chains,  decreases  the 
values  of  the  constants. 

(3)  As  the  formation  of  every  carbon  chain  proceeds  with  loss  of 
speed,  the  maximum  constant  is  possessed  by  the  member  containing 
the  simplest  chain. 

(4)  After  the  present  investigation  we  must  add,  that  under  equal 
conditions  the  maximum  constant  is  determined  by  the  cyclic 
structure  of  the  chain. 

(5)  In  view  of  the  very  high  alkylation  constants  of  the  imines  of 
the  piperidine  series,  we  must  extend  the  last  conclusion  and  point  out 
that  it  may  be  applied  to  alicyclic  and  heterocyclic  systems,  the 
hydroxy-  or  the  amino-gi'oup  being  combined  with  the  carbon  atoms  of 
the  ring. 


V.  Polymethylene  Tertiary  Alcohols.     Influence  of  the  Side  Chains. 

As  previously  stated,  the  numbering  of  the  carbon  atoms  of  the 
polymethylene  ring  commences  with  the  carbon  atom  which  is  com- 
bined with  the  hydroxyl  group.  The  same  numbering  is  given  to  the 
side  chains  ;  Cj  signifies  that  the  side  chain  is  attached  to  the  same 
carbon  atom  of  the  ring  and  so  forth. 

The  tertiary  polymethylene  alcohols  are  pi'oduced  when  a  side 
chain  or  group  unites  with  the  carbon  atom  Cj,  which  is  combined 
with  the  hydroxyl  group.  The  esterification  of  these  tertiary  alcohols 
will  be  principally  dealt  with. 

The  first  tertiary  alcohol  investigated  was  l-methylc2/c^ohexanol(l) 
and  the  series  obtained  was  as  follows  : 

t. 

60 

121 

180 
240 


The  esterification  of  saturated  tertiary  alcohols  led  me  to  expect  a  very 
low  constant  in  this  case,  but  as  the  former  alcohols  decompose  witli 
the  production  of  hydrocarbons,  an  irregular  esterification  is  obtained. 


X. 

C. 

2-14 

0-00036 

4-56 

0-00041 

6-98 

0-00041 

9-40 

Mean 

0-00043 

0-00040 

I 


X. 

C. 

3-54 

0-00040 

5-62 

0-00033 

10-34 

0-00032 

15-94 

Mean 

0-00031 

0-00034 
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The  polymethylene  alcohols,  however,  are  esterified  very  regularly 
without  decompositiou.  In  order  definitely  to  establish  the  regular 
esterification  of  the  polymethylene  tertiary  alcohols,  a  special  ex- 
periment with  l-methylcyc(?oheptanol(l)  was  made.  The  experiment 
lasted  ten  hours  and  gave  the  following  veiy  regular  numbers : 

t. 

90 
180 
360 
600 


The  regular  esterification  of  polymethylene  tertiary  alcohols  shows 
that  in  this  respect  they  are  analogous  to  the  phenols  and  tertiary 
alcohols  of  the  benzene  series,  but  differ  from  the  saturated  alcohols. 

The  esterification  being  regular,  it  was  possible  to  determine  the 

esterification  constants  of  the  following  alcohols  : 

C. 

l-Methylc?/cZohexanol(l)   0-0004 

l-Methylc)/r?ohcptanol(l)  0-0003 

'     1  : 3-Diniethyk7ycZohexanol(l)    0-0003 

These  constants  are  very  low,  as  are  also  the  constants  of  other 
reactions,  for  example  :  the  alkylation  constant  of  1:2: 4-trimethyl- 
cycZohexylamine(l)  is  206,  and  that  of  saturated  tertiary  amylamine 
270. 

We  may  therefore  conclude  that :  when  the  side  chain  is  in  the 
position  Cj  of  the  polymethylene  ring  a  greater  decrease  in  the  value  of 
the  constant  is  pi'oduced  than  when  it  is  in  any  other  position  in  the 
ring. 

In  the  open  chain  series  the  same  effect  is  produced  by  the  side 
chain  attached  to  the  carbon  atom,  which  is  united  with  the  hydroxy- 
or  amino-group.  As  this  fact  is  already  well  established,  I  give  only 
the  esterification  constants  of  ethyl,  ^sopropyl,  and  ^erf. butyl  alcohols, 
and  the  alkylation  constants  of  ethyl-,  isopropyl-,  and  ieH.butyl-amines. 

Esterification  Alk}'lation 

constant.  constant. 

CHa'CHj-OH 542  CHs-CHg-NHo 3807 

(CH3)2CH-OH    148  (CH,).,CH-NH2    1257 

{CH3)3C-OH    9  (CH3)aC-NH2   314 

VI.   Ortho-  and  Diortho-position  of  the  Side  Chain. 

The  ortho-position  of  the  ring  is  that  where  the  side  chain  is 
combined  with  the  carbon  atom  (2).  Two  chains  in  the  ortho-position 
to  the  carbon  atom  (1)  are  combined  with  atoms  (2)  and  (5)  of  the 
pentamethylene  ring,  with  (2)  and  (6)  of  the  hexamethylene  ring,  and 
with  (2)  and  (7)  of  the  heptamethylene  ring. 
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The  side  chains  here  considered  are  hydrocarbon  groups :  the 
chemical  nature  of  the  side  chain  being,  as  will  be  seen,  of  great 
influerce  on  the  effect  ptoduced. 

In  studying  the  influence  of  the  ortho-  and  diortho-position  of  the 
side  chains  in  the  pentamethylene  ring,  the  following  derivatives  were 
examined  : 

Esterification 
constants. 

cycloVetttanoXl)  189 

2-Methylc?/o7opentaiioi(l)   126  (ortlio-position  of  methyl) 

2  :  .5-Dimetliylc?/c7opeiitanol(l) 85  (diortlio-position  of    ,,     ) 

The  side  chain  in  the  ortho-position  and  especially  two  substituents 
in  the  diortho-position  decrease  the  esterification  constants  of  cyclo- 
pentanol  to  a  great  extent.  The  same  decrease  can  be  observed  if,  in 
4-methylc2/c^opentanol(l),  we  introduce  a  side  chain  in  the  ortho- 
position. 

C. 

4-Methy]c2/cZopentanol(l)    166 

2  :  4-Dimethylc?/cZopentanoI(l)  131  (ortho-position) 

The  hexamethylene  ring  shows  the  same  behaviour.  2-]\Iethyl- 
C!/c/ohexanol(l)  has  an  esterification  constant  only  half  that  of  cyclo- 
hexanol(l) : 

C. 

cycZ'<Hexanol(l)    138 

2-Methylc2/cZohexanol(l) 74  (ortho-position) 

♦  The  constants  of  menthol  and  Z-menthylamine  are  very  characteristic, 
the  introduction  of  the  tsopropyl  group  in  the  ortho-position  greatly 
diminishing  the  constant. 

Esterification 
constant. 

3-Metliylc!/cZohexanol(l) 139 

5-Methyl-2-mpropylc2/c/ohexanol(l)    52  (ortho-po.sition) 

Alkylation 
constant. 

C2/c?oHexy]amine(l ) 1869 

5-Methyl-2-isopropylcycZohexylamine(l)  ...         370  (ortho-positiou) 

The  conclusion  to  be  drawn  from  these  facts  is  that  in  polymethylene 
rings  the  side  clucins  in  the  ortho-  or  diortho-positions  greatly  diminish 
the  constants  of  c/iemical  change. 

As  will  be  shown  later,  this  influence  of  the  side  chains  in  the 
ortho-  or  diortho-position  can  be  observed  in  both  open  and  closed 
chains. 

Our  knowledge  of  the  influence  of  the  side  chains  is  chiefly  derived 
from  the  brilliant  researches  of  Victor  Meyer  in  the  benzene  series. 
In  many  cases  the  decrease  of  the  speed  of  chemical  reaction  is  so 
great  that  many  diortho-substitution  products  have  not  hitherto  been 


I 
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prepared.  I  have  observed  several  instances  of  this  decrease  in  the 
values  of  the  constants  in  diortho-compounds  of  the  benzene  series. 
As  examples  of  this  may  be  mentioned  the  esterification  constants  of 
the  pairs:  phenol — o-cresol  and  7n-cresol — thymol. 

C. 
CgHs-OH    242 


CHg-CeHj-OH    72 

2  1 


c. 

CHa-CJVOH    

277 

•i                1 

CH3 
■'    >CeH3-0H   

B 

51 

The  second  pair  of  these  phenols  shows  the  relation  observed  above 
between  3-methylc?/c^ohexanol(l)  and  menthol. 

We  now  priss  to  the  consideration  of  open  chains,  where  the  ortho- 
and  diortho-position  of  the  side  chains  has  the  same  influence.  Of 
many  instances  observed,  mention  may  be  made  only  of  the  esteri- 
fication constants  of  propyl  and  isobutyl  alcohols  and  the  alkylation 
constants  of  propyl-,  isobutyl-  and  fer^. butyl-amines. 


CHa'CHo-CHj-OH.. 

Esterification 
constant. 
....       480 

CHs'CHo-CHa-NHa    . 

Alkylation 
constant. 
..       3783 

CHg-CH-CHo-OH  .. 

....       401 

CHs'CH-CHa-NHa 

2759  (ortho-position) 

CH3 

CH3 
CH3 

CHs-C-CHs'NHo 

791  (diortho-   ,,      ) 

CH3 

The  same  rule,  regarding  the  influence  of  the  side  chains  in  the 
ortho-position,  holds  good  also  for  heteroatomic  chains.  In  the  case 
of  open  chain  compounds,  we  may  cite  the  constants  of  formation  of 
ethers  and  the  alkylation  constants  of  secondaiy  amines  : 

Etherification 
constant. 

CHs-CHo-CHs'O-CHj-CHo-CH,    816 

CHs-CH-CHo-O-CH^-CH-CHa -. 96 

CH3  C/H3 

Alkylation 
constant. 

CHa'CHj-CH^-NH-CHa-CH./CHa    2910 

CH3-CH-CH.2-NH-CH2-CH-CH,  718 

CH3  CH3 

The  application  of  the  rule  to  heterocyclic  systems  is  demonstrated 
by  the  alkylation  constants  of  piperidine,  a-pipecoline,  and  tZ-coniine, 
and  by  pyridine  and  a-picoline. 

C.  C. 

Piperidine    20575  Pyridine  276 

2-MetliYlpiperidiiie  2-Methylpyridine 

(o-pipecoline) 6826  (ortho-position)  (a-picoline) 55 

2-isoPropylpipcridine 

(d-coniine) 2684 
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We  may  conclude,  therefore,  that :  the  injluence  oj  th".  side  chains  in 
the  ortho-jwsition  in  decreasing  the  speed  of  chemical  action  is  a  property 
of  all  chains  whether  carbon  or  heteroatomic,  open  or  closed. 

This  rule,  however,  requires  an  important  modification.  Its  ap- 
plication is  dependent  on  the  chemical  nature  of  the  side  chains,  and 
the  resulting  reaction.  All  the  foi'egoing  instances  of  the  application 
of  the  rule  were  obtained  with  substances  containing  hydrocarbon 
gi'oups  as  side  chains,  and  the  chemical  reaction  consisted  in  the 
formation  of  esters  and  substituted  amines.  The  exceptions  to  "Victor 
Meyer's  rule  are  well  known,  and  in  my  researches  I  have  met  with 
many.  In  studying  the  action  of  dipi'opylamine  on  the  isomeric 
bromonitrobenzenes,  Nagornoff  found  that  the  total  displacement  of 
bromine  by  the  dipropylamine  group  takes  place  when  the  nitro-group 
is  in  the  ortho-position  to  the  bromine  atom,  whereas  there  is  no 
action  when  the  nitro-group  is  in  the  meta-position.  Thus,  only  by 
the  combined  influence  of  the  position  of  the  side  chain,  its  chemical 
nature,  and  the  ensuing  chemical  reaction,  is  the  application  of  the 
rule  assured. 

Being  applicable  to  all  classes  of  chains,  the  rule  of  the  ortho- 
position  of  the  side  chains  has  no  specific  importance  in  the  formation 
of  polymethylene  closed  chains. 


VII.  Side  Chains  in  Positions  Cg  and  C^  of  the  Polymethylene  Ping. 

The  esterification  constants  of  the  following  hexamethylene  alcohols, 
with  the  side  chains  in  these  positions,  were  determined  : 

C. 

c?/cZoHexanol(l)    Ib8 

3-Methylc?/c?ohexanol(l) 139 

4-Methylc)/c?yhexanol(l ) 152 

On  comparing  these  constants,  we  see  that,  where  the  side  chain  is 
farthest  from  the  carbon  atom  combined  with  the  hydroxyl  gi'oup,  the 
value  of  the  constant  becomes  greater,  and  the  constant  of  4-methyl- 
cyc/ohexanol^  1 )  is  even  greater  than  the  constant  of  cyclol\exa,no\{\), 
the  first  member  of  the  series.  The  very  great  importance  of  this 
phenomenon  in  investigating  the  nature  of  closed  chains  will  be  more 
and  more  evident  as  we  proceed  further  in  the  study  of  this 
question. 

The  influence  of  the  combined  action  of  two  methyl  groups  is  shown 
by  the  esterification  constants  of  the  3  :5-dimethylc^cfohexanols(l). 

C. 

cw-3  :  5-Dimethylc?/cZohexanol{l) 142 

trans-S  :  5-Dimethylc2/cZohexauol(l) 143 
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The  combined  action  of  the  methyl  gioups  in  both  alcohols  leads 
to  the  constant  143,  which  is  still  higher  than  that  of  cyclo- 
hexanol(l). 

The  case  of  the  dimethylhexanols  affords  an  opportunity  of  dis- 
cussing the  influence  of  geometrical  isomerism  on  the  esterification 
constants.  The  trivis-  and  the  cis-positions  of  the  side  chains  are 
identical  in  their  effect  on  the  value  of  the  constants.  In  this  respect, 
this  kind  of  isomerism  is  similar  to  optical  isomerism.  Panoff  studied 
the  esterification  of  the  d-  and  ^borneols,  and  found  that  the  esteri- 
fication constants  in  both  cases  were  identical. 

In  the  pentamethylene  series  it  was  only  possible  to  experiment 
with  one  alcohol  containing  the  side  chain  in  the  position  C3. 
3-Methylc_yf^c»pentanol(l)  has  the  esterification  constant  1G6,  which  is 
higher  than  any  in  the  hexamethylene  series,  but  is  lower  than  that  of 
cyc/opentanol.  It  would  be  expected  that  the  greatest  value  of  the 
constant  in  the  pentamethylene  .series  would  be  given  by  3  :  4-dimethyl- 
c?/c^opentanol(l),  but  this  alcohol  was  not  available. 

Returning  to  the  question  of  the  increase  in  the  value  of  the 
constants  when  the  side  chain  is  in  position  Cg,  it  is  worthy  of  note 
that  in  open  chains  no  such  increase  of  the  constant  was  observed  ;  the 
influence  of  the  side  chains  in  the  positions  Cg  or  C^  was  that  the 
value  of  the  constant  was  less,  and  never  more,  than  that  of  the 
parent  substance.  I  may  instance  the  alkylation  constants  of 
w-pentylamine  and  y-pentylamine  : 

C. 

CHs-CIIo-CHa-CH./CHj'NH. 3785 

CH3-CH"-CHo-CH."'-NH2    ....'. 2980 

CH3       "        " 
and  the  esterification  constants  of  n-butyl  alcohol  and  isoamyl  alcohol : 

C. 

CHg-CHs'CHo-CHo-OH  465 

CHg-CH-CHo-CHo-OH    435 

CH3 

In  closed  chain  compounds,  on  the  other  hand,  the  introduction  of 
the  fide  chain  resulted  in  an  increase  in  the  values  of  the  constants. 
This  is  illustrated  by  the  following  examples. 

In  the  aromatic  series  may  be  mentioned  the  following  instances  of 
increase  of  constants  when  the  side  chains  are  in  the  position  Cg  or  C^ 
of  the  benzene  ring  (G\  denoting  the  carbon  atom  combined  with  OH 
or  NH2).  We  may  compare  the  esterification  constants  of  phenol  and 
wi-cresol,  or  the  alkylation  constants  of  aniline,  w-toluidine,  and 
o-4-xylidine  (see  Ber.,  1897,  30,  2966;  1898,  31,  1424). 
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Esterification  Alkylation 

constant.  constant. 

CeHj-OH     242  CgHs-NHj  68 

1  1 

CH3-C6H,-OH    277  CHa'CgH/NHo 445 

3  1  3  1     " 

CHs-CgHa-NHo 707 

4 

In  all  cases  the  constants  increase,  the  constants  of  methyl-substituted 
derivatives  being  higher  than  the  constants  of  the  first  naember  of  the 
series.  The  constant  of  o-4-xylidine  shows  that  the  increase  can  extend 
to  more  than  ten  times  the  value  of  the  constant  of  the  first  member  of 
the  series. 

Passing  to  hetei'ocyclic  systems  containing  nitrogen,  we  find  the 
same  phenomenon  in  all  cases  studied.  The  alkylation  constants  of  the 
derivatives  of  piperidine,  pyridine,  tetrahydroquinoline,  and  methyl- 
(Cg  or  C4)-quinoline  are  as  follows  : 

C.  C. 

CsHjo'NH,  piperidine  20575        CgHuN,  tetrahydroq^uinoline  ...     300    ] 

CHs'CsHio-NH,   3-niethylpiper-  CHa'C'aHioN,         hydro-m-tolu- 

3  1  3  1 

idine  (/8-pipecoline)    28109  quiuoline     349 

CjHj'N,  pyridine  276        CHs'CpHinX,  hydio-^-tohiquhi- 

1  4         ■        1 

oline    610 

CH3'C5H4N,     3-methylpyridine  CgH7N',  quinoline 96 

3  1  1 

(j8-picoline) 445         CHs'CgHgNjy-methylquiuoline*    159 

4  1 

*  The  constants  in  the  quiuoline  series  were  obtained  with  methyl  bromide,  and 
not  allyl  bromide,  as  in  the  others  ;  in  this  case,  allyl  bromide  is  nearly  without 
action. 

Notwithstanding  the  great  difference  in  the  chemical  nature  of  these 
substances,  the  different  reactions  measured,  and  the  enormous  differ- 
ences in  the  values  of  the  constants  (being  between  100  and  28,000),  in 
all  cases  where  the  side  chain  is  combined  with  the  carbon  atom  (3)  or 
(4)  we  observe  an  increase  of  the  constant. 

The  conclusion  from  these  facts  may  be  stated  as  follows  ;  in  all 
ring  systems,  alicyclic  or  heterocyclic,  when  the  substituent  methyl  groups 
are  in  position  (3)  or  (4),  an  increase  in  the  constant  of  speed  of  the  reaction 
is  effected. 

This  increase  of  the  value  of  the  constants  owing  to  the  influence  of 
the  side  chain  is  an  important  property  of  ring  systems,  distinguishing 
them  fi'om  open  chain  compounds,  and  makes  it  necessary  to  reconsider 
what  has  been  said  in  the  second  section  on  the  formation  of  poly- 
methylene  rings.  If  such  a  ring,  having  methyl  groups  in  position  Cg 
or  C4,  is  formed,  it  is  evident  from  the  above  that  the  decrease  of  speed 
in  the  manner  referred  to  in  the  second  section  is  less  than  in  any 
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other  case.  It  is  difficult  to  say  what  circumstances  produce  such  a 
difference  in  the  act  of  formation  of  the  ring,  the  data  being  insufficient, 
and  especially  in  the  absence  of  measurements  made  on  compounds  with 
a  more  complex  side  chain,  such  as  an  ethyl  group  in  place  of  a  methyl 
group. 

In  monosubstituted  derivatives  of  those  polymethylene  rings  which 
contain  an  even  number  of  carbon  atoms,  if  the  side  chain  is  in  position 
Cj,  all  the  other  carbon  atoms  become  identical  by  pairs  in  respect  to 
substitution,  thus,  in  the  pentamethylene  ring,  03  =  05  and  03  =  0^.  In 
the  hexamethylene  ring,  containing  an  even  number  of  carbon  atoms, 
C2  =  Cg,  Og  =  Cg,  and  C^  has  no  corresponding  carbon  atom. 

Having  in  the  last  three  sections  described  the  influence  of  the  side 
chains  combined  with  0^^,  Og,  O3,  0^  respectively,  the  most  general  cases 
of  the  said  influence  in  the  polymethylene  series  have  been  studied. 

VIII.     Influence    of    the    Hexamethylene    Ring    on    the    Ester ification 
Constants  of  the  Alcohols  of  the  Open  Chain  Series. 

In  the  foregoing  paragraphs  a  study  was  made  of  the  secondary  and 
tertiary  polymethylene  alcohols  in  which  the  alcoholic  hydroxyl  group 
was  combined  with  one  of  the  carbon  atoms  of  the  ring.  We  shall  now 
consider  the  alcohols  containing  the  hydroxyl  group  in  the  (open)  side 
chain.  In  the  case  where  the  open  side  chain  has  the  general  formula 
CnH2n+i>  the  introduction  of  a  hydroxyl  group  may  produce  primary, 
secondary,  or  teitiary  alcohols.  Of  this  great  division  of  the  poly- 
methylene alcohols,  only  two  representatives  belonging  to  the  hexa- 
methylene group  were  available,  namely,  primary  c?/c/ohexylcarbinol, 
CgHjj'OHg'OII,  and  secondary  methylcycVohexylcarbinol, 

06Hii-OH(OH)-OH3. 

Their  esterification  constants  were  determined  : 

C. 

c2/cZoHexylcarbinol,  CeHu'CHj-OH 250 

Methylci/cZohexylcaibiuol,  C«Hii-CH{0H)-CH3 ...  71 

The  constants  obtained  show  the  usual  relation  ;  the  constant  of  the 
primary  alcohol  is  much  higher  than  that  of  the  secondary  alcohol. 
The  influence  of  the  hexamethylene  ring  appears  in  the  absolute  values 
of  these  constants,  which  may  therefore  be  somewhat  more  closely 
examined. 

In  order  to  deduce  the  influence  of  the  hexamethylene  ring,  we  may 

compare  the  constant  of  primary  c^/c^ohexylcarbinol,  namely,  250,  with 

the  constants  of  9i-heptyl  alcohol  containing  the  open  chain  C^jHjg,  and 

with  benzyl  alcohol  containing  the  benzene  ring. 

C. 

Methyl  alcohol,  CHs-OH    1118 

w-Heptyl  alcohol,  CsHi3'CH./0H     393 

Benzyl  alcohol,  CgHg-CHa'OH  280 

cyfZi'Hexylcarbmol,  CgHjj'CHa'OH 250 
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The  constant  of  cyc/ohexylcarbinol  is  the  least,  the  influence  of  the 
hexaoiethylene  ring  being  not  only  greater  than  that  exerted  by  the 
hexyl  group  C^H^g,  but  also  than  that  due  to  the  benzene  ring.  In 
order  to  compare  the  influence  of  the  hexamethylene  ring  with  the 
influence  of  the  multiple  bonds,  no  data  for  the  members  of  the  un- 
satui'ated  series  of  alcohols  with  seven  carbon  atoms  are  available, 
and  we  can  therefore  only  compare  the  constant  of  allyl  alcohol, 
CHo'.CH'CHo-OH,  which  is  287,  with  that  of  propargyl  alcohol, 
CHiC'CHo'OH,  which  is  200.  These  comparisons  indicate  the  position 
of  the  polymethylene  rin^;  in  the  scale,  showing  the  influence  of  the 
most  general  classes  of  carbon  chains  on  the  esterification  constants  of 
primary  alcohols. 

The  secondary  methylc?/cZohexylcarbiaol,  CgHj^'CH(0H)*CH3,  with 
its  esterification  constant  71,  gives  rise  to  the  same  deductions  as  the 
foregoing.  The  saturated  methylhexyloarbinol,  C,5Hi3"CH(()H)*CH3, 
has  the  constant  91,  higher  than  that  of  the  ryclic  alcohol.  The  con- 
stant of  the  latter  alcohol  is  also  much  lower  in  comparison  with  the 
constants  of  secondary  polymethylene  alcohols,  which  contain  the 
hydroxyl  group  combined  with  the  carbon  atom  of  the  ring. 

IX.     Hexamethylene  as  a  Medium  for  Chemical  Change. 

The  study  of  organic  compounds  includes  the  study  of  their  behaviour 
as  solvents.  Although  non-electi'olytes,  the  so-called  indifferent  solvents, 
as  my  former  researches  have  shown,  exert  a  very  great  influence  on  the 
velocity  of  the  reaction  which  takes  place.  Amongst  these  solvents 
the  hydrocarbons  are  those  which  further  the  activity  of  chemical 
reaction  to  the  least  degree.  Yet  between  the  influence  of  the  hydro- 
carbons of  saturated  series  and  that  of  the  aromatic  hydrocarbons  the 
difference  is  very  great,  and  can  be  demonstrated  by  experiment.  In 
order  to  investigate  the  behaviour  of  the  polymethylene  hydrocarbons 
as  solvents,  hexamethylene  was  chosen.  This  hydrocarbon  was  pre- 
pared by  Gvosdoff  by  reducing  benzene  according  to  Sabatier  and 
Sendei-ens'  method;  the  melting  point  was  +6"4'^and  the  boiling  point 
81°  (760  mm.). 

In  determining  the  influence  of  hexamethylene  as  a  solvent,  I  studied, 
as  in  my  former  experiments  on  the  subject,  the  combination  of 
trimethylamine  with  ethyl  iodide  to  form  tetraethylammonium  iodide, 

(aH,j3N-t-C,H3l  =  (C2H,),NT. 

An  equimolecular  mixture  of  these  substances,  diluted  with 
15  volumes  of  hexamethylene,  was  heated  at  100°  in  small  sealed 
tubes.  After  a  certain  time  the  tubes  were  quickly  cooled  by  ice- 
water,  and,  after  breaking  them  in  a  flask  containing  watei',  the 
ionised  iodine  was  titrated  with  a  solution  of  silver  nitrate.  The  re- 
action is  dimolecular,  and  the  constant  calculated  accordingly. 
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The  following  table  contains  the  experimental  data,  showing  the 
velocity  of  combination  of  triethylamine  with  ethyl  iodide  in  hexane, 
hexamethylene,  and  benzene  : 


Hexane. 

Hexamethylene. 

t. 

X. 

C. 

t. 

X. 

C. 

60 

1-5 

0-00018 

120 

2-27 

0-00016 

90 

2-0 

0-00018 

180 

3-07 

0-00017 

180 

3-6 
Mean 

0-00017 

220 

3-95 
Mean 

0-00018 

0-00018 

0-00017 

Benzene. 

t. 

X. 

C. 

30 

16-75 

0-00665 

• 

60 

27-76 

i 

0-00641 

90 

37-92 

0-00672 

120 

41-91 

Mean  .. 

0-00602 

0-00646 

It  will  be  seen  from  these  experiments  that  hexamethylene  gives  the 
same  numbers  as  are  obtained  with  hexane,  and  both  exert  a  very 
considerable  retarding  influence  on  the  reaction  as  compared  with 
benzene. 

X.  General  Results. 

The  general  results  of  the  study  of  polymethylene  derivatives  in 
respect  to  the  velocity  of  chemical  change  may  be  summed  up  as 
follows : 

1.  The  formation  of  the  closed  polymethylene  ring  from  an  open 
chain  of  normal  structure  proceeds  with  increase  of  velocity.  The 
maximum  increase  occurs  in  the  formation  of  the  pentamethylene 
ring ;  in  the  case  of  the  hexamethylene  ring  the  increase  is  less,  and 
the  heptamethylene  ring  is  formed  with  the  minimum  increase  of 
velocity. 

2.  The  increase  of  velocity  at  the  closing  of  the  open  chain  is  not  a 
specific  property  of  the  polymethylene  ring,  but  is  a  general  phenomenon 
observed  in  the  formation  of  all  ring  systems,  alicyclic  and  hetero- 
cyclic, 

3.  The  constants  of  velocity  decrease  according  as  the  number  of 
methylene  groups  in  the  polymethylene  rings  increases.  The  decrease 
is  of  the  same  order  as  is  observed  in  the  homologous  series  of  open 
chain  normal  saturated  carbon  compounds. 

4.  The  secondary  polymethylene  alcohols  in  which  the  hydroxy  1 
group  is  attached  to  the  carbon  atom  of  the  ring  are  typical  secondary 


alcohols 
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Their  esterification  constants  are  higher  than  those  of  the 
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normal  saturated  secondary  alcohols.  Hence,  the  polymethylene 
alcohols  give  higher  constants  than  all  the  secondary  alcohols  studied. 
The  constants  of  the  derivatives  of  cyc^opentanol  are  the  highest ; 
cycMiexanol  gives  much  lower  values,  and  cyc^oheptanol  still  less. 

5.  The  side  chain  combined  with  the  carbon  atom  united  with  the 
hydroxyl  group  gives  rise  to  the  formation  of  the  polymethylene 
tertiary  alcohols.  Their  esterification  constants  are  very  low,  but 
esterification  proceeds  regularly ;  this  is  not  the  case  with  saturated 
tertiary  alcohols,  but  is  characteristic  of  phenols. 

6.  When  the  side  chains  are  in  the  ortho-  and  diortho-posibions,  a 
great  decrease  in  the  esterification  constants  is  observed.  This  effect, 
commonly  ascribed  to  the  benzene  ring  alone,  is  a  general  property  of 
all  classes  of  chains,  whether  open  or  closed,  and  containing  carbon  or 
other  elements. 

7.  When  the  side  chain  is  in  the  position  (3)  or  (4)  of  the  poly- 
methylene ring,  an  increase  of  the  constants  is  observed,  so  that  in  the 
hexamethylene  series  the  value  of  the  constant  of  the  first  member  of 
the  series  is  exceeded. 

8.  This  property  is  not  confined  to  the  polymethylene  ring,  but 
applies  generally  to  ringed  systems,  alicyclic  and  heterocyclic.  As  the 
open  chain  compounds  show  no  such  increase  of  velocity,  this  is  an 
important  characteristic  of  closed  chains. 

9.  When  a  hexamethylene  ring  is  introduced  into  the  open  chain  of 
an  alcohol,  the  decrease  of  the  esterification  constants  is  much  more 
than  is  effected  by  the  benzene  ring. 

10.  Hexamethylene,  like  hexane,  exerts  a  very  considerable  retard- 
ing influence  when  used  as  a  solvent  in  these  reactions. 

polytecunikum, 
St.  Petersburg. 


CLIII. — SejKiixUion  of  aa-  and  ^^-Dimethyladiinc  Acids. 

By  Arthur  William  Crossley  and  Nora  Renouf. 

In*  a  paper  entitled  "  Synthesis  of  Dibasic  Acids,"  Blanc  [Bull.  Soc. 
chim.,  1905,' [iii],  33,  889)  states:  "Dans  les  eaux  m^res  de  I'acide 
aa-dimethyladipique,  il  n'a  pas  6te  possible  de  trouper  trace  de  I'isom^re 
(3/3.  li  n'est  cependant  pas  impossible  qu'il  en  existe  parceque  le 
melange  des  deux  corps  est  absolument  impossible  a  scinder  et  ne 
cristallise  pratiquement  pas." 

In  connection  with  another  research  (this  vol.,  page  1557),  it  had 
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been  found  that  aa-dimethyladipic  acid  crystallised  readily  from  hydro- 
chloric acid,  whereas  ^/3-diinethyladipic  acid  did  not. 

The  following  rough  experiments  prove  that  ^/3-dimethyladipic  acid 
is  about  ten  to  twelve  times  as  soluble  in  water  saturated  with  hydrogen 
chloride  as  is  aa-dimethyladipic  acid. 

One  gram  of  each  acid  was  dissolved  separately  in  7  c.c.  of  water 
and  hydrogen  chloride  passed  into  the  solution  without  cooling  vintil 
no  more  gas  was  absorbed.  On  standing,  crystals  sepai'ated  in  both 
cases,  but  those  of  the  ^/?-acid  readily  redissolved  on  passing  more 
hydrogen  chloride  into  the  solution,  whereas  those  of  the  aa-acid  did 
not.  The  solutions  were  then  completely  saturated  in  the  cold  with 
hydrogen  chloride  and  allowed  to  stand  fifteen  hours,  when  075  gram 
of  the  aa-acid  and  only  0*05  gr.im  of  the  /3/3-acid  separated. 

Moreover,  /3/3-dimethyladipic  acid  differs  appreciably  in  solubility  in 
water  and  in  a  mixture  of  chloroform  and  light  petroleum  (40 — 60°) 
from  aa-dimethyladipic  acid,  and  it  has  now  been  found  possible  to 
effect  a  separation  of  a  mixture  of  the  two  acids  by  taking  advantage 
of  these  different  solubilities. 

In  the  first  place,  the  method  was  tried  with  a  mixture  of  one  gi'am 
each  of  pure  aa-  and  /?/?-dimethyladipic  acids,  which  was  dissolved  in 
12  c.c.  of  water  and  the  whole  completely  saturated  in  the  cold  with 
hydrogen  chloride.  The  containing  vessel  was  a  small  Erlenmeyer 
flask,  which  was  corked  and  allowed  to  stand  until  nothing  further 
separated.  After  filtration,  the  mother  liquor  was  returned  to  the 
flask,  the  mouth  of  which  was  loosely  plugged  with  glass-wool,  so  as 
to  allow  hydrogen  chloride  gradually  to  escape,  when  further  crops  of 
crystals  were  obtained.  It  is  of  importance  not  to  allow  crystallisation 
to  take  place  rapidly,  otherwise  a  mixtui'e  of  the  two  adipic  acids  is  apt 
to  separate ;  and  therefore,  when  suificient  hydrogen  chloride  has 
escaped,  as  indicated  by  the  first  appearance  of  solid,  the  glass-wool 
plug  should  be  replaced  by  a  cork. 

The  first  fractions  always  consisted  of  pure  aa-dimethyladipic  acid  and 
the  process  was  allowed  to  continue  until  a  mixture  separated,  which  was 
easily  ascertained,  because  the  melting  point  of  the  crystals  fell  from 
86 — 89°  to  about  60°.  The  mother  liquor  was  then  evaporated  with 
frequent  addition  of  water,  so  as  to  expel  all  the  hydrogen  chloride,  and 
it  is  of  great  importance  that  this  should  be  done  very  thoroughly, 
otherwise  the  residue  does  not  solidify  readily. 

The  resulting  solid  was  dissolved  in  a  mixture  of  chloroform  and 
light  petroleum  (40 — 60°),  when  pure  /3/3-dimethyladipic  acid  crystal- 
lised out.  One  such  treatment  was,  however,  insufficient  to  effect  a 
complete  separation  of  the  two  acids,  and  on  evaporating  the  chloro- 
form and  light  petroleum  a  residue  was  always  obtained,  with  which 
the  whole  separation  process  was  repeated. 

5  K  2 
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Time  of 

Amount  of 

standing. 

fraction. 

M.  p. 

3  days 

0"4  gram 

88—89 

0 

0-1     „ 

88-89 

1          ,, 

0-1    ,, 

87—88 

4     „ 

0-2     „ 

87—88 

2     „ 

0-1     „ 

80—81 

The  following  are  the  actual  details  of  one  of  the  many  experiments 
tried  with  one  gram  of  each  of  aa-  and  y3/?-dimethyladipic  acids 
dissolved  in  12  c.c.  of  water  : 

Mixed  m.  p. 

with  ao-acid. 
88—89° 
88—89 
88—89 
88—89 
60—61 

The  mixed  melting  point  of  the  last  fraction  of  solid  with  ^^-di- 
methyladipic  acid  was  82 — 83°,  and,  after  one  recrystallisation  from  a 
mixture  of  chloroform  and  light  peti'oleum,  86 — 87°,  showing  that  it 
consisted  of  pure  /3j8-dimethyladipic  acid.  The  hydrochloric  acid 
solution  was  then  evaporated  to  dryness,  and  the  residue  crystallised 
from  chloroform  and  light  petroleum,  when  0"6  gram  sepai-ated,  melt- 
ing at  85 — 86°,  nor  was  this  melting  point  altered  on  mixing  with  pure 
^/3-dimethyladipic  acid.  The  whole  process  was  repeated  with  the 
solid  obtained  by  evaporating  the  chloroform  and  light  petroleum 
mother  liquor,  giving  a  further  0"1  gram  each  of  aa-  and  /S^-dimethyl- 
adipic  acid,  so  that  starting  with  1  gram  of  each  acid  it  was  possible  to 
separate  from  the  mixture  0"9  gram  of  the  aa-acid  and  0"8  gram  of  the 
^^-acid,  both  in  a  2:)ure  state. 

The  method  was  then  further  tested  by  applying  it  to  the  mixture 
of  aa-  and  /?y3-dimethyladipic  acids,  produced  by  oxidising  the  dimethyl- 
tetrahydrobenzenes  resulting  from  the  action  of  alcoholic  potassium 
hydroxide  on  3-bromo-l  :  1-dimethylhexahydrobenzene  (see  page  1556). 
Seventeen  grams  of  the  mixture  of  hydrocarbons  gave  9  grams  of 
solid  oxidation  product,  which  were  dissolved  in  six  times  their  weight 
of  water,  the  solution  saturated  in  the  cold  with  hydrogen  chloride, 
and  treated  exactly  as  described  above,  when  the  following  fractions 
were  obtained  : 


unt  of  fraction. 

M.  p. 

Mixed  m.  p.  witli  aa-acid 

0-1   gram 

86—87° 

87—88" 

0-4     „ 

86—87 

87—88 

0-2     „ 

88—89 

88—89 

0-2     „ 

88—89 

88—89 

0-6     „ 

60-62 

— 

The  last  fraction  was  returned  to  the  mother  liquor,  the  whole 
evaporated,  taking  care  to  get  rid  of  all  traces  of  hydrogen  chloride, 
and  the  residue  crystallised  from  chloroform  and  light  petroleum,  when 
2*9  grams  of  solid  separated,  melting  at  84 — 85°,  and  when  mixed 
with  /3/3-dimethyladipic  acid  at  85 — 86°.  As  no  further  crystallisation 
took  place,  the  whole  was  evaporated  and  the  entire  process  repeated, 
which  gave  a  further  0*8  gram  of  pure   aa-dimethyladipic  acid,  1*0 
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gram  of  the  /3)8-acid,  and  a  residue  of  13  grains,  containing  adipic 
acids  as  shown  by  the  fluorescein  reaction  (see  below),  but  which 
was  not  further  examined.  Nine  grams  of  the  raw  oxidation  product 
gave  therefore  1*7  grams  of  pure  aa-dimethyladipic  acid,  .3"9  grams  of 
pure  ^^-dimethyladipic  acid,  and  a  residue  of  1"3  grams,  in  all  GO 
grams,  indicating  a  loss  of  2*1  grams  of  material. 

In  another  experiment,  5  grams  of  solid  yielded  1''2  grams  of  the 
aa-acid,  20  grams  of  the  ySyS-acid,  and  0'6  gi'am  of  a  residue,  that  is,  a 
loss  of  1'2  grams.  It  was  ascertained  that  more  than  half  of  this 
loss  took  place  during  the  first  evaporation  of  the  hydrochloric  acid 
mother  liquors,  and  probably  means  that  there  was  some  volatile  oxi- 
dation product  in  the  original  mixture,  otherwise  the  loss  is  not  large 
considering  the  number  of  crystallisations  and  filtrations  which  is 
necessary. 

In  the  paper  by  Blanc,  already  refen-ed  to  (page  899),  it  is  further 
stated  that  "  /3/3-dimethjladipic  acid  melts  at  the  same  temperature 
as  the  aa-acid,  namely  87°,  and  has  the  same  properties,  such  as 
crystalline  form  and  solubilities."  We  cannot  agree  with  any  of  these 
statements,  for  after  crystallisation  from  a  mixture  of  chloroform  and 
light  petroleum,  aa-dimethyladipic  acid  melts  at  89 — 9U°,  whereas  the 
/3^-acid,  when  similarly  purified,  melts  at  86 — 87°.  Moreover,  the 
aa-acid  separates  in  radiating  clusters  of  slender  needles,  whilst  the 
/8/5-acid  separates  in  radiating  clusters  of  well-formed,  transparent, 
rhombic  plates,  which  there  is  no  possibility  of  mistaking  ;  further, 
the  solubilities  differ  very  considerably,  as  already  pointed  out  (see 
page  1553). 

Another  property  of  these  acids  which  was  observed  during  the 
course  of  this  work  and  which  is  being  further  investigated,  is  that 
they  give  a  very  decided  fluorescein  reaction,  and  here,  again,  there  is 
a  notable  difference  in  the  behaviour  of  aa-  and  yS/3-dimethyladipic 
acids. 

To  a  small  quantity  of  pure  aa-dimethyladipic  acid,  an  equal  bulk 
of  resorcinol  and  two  or  three  drops  of  concentrated  sulphuric  acid 
were  added,  and  the  whole  warmed,  when  a  yellow  solution  was 
formed,  turning  to  deep  orange-red  and,  finally,  deep  reddish-brown. 
The  addition  of  sodium  hydroxide  caused  the  solution  to  acquire  a  red- 
currant  colour  and  a  slight  green  fluorescence,  both  of  which  were 
destroyed  by  acid  ;  nor  did  the  red-currant  colour  return  on  the  addi- 
tion of  a  large  excess  of  sodivim  hydroxide,  but  the  solution  became 
yellow,  with  a  very  decided  green  fluorescence. 

The  colour  changes  observed  when  ^/3-dimethyladipic  acid  was 
heated  with  resorcinol  and  sulphuric  acid  were  similar  to  those 
described  above,  but  the  addition  of  sodium  hydroxide  produced  a 
very  deep  ci-imson-lake  colour,  which  was  much  more  intense  than  the 
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corresponding  colour  given  by  aa-dimethyladipic  acid ;  moreover,  the 
solution  bad  a  sligbt  violet,  and  not  a  green,  fluorescence.  On  adding 
acid  tbe  colour  was  destroyed  and  a  yellow  solid  separated  ;  tbe  intense 
colour  returned  on  tbe  addition  of  excess  of  sodium  bydroxide,  and  on 
pouring  into  water  tbe  solution  acquired  a  very  decided  violet 
fluorescence. 

Tbe  reaction  was  also  tried  with  pure  adipic  acid,  wben  it  was  found  to 
take  place  exactly  as  witb  /3j5-dimethyladipic  acid,  only  tbe  colour  and 
fluorescence  were  still  more  pronounced. 

Research  LADonATORY,  Pharmaceutical  Society, 
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CLIV. — Action   of  Alcoholic   Potassium   Hydroxide   on 
S-Bromo-l  :  1-DimethyJhexahydrohenzene. 

By   Arthur   William   Crossley   and    Nora   Renouf. 

Some  time  ago  (Trans.,  1905,  87,  1497)  we  described  tbe  preparation 
of  3-bromo-l  :  1-dimetbylbexabydrobenzene  (I),  and  also  tbe  action  of 
alcobolic  potassium  bydroxide  on  tbis  substance  (ibid.,  p.  1499),  wbicb 
was  stated  to  give  rise  to  1  : 1-dimetbyl-A^-tetrabydrobenzene  (II) 
only,  and  not  to  tbe  isomeric  tetrabydrobenzene  witb  tbe  double  bond 

CMe";<^'^^;:^^^^>CH,  CMe,<^^,-CH^^3 

(I.)  (H.) 

in  tbe  A--position.  This  conclusion,  which  was  based  on  tbe  result 
of  oxidation  experiments,  was  so  unexpected  that  it  appeared  desirable 
further  to  investigate  tbe  supposed  1  :  1 -dimethyl- A^-tetrabydro- 
benzene,  especially  as  there  appeared  to  be  a  fairly  easy  means  of 
deciding  tbe  point  at  issue.  If  tbis  hydrocarbon  has  the  constitution 
represented  by  formula  II,  then  on  treatment  with  bromine  it  would 
give  rise  to  3  :  4-dibromo-l  :  1-dimetbylbexabydrobenzene  (III),  which. 


CMe2<^jj-_^jj>CHBr     -->     CMe,<^^^,  ^^>CR  J 

(III.)  (IV.) 


on  treatment  witb  a  reagent  capable  of  removing  the  elements  of 
hydrogen  bromide,  should  yield  1  :  l-dimethyl-A-'^-dibydrobenzene 
(IV)  (Trans.,  1902,  81,  832). 

Two  quantities  of  36   grams   of   dibromodimethylbexabydrobenzene 
(Trans.,   1905,  87,    1501)  were  therefore  treated  with  85  grams  of 


ON   3-BROMO-l  :1-DIMETHYLHEXAHYDR0BENZENE.         1557 

freshly  distilled  quinoline  exactly  as  previously  detailed  (Trans., 
1906,  89,  45),  the  only  difference  being  that  the  reaction  temperature 
was  about  195°.  The  resulting  liquid  was  then  passed  through  the 
vapour  of  quinoline,  but  as  this  treatment  proved  insufficient  for  the 
complete  removal  of  the  bromine,  it  was  boiled  with  alcoholic 
potassium  hydroxide,  the  separated  hydrocarbon  heated  for  two  hours 
over  metallic  sodium  and  distilled,  when  13  grams  passed  over  between 
114°  and  118°.  The  major  portion  boiling  ai  114—116°  was 
analysed  : 

0-1090  gave  0-3523  CO,  and  0-1172  H2O.     C  =  88-15;  H  =  11-94. 
CgHj^  requires  0  =  87-27  ;  H=  12-73  per  cent. 
CgHi,       „        C  =  88-88j  H=  11-11       „ 

Though  the  hydrocarbon  had  the  odour  and  gave  the  colour 
reaction  characteristic  of  1  :  l-dimethyl-A-''-dihydrobenzene,  this 
analysis  proved  it  to  be  an  undoubted  mixture  of  dimethyldihydro- 
and  dimethyltetrahydro-benzenes. 

In  order  to  obtain  further  evidence  on  this  point,  10  grams  of  the 
hydrocarbon  were  oxidised  with  potassium  permanganate  in  the  usual 
manner,  a  process  which,  though  very  rapid  at  first,  required  ninety- 
six  hours  for  completion.  This  fact  alone  afforded  proof  of  the  pre- 
sence of  dimethyltetrahydi'obenzene,  because  this  substance  is  only 
very  slowly  attacked  by  potassium  permanganate  (compare  Trans., 
1905,  87,  1502),  whereas  dimethyldihydrobenzene,  is  instantly 
oxidised.  Being  still  under  the  misapprehension  that  the  dibromo- 
dimethylhexahydrobenzene,  from  which  the  mixture  of  hydrocarbons 
had  been  prepared,  was  a  homogeneous  substance,  the  products 
expected  were  os-dimethylsuccinic  acid,  resulting  from  the  oxidation 
of  the  dimethyldihydrobenzene,  and  yS^-dimethyladipic  acid,  from 
the  oxidation  of  the  dimethyltetrahydrobenzene. 


2^CH2-CH2-C03H- 

Now  it  had  been  ascertained  in  another  series  of  experiments  that 
/3/3-dimethyladipio  acid  does  not  crystallise  at  all  readily  from 
water  saturated  with  hydrogen  chloride,  whereas  this  is  the  best 
solvent  for  the  crystallisation  of  as-dimethylsuccinic  acid.  The  raw 
oxidation  product  (6-5  grams)  was  therefore  dissolved  in  water 
and  the  solution  saturated  with  hydrogen  chloride,  when,  on 
standing,  2-2  grams  of  needle-shaped  crystals  separated,  melting 
sharply    at    85 — 86°,    and   after    crystallisation    from  a  mixture  of 
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benzene  and  light  peti-oleum  at  88 — 89°.     On  analysis,  the  following 
numbei's  were  obtained  : 

0-1082  gave  0-2190  COj  and  0-0804  HgO.     C  =  55-20  ;  H  =  8-26. 
CgHi^O^  requires  0  =  55-17  ;  H  =  8-04  per  cent. 

That  this  substance  consisted  of  aa-diraethyladipic  acid  was  proved 
by  the  mixed  molting  point  method  and  by  the  preparation  from  it  of 
an  anilic  acid  (compare  Bhmc,  Bull.  Soc.  chim.,  1905,  [iii],  33,  894). 

The  hydrochloric  acid  mother  liquors  were  then  evajiorated  to 
dryness,  heated  with  excess  of  acetyl  chloride,  and  the  resulting 
anhydrides  distilled  in  air,  when  the  majority  passed  over  about  200° ; 
then  decomposition  set  in  and  an  odour  of  peppermint  was  evolved, 
due,  no  doubt,  to  the  decomposition  of  some  remaining  dimethyladipic 
anhydride.  The  distillate  was  shown  to  consist  of  the  anhydride  of 
as-dimethylsuccinic  acid  (a)  by  converting  a  portion  into  the  anilic 
acid,  which  crystallised  from  methyl  alcohol  in  nacreous,  scaly  needles 
melting  at  185 — 188°  with  evolution  of  gas,  and  (b)  by  heating  the 
remainder  with  water,  when  the  acid  formed  crystallised  from  hydro- 
chloi'ic  acid  in  needles  melting  at  140 — 141°. 

This  experiment  suggested  the  possibility  of  being  able  to  separate 
a  mixture  of  aa-  and  yS/3-dimethyladipic  acids  by  means  of  their 
different  solubilities  in  water  saturated  with  hydrogen  chloride,  a 
possibility  which  has  been  realised  and  which  is  dealt  with  in  a 
separate  communication  (see  p.  1552). 

It  also  at  once  proved  that  the  tetrahydrobenzene  contained  in  the 
mixture  of  hydrocarbons  must  have  been  1  :  l-dimethyl-A^-tetrahydro- 
benzene,  and  therefore  that  the  supposed  1  :  1 -dimethyl- A^-tetrahydro- 
benzene,  which  formed  the  starting  point  of  this  investigation,  was 
not  a  homogeneous  substance,  but  consisted  of  a  mixture  of  1  :  1-di- 
methyl-A^-tetrahydrobenzene  and  1  :  1-dimethyl-A^-tetrahydrobenzene. 
If  this  were  so,  then  on  oxidation  a  mixture  of  aa-  and  /3/3-dimethyl- 
adipic  acids  would  be  obtained,  and  as  it  had  been  found  possible,  contrary 

CMe2<(.jj^.(.jj>0H,         -^         ^^^^2\CH2-OH2-OH2-C02H- 

to  the  statement  of  Blanc  {Bull.  Soc.  chim.,  1905,  [iii],  33,  889),  to 
separate  these  two  acids,  a  further  quantity  of  20  grams  of  dimethyl- 
tetrahydrobenzene  (Trans.,  1905,  87,  1499)  was  prepared  and  oxidised 
with  potassium  permanganate  [ibid.,  p.  1502),  when  11-3  grams  of 
solid  were  obtained.  Treated  by  the  method  described  on  p.  1552, 
this  oxidation  product  yielded  2-9  grams  of  aa-dimethyladipic  acid, 
4'2    grams  of   /3^-dimethyladipic    acid,  and    2-1    grams   of   a    residue 


^1 

J 
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which,  in  addition  to  some  adipic  acids,  may  have  contained  acids  of 
lower  molecular  weight,  but  which  was  not  further  investigated  for 
the  reasons  given.  This  proved  definitely  the  correctness  of  the 
above  inference  regarding  the  composition  of  the  substance  pre- 
viously described  as  1  : 1-dimethyl-A^-tetrahydrobenzene.  Moreover, 
the  liquid  never  contains  equal  amounts  of  the  two  hydrocarl)ons,  but 
always  a  large  excess  of  1  :  1-dimethyl-A^-tetrahydrobenzene. 

Many  experiments  were  then  made  to  see  if  a  simple  hydrocai'bon 
could  be  prepared  by  using  diethylaniline  or  alcoholic  potassium 
hydroxide  of  different  strengths  for  the  I'emoval  of  the  elements  of 
hydrogen  bromide  from  3-bromo-l  :  l-dimethylhexahydrobenzene,  but 
in  all  cases  investigation  of  the  oxidation  products  proved  them  to 
consist  of  aa-  and  /SyS-dimethyladipic  acids,  although  in  some  instances 
the  mixture  contained  very  small  quantities  of  the  aa-acid,  which 
it  was  impossible  to  separate  by  any  other  means  than  that  described 
on  page  1552.  The  most  favourable  conditions  for  bringing  about  the 
latter  result  were  those  originally  used,  thus  accounting  for  the  fact 
that  the  presence  of  the  aa-acid  was  then  overlooked. 

It  follows  from  the  above  evidence  that  3  :  4-dibromo-l  :  l-dimethyl- 
hexahydrobenzene (III)  (Trans.,  1905,  87,  1501)  is  a  mixture  of  this 
substance  with  the  corresponding  2  :  3-dibromo-derivative.  When 
treated  with  quinoline,  the  former  loses  the  elements  of  hydrogen 
bromide  to  give  1  :  1-dimetliyl-A- •'^-dihydrobenzene,  which  forms  the 

CMe,<CH.:CHBr>^jjg^         _^         CMe,<CH  •  CH^OH. 

main  portion  of  the  resulting  mixture  of  hydrocarbons.  But 
in     the    case    of     2  :  3-dibromo-l  :  l-dimethylhexahydrobenzene,     the 

CM».<;if--CH?CH,     -^     CMe,<0=>CH,    or 
III.  V. 

removal  of  the  hydi'ogen  bromide  cannot  take  place  in  an  exactly 
similar  manner,  because  the  carbon  atom  to  which  the  (7e7/i-dimethyl 
group  is  attached  has  no  hydrogen  atoms  in  connection  with  it.  The 
reaction  might  take  place  giving  rise  to  a  substance  of  formula  V 
containing  a  treble  bond,  or  the  two  bromine  atoms  might  be  alone 
removed,  possibly  as  a  quinoline  bromide.  The  former  suggestion  does 
not  seem  probable,  because,  although  the  hydrocarbon  would  give 
aa-dimethyladipic  acid  on  oxidation,  it  would  be  i.someric  with  di- 
methyldihydrobenzene,    but   analysis    showed    the    substance   to   be 
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a  inixtui'e  of  diinethyldihydro-  and  dimethyltetrahydro-benzenes.  In 
the  latter  case,  1  :  l-dimethyl-A--tetrahydrobeDzene  would  result,  which 
would  also  give  aa-dimethyladipic  acid  on  oxidation,  and,  furthermore, 
its  presence  would  be  in  agreement  with  the  analytical  data. 

Research  Laboratory,  Pharmaceutical  Society, 
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CLV. — The   Preparation   and   Properties   of  Dihydro- 
p inylamine  ( Pinocamphylamine). 

By  William  Augustus  Tilden  and  Frederick  George  Shepheard,  B.Sc. 

The  chief  product  of  the  reduction  of  nitrosopinene  by  the  action  of 
zinc  and  acetic  acid  is  pinylamine  which  was  first  obtained  by  Wallach 
and  Lorentz  {Anncden,  1892,  268,  197).  In  addition  to  pinylamine, 
however,  there  is  always  formed  a  saturated  ketone,  pinocamphone, 
CjQHjgO,  isolated  for  the  first  time  and  studied  by  J.  A.  Smythe 
(Inaiuj.  Diss.  Gottingen,  1898,  16),  who  obtained  a  yield  corresponding 
to  22  per  cent,  of  the  nitrosopinene  employed.  The  oxime  derived 
from  this  ketone  has  been  described  by  Wallach  {Annalen,  1898,  300, 
286)  and  the  product  of  its  reduction  by  alcohol  and  sodium  is  the 
saturated  base  dihydropinylamine,  or,  as  it  is  called  by  Wallach,  pino- 
camphylamine  {Annalen,  1900,  313,  367).  Assuming  G.  Wagner's 
formula  for  pinene,  the  following  expressions  represent  the  course  of 
these  changes  and  the  constitution  of  pinocamphylamine  : 


I 


CMe: 


CINCH  CMe.,    ,CH, 


CHMe-CH— 


CH, 


-CH- 


CO 
I 


CMe 


CHo — CH 


Nitrosopinene. 


CHMe— CH— \ 
C:N0H  CMe,     /CH, 


Pinocamphone. 


CHMe CH— N 

I  I 


CH„ 


-CH— ^ 


CH-NH, 
CH, 


CMeo 

I 

■CH— 


.CH, 


Pinocamphoneoxime. 


Pinocamphylamine. 


Smythe  {loc.  cit.,  36)  attempted  the  direct  reduction  of  pinylamine 
by  means  of  amyl  alcohol  and  sodium,  but  without  much  success,  the 
amount  of  the  saturated  base  obtained  being  too  small  for  complete 
purification.  Wallach  contented  himself  with  preparing  and  analysing 
the  carbamide  (m.  p.  204°)  and  the  acetyl  compound  (m.  p.  120°). 

We  find  that  dihydropinylamine  may  be  prepared  easily  and  in  con- 
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siderable  quantity  by  the  direct  reduction  of  nitrosopinene  by  means  of 
boiling  amyl  alcohol  and  sodium,  or  even  by  the  use  of  ethyl  alcohol 
and  sodium,  although  in  the  latter  case  the  yield  is  much  smaller. 

Preparation  of  Dihijdrojnnylamine  and  its  Hydrochloride. — Twenty 
grams  of  nitrosopinene  were  dissolved  in  boiling  amyl  alcohol  and 
24  grams  of  sodium  added  in  small  pieces.  After  the  dissolution  of 
the  metal,  hydrochloric  acid  was  added  in  slight  excess  and  the  amyl 
alcohol  distilled  off  in  steam.  The  residue  was  rendered  sti'ongly 
alkaline  with  potash,  submitted  to  steam  distillation,  the  distillate 
extracted  with  ether,  and»the  base  precipitated  from  the  ethereal 
solution  in  the  form  of  hydrochloride  by  passing  in  gaseous  hydrogen 
chloride.  In  the  most  successful  experiments,  80  per  cent,  of  the 
theoretical  amount  of  hydrochloride  was  obtained. 

The  hydrochloride  is  sparingly  soluble  in  water,  easily  so  in  alcohol, 
and  crystallises  in  silky  needles  which  melt  and  decompose  at  a  tem- 
perature above  300°.     It  sublimes  readily  and  is  saturated. 

Crystallised  fi^om  water,  the  hydrochloride  was  found  to  contain 
two  molecules  of  water  of  crystallisation.  The  results  of  analysis 
were  as  follows  : 

C  =  52-98;H  =  10-95;  N  =  6-54;  01  =  15-36;  H^O  (at  110°)  =  16-28. 
CioHi7NH2,HCl,2H.p  requires  C  =  53-19  ;  H  =  10-72  ;  N  =  6-22  ; 
CI  =  15-71  ;  and  H^O  =  1595  per  cent. 

The  hydrochloride  precipitated  from  ether  and  recrystallised  from 
alcohol  was  nnhydrous.  It  contained  Cl=  18-58,  whilst  CjqH^^NH^jHCI 
requires  Cl  =  18'69  per  cent. 

The  free  base  is  a  colourless  liquid  boiling  at  198 — 199°,  having  an 
odour  very  like  that  of  pinylamine. 

Platinichloride. — This  compound  crystallises  from  alcohol  in  glisten- 
ing, orange-yellow  plates,  insoluble  in  water  and  only  slightly  soluble 
in  cold  alcohol  or  ether. 

It  contained  Pt  =  27-02,  whilst  (CioHiKNH,),_,H,PtCl^  requires 
Pt  =  27-20  per  cent. 

Picrate. — This  was  prepared  by  dissolving  the  hydrochloride  in  warm 
dilute  alcohol,  and  adding  the  requisite  quantity  of  picric  acid.  It 
crystallises  in  plates  which  are  moderately  soluble  in  water  and  melt 
at  208°. 

Analysed,  it  yielded  C  =  50-51  and  H  =  6-36. 
CioHi-NH,,C,;H3(NO,)30H  requires  C  =  50-10  and  H  =  6-05  per  cent. 

Nitrate. — A  small  quantity  of  the  base  was  dissolved  in  acetic 
acid  and  a  saturated  solution  of  sodium  nitrate  added.  The  crystals 
which  were  deposited  were  recrystallised  from  water,  in  which  the  salt 
is  moderately  soluble. 
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The  nitrate  crystallises  in  prisms  which  ai'e  easily  soluble  in  alcohol. 
On  being  heated  it  begins  to  decompose  at  176°,  and  melts  with 
evolution  of  gas  at  180°.  It  was  found  to  contain  N  =  12'90j 
CjflHi-NHj.HNOg  requiring  N=  12-98  per  cent. 

Oxalate. — A  hot  concentrated  solution  of  oxalic  acid  was  added 
to  a  dilute  alcoholic  solution  of  the  base.  The  salt  crystallises  in 
small  plates  wl)ich  are  only  slightly  soluble  in  cold  water.  It  melts  at 
275°. 

Analysed,  it  gave  N  =  7-21,  whilst  (CiqHj^NH2)2,H2C20^  requires 
N  =  7-0S  per  cent. 

Acetyl  Derivative. — This  was  prepared  by  warming  the  base  with 
acetic  anhydride  for  about  an  hour  and  pouring  the  product  into  water. 
The  solid  which  separated  crystallised  from  petroleum  in  fine  needles 
which  melted  at  108 — 110°,  and,  although  recrystallised  several  times, 
could  not  be  obtained  with  a  higher  melting  point.  The  melting 
jioint  of  acetyl  pinocamphylamine  is  stated  by  Wallach  to  be  120° 
{Annalen,  1900,  313,  368). 

Analysis  gave  N  =  7-55,  whilst  CjoHi^-NH-CO-CHs  requires  N  =  7i9 
per  cent. 

Benzoyl  derivative,  prepared  by  the  use  of  benzoyl  chloride  and 
potassium  hydroxide,  crystallises  from  alcohol  in  clusters  of  needles 
and  melts  at  144°. 

The  benzoyl  compound,  prepared  from  the  base  made  from  pino- 
camphone,  melts  at  144°,  and  a  mixture  of  the  two  benzoyl  compounds 
also  melts  at  the  same  temperature. 

Analysis  gave  K  =  5-55,  CioHir-NH-CO'CgHs  requiring  N  =  5-46 
per  cent. 

Carbamide. — The  hydrochloride  of  the  base  mixed  with  an  aqueous 
solution  of  potassium  cyanate  was  warmed  on  the  water-bath  until 
the  compound  separated  out.  From  dilute  alcohol  it  crystallises  in 
fine  needles  which  melt  at  204°,  the  melting  point  of  the  pinocampbyl 
urea  prepared  by  Wallach. 

Analysis  gave  N  =  14-22,  whilst  C^oHj7-NH-CO*NH2  requires 
N  =  14-30  per  cent. 

From  the  comparison  of  the  benzoyl  derivative  and  the  carbamides, 
there  can  be  no  doul)t  about  the  identity  of  the  base  prepared  by  the 
direct  reduction  of  nitrosopinene  with  that  oljtained  through  the 
intermediate  .steps  represented  by  pinocamphone  and  its  oxime.  This 
is  further  shown  by  the  production  of  the  alcohol  from  dihydropinyl- 
amine  and   comparison  with  pinocampheol  obtained  by  reduction  of 
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pinociimphono  by  sodium  in  tho  presence  of  moist  otlier  (8mythe, 
loc.  cit.,  21).  From  diliydropinylamine  it  was  obtained  by  warming 
an  aqueous  solution  of  the  hydrochloride  of  the  base  with  the 
calculated  quantity  of  sodium  nitrite.  The  yellow  oil  which 
was  precipitated  was  separated  by  steam  distillation,  dried,  and 
distilled  under  reduced  pressure.  The  boiling  point  at  15  mm.  was 
found  to  be  103°  that  of  pinocampheol  at  the  same  pressure  being, 
according  to  Smythe,  104 — 105°, 

Royal  College  ov  Science, 
London. 


CLVI. — Tlie   Aminoclicarhoxylic    Acid   derived  from 

Pinene. 

By  William  Augustus  Tilden  and  Donald  Francis  Blytiier. 

By  treating  pinene  isonitrosocyanide  with  sulphuric  acid  and  hydro- 
lysing  the  resulting  pseudoxime  by  means  of  hydrochloric  acid, 
Tilden  and  Burrows  (Trans.,  1905,  87,  344)  obtained  an  amino-acid 
to  which  one  of  the  two  followinsr  formuhe  was  attributed  : 


pxT   ^CMe(NH.,)-CO..H  p„   ^CMe(C0.,H)2 

I.  II. 


Assuming  G.  Wagner's  formula  for  pinene  [Ber.,  1894,  27,  1651), 
this  compound  contains  the  dimethylated  tetraniethylene  ring  to  which 
Baeyer  has  given  the  name  picean,  and  formula  I  must  be  represented 
as  follows  : 

C02H-OH2-CH<^^|~>CH-CMe(NHo)-COoH. 

The  pr-oducts  of  the  oxidation  of  this  acid  should  be  pinic  and 
ultimately  Baeyer's  norpic  acid  {Ber.,  1896,  29,  1910)  : 

C0.,H-CH<?,?i2">cH-C0.,H. 
uiMe.T 

The  study  of  this  amino-acid  has  been  again  taken  up  with  the 
object  oi  examining  the  products  of  oxidation,  but  the  work  is  far  from 
complete.  The  amino-acid  hydrochloride  when  treated  with  an 
equivalent  quantity  of  sodium  nitrite  gave  off  nitrogen,  and  the  ethereal 
extract  contained  a  viscid  acid  substance  only  sparingly  soluble  in  hot 
water.  The  aqueous  solution  of  this  acid  dissolved  lead  hydroxide,  but 
the  lead  and  zinc  salts  could  not  be  made  to  crystallise.     Treated  with 
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a  5  per  cent,  solution  of  permanganate,  rapid  oxidation  occurred  in  the 
cold.  The  solution,  evaporated  to  a  small  bulk,  acidified,  and  extracted 
with  ether,  gave  a  viscid  substance  possessing  a  peculiar  penetrating 
odour.  These  experiments  will  be  renewed  with  larger  quantities.  In 
the  meantime  the  following  facts  concerning  the  properties  of  the 
amino-acid  and  of  some  of  its  compounds  may  be  recorded. 

Preparation  of  the  Hydrochloride. 

Piaenecarboxylic  acid  pseudoxime  was  dissolved  in  hydrochloric 
acid  in  the  proportion  of  5  grams  to  15  c.c.  of  concentrated  acid  and 
15  c.c.  of  water,  and  the  solution  heated  in  sealed  tubes  to  110 — 120° 
for  four  hours.  A  small  quantity  of  a  dark-coloured  liquid  floated  on 
the  solution,  and  on  steam  distillation  passed  over  as  a  colourless  oil 
which  has  not  been  further  examined.  The  acid  solution  separated 
from  this  and  evaporated  on  the  steam-bath,  gave  the  hydrochloride, 
which  was  purified  by  recrystallisation  from  dilute  hydrochloric  acid. 
The  hydrochloride  forms  long,  colourless  prisms  or  plates  which  are 
very  soluble  in  water,  and  were  found  to  contain  13'07  per  cent,  of 
chlorine,  whilst  the  formula  Cj^H^fjO^K,HCl  requires  13-37  per  cent. 

It  decomposes  at  about  236^  with  evolution  of  carbon  dioxide, 
accompanied  by  an  odour  resembling  that  of  cymene. 

Prejmration  of  the  Acid. 

A  cold  aqueous  solution  of  the  hydrochloride,  triturated  with  a 
slight  excess  of  silver  carbonate,  yielded  a  solution  from  which,  on 
evaporation,  after  removal  of  excess  of  silver  by  means  of  hydrogen 
sulphide,    the    amino-acid   was  obtained  in  crystals. 

The  acid  may  also  be  obtained  by  mixing  a  solution  of  the 
hydrochloride  with  a  solution  of  sodium  carbonate  exactly  equivalent 
to  the  hydrogen  chloride  it  contains.  In  consequence  of  its 
comparatively  slight  solubility  in  water,  the  acid  is  soon  precipitated  in 
a  crystalline  state. 

It  crystallises  from  water  or  dilute  alcohol  in  colourless  prisms 
which  melt  at  273°  with  evolution  of  carbon  dioxide. 

Dried  at  100°  and  analysed,  it  yielded  C- 57-65  ;  H  =  8-33  ;N  =  6-12. 
CiiHjgO^N  requires  C  =  57-61  ;  H  =  8-36  ;  N  =  6-13  per  cent. 

Nitrate. 

The  amino-acid  dissolves  readily  in  dilute  nitric  acid,  yielding  a 
eolation  which  deposits  colourless,  radiating  needles  on  evaporation. 
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The  nitrate  is  very  soluble  in  water,  and  molts  at  about  195° 
with  decomposition.  It  yielded  N  =  9-68,  CjjHjgO^N.HNOg  requiring 
N  =  9"61  per  cent. 

Acid  Oxalate. 

This  salt  is  precipitated  when  concentrated  aqueous  solutions  of  the 
amino-acid  hydrochloride  and  potassium  oxalate  are  mixed.  It 
crystallises  from  water  in  long,  colourless  prisms  which  contain  one 
molecule  of  water  of  crystallisation  and  which  melt  at  279°. 

On  analysis,  the  oxalate  yielded  0  =  45*59;  H  =  6-66  3  N  =  4:"18j 
H2O  =  5  30. 

0,iHi,04N,H20204,H20     requires     0  =  46-26;     H  =  6-87;    N  =  4-16; 

H20  =  5*34  per  cent. 

Copper  Salt. 

A  hot  dilute  aqueous  solution  of  the  amino-acid  hydrochloride  dis- 
solves copper  carbonate  with  effervescence,  forming  a  bluish-violet 
solution.  If  excess  of  copper  carbonate  is  used,  the  solution  must  be 
filtered  rapidly,  and,  on  cooling,  the  copper  salt  is  deposited  in  brilliant 
blue  prisms  which  are  practically  insoluble  in  water,  alcohol,  and 
ether,  but  soluble  in  acetic  acid,  forming  a  green  solution.  When 
heated,  the  blue  salt  becomes  violet  from  partial  loss  of  water  of 
crystallisation.  At  150°,  the  salt  loses  about  3^  molecules  of  water, 
but  it  cannot  be  rendered  anhydrous  without  decomposition. 

Analysed,  it  yielded  N  =  4-32,  Cu  =  17-46,  and  17-30. 

CiiHiA^^^^'^H.O  requires  N  =  3-87  ;  Ou=  17*53  per  cent. 

Monoethyl  Ester  Hydrochloride. 

This  compound  is  readily  formed  when  hydrogen  chloride  gas  is 
passed  into  a  solution  of  the  acid  hydrochloride  in  absolute  ethyl 
alcohol.  When  nearly  saturated,  colourless  plates  are  deposited 
which  melt  at  241°  and  contain  one  molecule  of  water  of  crystal- 
lisation. 

Analysed,  the  ester  yielded  N  =  4-97;  01=11-31;  H,0  =  5-71. 
Ci3H.^3O4N,H01,H2O  requires   N  =  4-50;    01=11-37;    H20  =  5-78  per 

cent. 

Monoethyl  Ester. 

The  hydrochloride  of  the  ester  dissolves  readily  in  cold  water.  On 
adding  a  cold  aqueous  solution  of  the  calculated  amount  of  sodium 
carbonate,  the  free  ester  crystallises  out  after  a  few  minutes.     Ke- 
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crystallised    from  absolute   alcohol,   it  forms    slender    ueedles,   which 
retain  a  molecule  of  water  of  crystallisation  and  melt  at  250°. 

Analysis  gave  the  following  results:  C==56'04;  H  =  900;  H20  = 
6-59;  CiaHogO^NjH.O  requiring  0  =  56-67;  H-9-16;  H,0  =  6-55  per 
cent. 

Acetyl  Derivative  of  the  Acid. 

The  amino-acid  hydrochloride  is  soluble  in  a  mixture  of  glacial  acetic 
acid  and  acetic  anhydride,  and  on  heating  the  solution  to  a  tempera- 
ture near  its  boiling  point  for  about  five  hours  acetylation  takes  place 
and  hydrogen  chloride  is  expelled. 

The  acetyl  compound  is  deposited  on  evaporating  the  solution,  and 
it  may  be  recrystallised  from  a  mixture  of  glacial  acetic  acid  and  ethyl 
acetate  in  microscopic,  rhombic  plates  which  melt  at  223^^. 

It  was  found  to  contain  N  =  5"34,  whilst  Ci3H2i05N  requires 
N  =  5-18  per  cent. 

This  amino-acid  and  its  hydrochloride  appear  to  interact  with 
benzaldehyde  and  with  glycocine  when  heated  with  those  substances. 
The  products  will  be  examined  when  more  material  has  been  prepared. 

KoYAL  College  of  Science, 
London,  S.W. 


CLVIL — The  DescriiJtion  and  SpectrograpMc  Analysis 

of  a  Meteoric  Stone. 

By  Walter  Noel  Hartley,  D.Sc,  F.K.S. 

The  following  are  particulars  concerning  a  stony  meteorite  from 
Northern  Punjaub,  India.  It  was  sent  from  the  Chemical  Laboratory 
of  the  Medical  College,  Lahore,  by  Lt. -Colonel  Donald  St.  John 
Dundas  Grant,  of  the  India  Medical  Service,  the  Chemical  Examiner 
for  the  Punjaub  Government. 

The  label  attached  was  dated  21/7/97,  and  I  received  the  parcel  on 
September  28th,  1897,  at  Grantown,  Morayshire.  Both  Col,  Grant's 
letter  which  precedied  the  parcel  containing  the  meteorite,  and  the 
label  enclosed  with  the  stone,  described  it  as  having  been  seen  to  fall 
in  the  Kangra  Valley. 

This  shows  it  to  be  of  uncommon  interest,  for  of  all  the  meteorites 
in  the  fine  collection  in  the  British  Museum  there  are  but  few  which 
have  actually  been  seen  in  the  course  of  their  descent  to  earth. 

Descrijitlon. — The  aerolite  measures  3  in.  x  2  in.  x  '1\  in.   (or  75 
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mm.  X  51  X  57);  its  pre.seiit  weight  i.s  395  grams,  ami  not  more 
than  2  grams,  if  as  much,  have  been  removed. 

It  was  broken  on  one  side  before  it  reached  me,  and  no  doubt 
the  fracture  may  have  been  caused  by  its  fall.  It  is  of  irregular 
shape,  all  angularities  being  rounded  by  incipient  fusion,  and  the  fused 
surface  or  skin  is  for  the  greater  part  quite  black,  but  it  has  a  dark 
red  or  chocolate-coloured  patch  on  one  side.  Tlie  fractured  f>urface 
shows  a  crystalline  base  with  a  multitude  of  irregularly  shaped  small 
masses  of  metallic  iron  of  bright  silvery  appearance,  about  0*5  to 
1  mm.  in  diameter,  which  are  distributed  through  it.  The  crystalline 
stony  matter  is  of  a  pale  grey  colour,  and  judging  from  the  spectro- 
graphic  analysis  it  is  probably  a  mixture  of  calcium  orthosilicate  with 
magnesium  orthosilicate,  corresponding  to  the  minerals  enstatite  and 
olivine.  On  powdering  the  mass,  all  the  metallic  particles  were 
collected  by  a  magnet.  On  immersion  of  the  meteorite  in  water  in 
order  to  take  its  specific  gravity  it  was  found  to  be  porous.  The 
absorbed  water  was  readily  removed  by  suitable  desiccation,  but  the 
exposed  metallic  particles  on  the  fractured  surface  thereby  became 
rusted.  Spectrographic  analyses  were  made  of  the  separated  metallic 
and  the  .siliceous  portions  of  the  mineral  according  to  the  modified 
method  already  described  (Hartley  and  Ramage,  Trans.,  1901,  79,  61). 

The  magnetic  metallic  part  was  burnt  in  two  portions  on  ashless 
filter  papers,  ten  of  which  in  the  aggregate  showed  nothing  more 
than  the  feeble  sodium  lines  when  submitted  to  the  same  treatment. 

Analysis  of  the  Siliceous  Portion. — The  reagents  used  were  distilled 
water,  sulphui-ic  acid,  ammonium  fluoride,  ammonium  carbonate,  and 
ammonium  oxalate.  The  former  left  no  residue  on  evaporation.  The 
ammonium  fluoride  was  fre.slily  distilled  in  a  platinum  retort,  and 
on  subliming  5  grams  in  a  platinum  basin  it  left  no  trace  of  any 
residue.  The  ammonium  carbonate  was  submitted  to  the  same  treat- 
ment and  was  found  to  be  pure.  The  sulphuric  acid  in  the  same 
manner  was  also  proved  to  be  free  from  any  impurity.  The  mineral, 
ground  to  an  impalpable  powder  in  an  agate  mortar,  was  decomposed 
by  digesting  it  with  three  times  its  weight  of  ammonium  fluoride 
mixed  with  seven  times  its  weight  of  pure  sulphuric  acid  at  about 
50°  in  a  platinum  basin.  "When  the  silicon  fluoride  had  ceased  to  be 
evolved,  the  temperature  was  raised  until  all  the  sulphuric  acid  and 
much  of  the  ammonium  sulphate  had  been  expelled.  The  residue 
from  this  treatment  was  boiled  with  water  and  a  little  nitric  acid  to 
peroxi'lise  the  iron  ;  to  this  .solution,  reduced  to  a  small  bulk  by 
evaporation,  a  slight  excess  of  ammonia  was  added.  The  precipitate, 
which  contained  chiefly  alumina  and  ferric  oxide,  was  collected  on  an 
ashless  filter  paper,  dried  and  ignited  in  a  roll  of  the  same  paper  in 
the  flame  of  an  oxyhydrogen  blow-pipe  fitted  with  platinum  jets,  and 
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its  spectrum  was  photographed.  The  solution  containing  the  heavy 
metals  and  metals  of  tlie  calcium  group  was  mixed  first  with 
ammonium  carbonate  and  filtered,  then  with  ammonium  oxalate,  and 
again  filtered.  The  filters  were  dried  and  burnt,  the  spectra  being 
jihotographed  as  before.  The  filtrate  from  the  ammonium  oxalate 
precipitate  was  evaporated  to  a  small  volume,  absorbed  by  ashless 
filter  papers,  and  burnt,  another  photograph  being  taken.  All  these 
manipulations  were  carried  on  in  platinum  vessels. 

The  following  are  the  results  of  the  analyses  : 

The  Metallic  Portion. — Spectra  1  and  2  yielded  iron,  nickel, 
chromium,  cobalt,  gallium,  manganese,  copper,  silver,  lead,  calcium, 
potassium,  and  sodium. 

The  principal  constituents  of  the  onetal  are  iron,  nickel,  cobalt,  and 
chromium,  with  small  quantities  of  copper,  silver,  lead,  and  gallium. 
The  manganese,  calcium,  potassium,  and  sodium  were  present  in 
minute  proportions. 

The  Basic  Constituents  of  the  Silicates. — Spectra  3,  4,  and  5  showed 
the  presence  of  iron,  nickel,  chromium,  gallium,  magnesium  oxide 
bands,  calcium  oxide  bands,  strontium  oxide,  lead,  silver,  manganese, 
potassium,  and  sodium. 

The  princi2)al  constituents  of  the  silicates  are  calcium  oxide  and 
magnesium  oxide.     The  other  bases  are  in  minute  proportions. 

The  aerolite  was  put  aside  for  the  purpose  of  making  careful 
chemical  analyses  of  the  metal  and  of  the  non-metallic  portion,  but 
owing  to  various  considerations,  not  the  least  important  being  the 
necessity  for  breaking  off  a  larger  portion  of  the  material,  it  was  decided 
not  to  injure  it  any  further,  but  to  preserve  it  as  a  museum  specimen. 

Royal  College  of  Science,  Dublin. 


CLVIII. — Malacone,  a  Silicate  of  Zirconium ^  containing 

Argon  and  Helium. 

By  Edward  Stanhope  Kitchin  and  William    George   Winterson, 

B.Sc.  (Lond.). 

The  earliest  published  account  of  malacone  is  contained  in  a  paper  by 
Scherer  {Pogg.  Ann.,  1844,  62,  436),  who  gave  a  brief  description  of 
the  crystallography  of  this  mineral,  which  forms  greyish-black  crystals 
resembliog  porcelain  in  appearance  and  of  the  same  hardness  as 
felspar.  Scherer  found  its  specific  gravity  to  be  3 "9 13,  whilst  as  a 
result   of   four   observations   we   obtained    the   value   3 "908.     If  the 


ZIRCONIUM,   CONTAINING   AROON   AND    HELIUM.  15G9 

mineral,  however,  is  finely  powdereil  and  heated  to  remove  water, 
its  specific  gravity  rises  to  4-232  (Scherer,  4-2).  Of  tlie  publislied 
analyses,  which  are  few  in  number,  the  following  may  be  taken  as 
examples  : 


SiOo. 

ZrOo. 

Fe,03. 

Y2O3. 

M  11,03. 

CaO. 

MyO. 

11,0. 

1. 

31-31 

63-4 

0-41 

0-34 

. — 

0-39 

Oil 

3-03 

'1. 

31-87 

59-32 

311 

— 

1-20 

— 

— 

4-00 

3. 

3105 

61-44 

3-29 

— 

0-14 

0  08 

— 

3  09 

No.  1  is  given  by  Scherer  {loc.  cit.)  and  refers  to  a  specimen  of 
malacone  received  from  Hitteri3 ;  No.  2  is  by  Hermann,  of  a  specimen 
from  Ilmengeburg  ;  and  No.  3  is  given  by  Rammelsberg  {Mineralchemit, 
p.  891),  the  mineral  analysed  having  been  collected  at  Chaiitelou[ie, 
Haute-Vienne. 

These  analyses  all  agree  fairly  well  and  correspond  with  the  formula 
(according  to  Scherer  and  checked  by  us) 

3(Zi0.2Si02),H,0. 

The  percentages  calculated  from  this  formula  are  : 

SiOo  =  32-6;  Zr02  =  64-22  3  H.20  =  3-18. 

The  fact  that  this  mineral  was  found  to  be  radioactive,  and  to  give 
oft"  argon  when  heated,  rendered  it  desirable  that  a  more  careful 
examination  should  be  undertaken. 

Its  radioactivity  is  very  slight,  as  the  following  figures  show : 

Natural  leak  of  electroscope... 
10  mg.  powdered  malacone  ... 
10  mg.  standard  UyOg    


56  mins. 

a. 

46     „     20  sees 

b. 

46    „     21    „ 

4    „       0    „ 

These  measurements  were  always  made  over  the  same  ten  divisions 
of  the  electroscope  scale.  By  calculating  the  number  of  divisions 
which  would  have  been  passed  over  in  100  mins.  (a)  by  the  natural 
leak,  {h)  by  the  leak  induced  by  malacone,  and  (c)  by  that  from 
uranium  oxide,  and  then  discounting  the  etfect  of  the  natural  leak  in 
tlie  two  latter  cases,  it  is  possible  to  compare  directly  the  radioactivity 
of  malacone  with  that  of  uranium  oxide.  Thus  it  is  found  that  taking 
the  radioactivity  of  uranium  oxide  equal  to  1 ,  that  of  malacone 
becomes  0  0161. 

Now  subsequent  analysis  showed  that  malacone  contained  0-33  per 
cent,  of  uranium,  which  on  the  same  scale  would  give  malacone 
a  radioactivity  of  only  0  0033.  Hence  the  difference  between  the 
found  and  calculated  values,  that  is,  001636 — 0-0033  would  give  the 
radioactivity  due  to  any  constituent  other  than  uranium.  This  is 
equal  to  0-01306.      In  other  words,  of  the  total  radioactivity  of  the 
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substance,  20'1  per  cent,  is  due  to  uranium  and   79"9  to  other  sub- 
stance or  substances. 

Further,  it  was  found  that  all  the  radioactivity  of  malacone  is 
obtained  after  decomposition  of  the  mineral  in  the  zirconium  dioxide. 
"Whether  this  extra  activity  is  due  to  radium  or  not  it  is  impossible  to 
say  at  present.  The  theory  that  radium  is  a  decomposition  product  of 
uranium  has  been  proposed  by  several  observers,  and  may  prove  the 
explanation  of  this  phenomenon.  Experiments  are  about  to  be  under- 
taken in  order  to  ascertain  if  radium  is  present ;  these  will  have  to 
be  performed  in  the  ordinary  way,  by  measuring  the  rate  of  decay  of 
the  emanation  and  by  estimating  the  "  saturation  current"  by  means 
of  the  electrometer. 

If  it  can  be  shown  that  the  uranium  actually  does  disintegrate  into 
radium,  then  the  presence  of  the  argon  may  be  explained  as  accom- 
panying or  being  produced  during  that  change,  precisely  as  helium 
undoubtedly  is  from  radium.  This  is,  however,  scarcely  likely,  as  then 
argon  should  be  found  in  all  the  uranium  minerals  or,  at  any  rate,  in 
all  those  known  to  contain  radium,  but  experience  shows  that  this  is 
not  the  case.  The  argon  was  extracted  from  the  mineral  and  measured 
as  follows.  A  specimen  of  the  malacone,  well  cx-ystallised,  was 
powdered  and  fused  in  a  hard-glass  tube  with  potassium  hydrogen 
sulphate ;  the  gas  was  collected  by  the  help  of  a  Tijplei's  pump  and 
analysed.  Discounting  the  sulphur  dioxide  and  oxygen  due  to  the 
decomposition  of  the  acid  sulphate,  it  consisted  of  carbon  dioxide, 
hydrogen,  nitrogen,  argon,  and  helium;  per  hundred  grams  of  mineral, 
the  amount  of  each  gas   by   volume  and   by  weight  is  given  in  the 

following  table  : 

Volume 
in  c.c.'s  at  N.T.  P.  Weight  in  grams. 

Caibon  dioxide  33-24  0-06530 

Hydrogen   O'S?  0-00005 

Nitrogen 0-34  0-00042 

Argon  2-82  0-00504 

Helium  0-94  0-00017 


37-91  0-07098 

The  remarkable  fact  about  malacone  is  its  evolving  argon  when      ^ 
decomposed  ;  in  this  it  stands  alone.     This  fact  has  been  demonstrated 
in  three  experiments,  so  that  it  is  beyond  doubt. 

To  explain  the  presence  of  these  gases,  and  also  to  account  for  the 
radioactivity  of  the  malacone,  a  more  detailed  examination  of  the 
mineral  was  undertaken.  In  regard  to  the  radioactivity,  Strutt,  by 
examining  the  emanation  from  malacone,  had  surmised  that  it  was  due 
to  uranium.  The  presence  of  uranium,  however,  is  not  mentioned  in 
any  of  the  earlier  analyses,  so  that  a  special  search  was  made  for 
this,  which  resulted  in  its  discovery. 
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The  procedure  was  briefly  as  follows  :  crystals  of  the  mineral,  free 
from  gangue  and  extraneous  matter,  were  very  finely  powdered  and 
sifted  through  the  finest  cambric  so  as  to  produce  an  absolutely 
impalpable  powder.  Tlie  water  was  estimated  by  heating  a  weighed 
quantity  in  a  boat  in  a  stream  of  dry  air  for  four  hours  to  a  tempera- 
ture sulHcient  to  soften  the  Jena  glass  tube.  The  whole  was  then 
cooled  in  a  vacuum  and  reweighed,  and  this  treatment  continued  until 
no  further  loss  of  weight  ensued.  During  this  process  the  powder 
became  somewhat  lighter  in  colour,  and  its  specific  gravity  increased 
as  previously  mentioned.  The  mean  of  three  such  experiments  gave, 
as  a  result,  HgO  =  1  '84  per  cent. 

To  determine  the  silica,  zirconia,  etc.,  Scherer's  method  was  followed. 
A  weighed  quantity  of  the  air-dried  powder  was  fused  with  ten  times 
its  weight  of  mixed  sodiuni  and  potassium  carbonates.  Less  than  this 
proportion  does  not  appear  to  decompose  the  malacone  thoroughly. 
The  mixture  was  first  melted  over  a  Bunsen  flame  until  the  greater 
part  of  the  effervescence  had  ceased,  and  then  heated  to  whiteness  for 
one  hour  in  a  mufHe  furnace.  The  fused  mass  was  cooled  and  then 
extracted  with  cold  water.  By  this  means  the  sodium  and  potassium 
silicates  were  dissolved,  whilst  the  zirconates  were  hydrolysed  and 
zirconium  hydroxide,  Zr(OH)^,  precipitated  as  a  sandy  powder.  The 
precipitate,  however,  still  contained  some  silica  and  the  solution  some 
zirconia.  The  precipitate  was  therefoi^e  after  drying  treated  with 
successive  quantities  of  sulphuric  acid  and  hydrogen  fluoride  and 
ignited,  operations  which  were  repeated  until  no  further  loss  of  weight 
occurred.  This  loss  of  weight  was  added  to  the  silica  obtained.  The 
silica  was  estimated  in  the  usual  way  by  repeatedly  evap  jrating  the 
filtrate  from  the  fusion  solution  nearly  to  dryness  with  strong  hydro- 
chloric acid,  and  finally  treating  with  water  and  filtering.  The  silica 
and  paper  were  then  strongly  ignited  and  weighed,  and  the  silica  found 
in  the  zirconium  hydroxide  added  as  indicated  above.  The  mean  of 
three  experiments  gave  Si  =  '22"53  per  cent. 

The  zirconium  still  in  the  solution  was  estimated  by  carefully 
neutralising  and  saturating  with  sulphur  dioxide.  The  weight  of  the 
precipitated  zirconium  hydroxide  was  added  to  that  of  the  precipitate 
obtained  from  the  solution  of  the  fused  carbonates  and  the  whole  calcu- 
lated as  ZrO^.    The  mean  of  three  experiments  gave  Zr  =  6778  per  cent. 

The  solution  now  contained  iron,  calcium,  magnesium,  uranium,  and 
traces  of  yttrium,  cerium,  &c. ;  these  were  all  estimated  in  the  usual 
way,  namely,  iron  as  basic  acetate,  and  weighed  as  FeoOg ;  calcium  as 
oxalate,  weighed  as  CaO ;  magnesium  as  pyrophosphate,  weighed  as 
MgO ;  and  uranium  as  ammonium  uranate,  weighed  as  UgOg.  The 
yttrium,  cerium,  etc.,  were  not  separated,  being  present  in  extremely 
small  amount,  though  both  were  separately  identified. 
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The  mean  result  of  three  concordant  analyses  were  : 

0-09 


Fe.O,,. 
4-93 

CaO.               JIgO. 
0-41                0-70 

U3O 
0-3 

The  complete 

analysis  is  therefore  : 

ZrO..         SiOo. 
67-78        22-53 

Fe.,0,.      JIgO.       CaO. 
4-93        0-70        0-41 

11,08. 

0-33 

0-09  1-84  =  98  57 

Discarding  all  constituents  as  unessential,  except  the  zirconia  and 
the  silica,  the  percentage  of  these  two  would  be  : 

ZrOg,  75-05;  SiO.,  24-95  =  100. 

The  formula  SZrOg.SSiOg  requires 

ZrOo,  75-20;  SiOg,  24-80  =  100 

and  corresponds  to  that  of  a  basic  silicate  of  zirconium,  ZrgSigO^Q. 

Some  previous  work  by  Mr.  Girvan  had  led  to  the  suspicion  that  the 
zirconia  was  not  homogeneous,  for  on  preparing  from  it  the  compound 
ZrOCl.,  the  product  was  not  so  definite  and  well  crystallised  as  a  sub- 
stance prepared  from  undoubted  zirconium  nitrate.  It  was  accordingly 
suspected  that  the  radioactivity  of  the  mineral  and  the  presence  of 
argon  in  it  might  be  accounted  for  by  the  presence  of  some  other 
element  as  an  impurity  which  adhered  to  and  contaminated  the 
zirconium. 

The  method  used  for  checking  the  equivalent  of  the  zirconium  was 
the  indirect  one  of  finding  the  ratio  between  zirconium  and  chlorine  in 
the  compound  ZrOCl._,,  prepared  from  the  mineral,  and  comparing  it  with 
that  in  a  sample  of  zirconium  oxychloride  prepared  from  zirconium 
nitrate,  Zr(N03)4.  This  woi-k  had  been  begun  by  Girvan,  who  found 
in  samples  from  malacone  Zr  :  CI  =  1  : 1  84,  whereas  in  a  specimen  pre- 
pared from  zirconium  nitrate  the  ratio  was  1  : 2-03. 

But  on  re-examining  the  matter  it  was  found  that  the  preparation 
from  malacone  was  difficult  to  free  from  uranium,  and  Girvan's  work 
was  repeated  in  the  following  manner. 

It  was  first  necessary  to  prepare  a  quantity  of  zirconium  oxychloride 
from  malacone.  This  was  done  by  fusing  14  grams  of  the  finelj- 
powdered  mineral  with  151  grams  of  fusion  mixtm'C,  the  same  as 
used  in  previous  analyses.  The  fusion  was  performed  in  a  platinum 
dish,  heated  for  four  hours  to  the  highest  temperature  of  a  muftle 
furnace.  The  product  was  then  extracted  with  cold  water  and  the  zir- 
conium hydroxide  filtered  off.  The  zirconium  still  left  in  solution  was 
separated  as  above  described  and  added  to  the  precipitate.  There 
were  thus  obtained  9*27  grams  of  a  sandy  powder. 
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Now,  according  to  Treadwell,  zirconium  hydroxide,  prepared  by  the 
hydrolysis  of  sodium  zirconato  with  cold  water,  is  entirely  soluble  in 
hydrochloric  acid.  This  was,  however,  found  not  to  be  the  case ;  by 
digesting  the  precipitate  for  ten  days  with  concentrated  hydrochloric 
acid  in  a  stream  of  the  gas,  only  3"  13  grams  dissolved,  and  there  was 
afterwards  no  change  in  weight.  It  was  hoped  from  this  that  some 
separation  had  been  effected,  but  this  was  not  so,  as  all  samples  of 
zirconium  oxychloride  proved  identical.  The  hydrochloric  acid  solution 
was  accordingly  filtered  and  the  zirconium  oxychloride  crystallised 
therefrom.  The  remaining  portion  of  zirconium  hydroxide,  insoluble 
in  hydrochloric  acid,  was  brought  into  solution  by  placing  it  in  boats 
in  a  hard  glass  tube  and  heating  to  dull  redness  in  a  stream  of 
chlorine  gas,  which  was  saturated  with  the  vapour  of  carbon  tetra- 
chloride by  passing  it  through  the  latter  warmed  to  30°.  After  several 
days  of  this  treatment,  the  zirconium  hydroxide  was  converted  into 
the  volatile  zirconium  tetrachloride,  which  condensed  on  the  cooler 
parts  of  the  tube.  This  was  dissolved  in  strong  hydrochloric  acid, 
when  the  zirconium  oxj^hloride  crystallised  out. 

At  the  same  time,  some  standard  zirconium  oxychloride  was  made 
from  nitrate  of  previously  ascertained  purity  by  digesting  it  for  several 
days  with  pure  hydrochloric  acid  and  crystallising.  Finally,  this  was 
recrystallised  three  times  from  alcohol. 

The  two  samples  of  zirconium  oxychloride  from  malacone,  obtained 
as  above,  were  kept  sepai'ate  thi-oughout,  although  no  difference  was 
ultimately  detected  between  them.  The  analyses  were  all  made  in 
the  same  way,  by  taking  an  unweighed  quantity  of  substance  and 
determining  in  it  the  zirconium  and  the  chlorine  and  calculating  the 
ratio  Zr  :  CI.  The  zirconium,  which  must  be  estimated  first,  was  pre- 
cipitated by  adding  ammonium  hydroxide  to  an  aqueous  solution  of  the 
oxychloride,  igniting  the  precipitated  hydroxide,  and  weighing  as  ZrOg. 
The  chlorine  was  estimated  gravimetrically  as  chloride.  In  each  case 
as  a  check,  the  silver  chloride  was  reduced  to  metallic  silver  and 
weighed. 

At  first,  results  closely  resembling  those  of  Girvan  were  obtained. 
He  had  found  a  ratio  1  :  1*843,  and  the  ratio  was  now  found  to  be 
1  :  1"824.  Hence  it  would  appear  that  this  sample  of  zirconium  oxy- 
chloride was  identical  with  that  of  Girvan.  But  on  recrystallising  the 
salt  from  alcohol,  the  ratio  was  found  steadily  but  slowly  to  increase, 
and,  on  analysing  the  mother  liquors,  uranium  was  found  in  them  in 
small  and  constantly  decreasing  quantities.  The  results  were 
as  follows,  each  being  the  mean  of  four,  two  from  the  original  acid- 
soluble  portion  and  two  from  the  insoluble.  These  two  portions  never 
differed  by  more  than  0-02. 


157-i  KITCHIN    AND   WINTERSON  :   MALACONE. 

Original  crop  of  crystals  from  hydrochloric  acid 

Recrystallised  once  from  alcohol 

„  twice       „        „     

„  three  times     „     

»  four         „       „     

i,  seven       „        „     

»  ten  „       „     


)» 


thirteen  „       ,, 


1  824 
1-830 
1-841 

1-857 
1-863 
1-892 
1-993 
2-031  (?) 


In  the  last  case,  the  quantity  of  material  had  shrunk  so  much  as 
to  render  the  estimation  somewhat  difficult  to  carry  out.  In  any  case, 
however,  the  ratio  was  certainly  not  greater  than  that  given. 

The  ratio,  as  found  from  the  pare  zirconium  oxychloride  from  the 
nitrate,  was  as  a  mean  of  six  experiments  : 

1:2-011. 

Hence  it  would  appear  that  the  identity  of  the  zirconium  in  mala- 
cone  is  fully  established.  In  the  mother  liquors  from  the  above 
crystallisations,  uranium  was  found  in  small  and  decreasing  quantities. 
The  presence  of  this  substance  undoubtedly  accounts  for  the  incorrect 
ratio  of  zirconium  to  chlorine  hitherto  found,  although  why  it  should 
adhere  so  obstinately  to  the  zirconium  is  not  easy  to  say.  Also  the 
fact  that  the  zirconium  hydroxide  can  be  separated  into  two  fractions 
by  treatment  with  hydrochloric  acid  is  curious,  although  a  parallel  to 
this  is  to  be  found  in  the  behaviour  of  ferric  hydroxide.  If  the  radio- 
activity of  malacone  is  to  be  explained,  as  Strutt  suggests,  by  the  pre- 
sence in  it  of  uranium,  how,  then,  can  the  presence  of  argon  be 
accounted  for  ?  It  is  hardly  likely  that  argon  is  a  disintegration  pro- 
duct of  uranium,  as  then  it  should  be  found  in  pitchblende  and  the 
other  uraniuri^  ores,  a  phenomenon  which  is  not  found  to  occur.  There 
is  just  the  possibility,  however,  that  argon  may  form  a  compound  with 
zirconium,  although  this  does  not  appear  likely,  and  experiments 
are  about  to  be  under-taken  to  investigate  this  point.  There  is  also  the 
possibility  that  the  argon  may  have  been  occluded  in  the  mineral  during 
its  formation  in  the  same  way  as  were  probably  the  carbon  dioxide 
and  hydrogen.  It  certainly  seems  probable  that  during  that  period  of 
the  earth's  history  the  atmosphere  would  have  contained  a  greater 
proportion  of  the  "  inactive  "  gases  than  it  does  at  present. 

Since  the  commencement  of  the  above  work,  one  of  us  i-eceived  the 
information  that  another  argon-containing  mineral  had  been  dis- 
covered. No  references  to  this  were  given  at  the  time,  and  a 
careful  search  through  the  literature  has  revealed  no  account  of  any 
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such  mineral.     Therefore  it  may  be  said  that  in  this  property  malacone 
is  unique. 

We  have  to  express  our  thanks  to  Sir  William  Ramsay  for  suggest- 
ing this  research,  and  for  his  constant  advice  during  its  progress. 

Chp:mical  Labouatouy, 

Univeksity  College,  London. 


CLIX. — The   Action   of  Nitrogen  Sulphide  on    Certain 

Metallic  Chlorides. 

By  Oliver  Chaeles  Minty  Davis. 

Demarcay  {Compt.  rend.,  1880,  91,  854)  states  that  nitrogen  sulphide 
forms  compounds  with  some  metallic  and  non-metallic  chlorides,  but 
he  does  not  describe  the  conditions  under  which  the  reactions  take 
place,  nor  does  he  give  the  composition  or  properties  of  these 
derivatives.  Although  it  has  not  been  found  possible  to  obtain 
derivatives  in  all  the  cases  mentioned  by  him,  yet  several  definite 
compounds  of  nitrogen  sulphide  with  metallic  chlorides  have  been 
prepared  and  examined. 

It  was  found  that  whereas  the  trichlorides  of  arsenic,  antimony,  and 
iron  gave  no  compounds  with  nitrogen  sulphide,  tetrachloride  of  tin 
gave  a  derivative  having  the  formula  SnCl4,2NjS4.  In  the  case  of 
titanium  tetrachloride,  a  derivative  having  the  formula  N^S^jTigCig  was 
obtained,  showing  that  a  portion  of  the  nitrogen  sulphide  first  acted  as 
a  reducing  agent,  presumably  with  formation  of  a  chlorinated  derivative 
which  could  not  be  isolated. 

With  the  pentachlorides  of  antimony  and  molybdenum,  compounds 
having  the  formulae  SbClgjN^S^  and  MoCl^iN^S^  were  obtained. 

Tungsten  hexachloride  behaves  like  titanium  tetrachloride,  being 
first  reduced  and  yielding  a  compound  with  the  formula  WCl^.N^S^. 

The.-e  derivatives  were  obtained  by  dissolving  the  chlorides  in  a 
large  volume  of  chloroform,  which  was  carefully  dried  over  phosphorus 
pentoxide  before  each  experiment.  To  the  cooled  chloroform  solutions 
Was  added  the  nitrogen  sulphide  dissolved  in  hot  dry  chloroform,  the 
resulting  compound  in  each  case  separating  on  mixing  the  two 
solutions.  Owing  to  the  slight  solubility  of  these  derivatives,  and  the 
fact  that  they  are  decomposed  by  hot  solvents,  they  cannot  be  purified 
by  recrystallisation.     AVhen  exposed  to  the  air  they  are  acted  on  with 
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varying  degrees  of  rapidity,  and  are  best  preserved  beneath  dry 
chloroform,  when  decomposition  is  less  rapid.  It  was  found  necessary 
to  make  the  analyses  immediately  after  preparation  of  the  compounds 
owing  to  their  instability. 

The  nitrogen  was  determined  by  Dumas'  method,  sulphur  by  Carius', 
and  the  chlorine  by  heating  with  pure  lime.  When  brought  in 
contact  with  fuming  nitric  acid  these  substances  are  explosively 
decomposed. 

Experimental. 
Action  of  nitrogen  sulphide  on  : 


(1)  Tin  Tetrachloride. 

The  stannic  chloride  was  distilled  immediately  before  the  experiment, 
and  dissolved  in  a  large  volume  of  dry  chloroform ;  the  solution  was 
cooled  and  the  nitrogen  sulphide  dissolved  in  hot  chloroform  added  in 
successive  portions.  A  scarlet  compound  separated  immediately,  and 
was  rapidly  filtered  off,  washed  with  dry  chloroform,  and  dried  for- 
about  ten  minutes  on  a  porous  plate. 

On  examination,  it  was  found  to  consist  of  well-defined,  red,  homo- 
geneous crystals  which  were  decomposed  by  hot  solvents,  and  therefore 
could  not  be  purified  by  recrystallisation. 

When  cautiously  heated  the  crystals  began  to  decompose  slowly  at 
165°,  but  when  rapidly  heated  vigorous  decomposition  occurred ;  on 
exposure  to  air,  decomposition  was  gradual,  but  complete  in  a  few 
w'eeks.  When  kept  beneath  dry  chloroform  or  ether,  crystals  of 
nitrogen  sulphide  were  deposited  in  each  case. 

Analysis  showed  that  the  compound  had  been  formed  by  the  union 
of  one  molecule  of  stannic  chloride  with  two  of  nitrogen  sulphide. 

0-2172  gave  32-6  c.c.  moist  nitrogen  at  21°  and  760  mm.    N  =  17-60. 
0-4816     „     0-4486  AgCl.     01  =  22-98. 
0-2695     „     0-7854  BaSO^.     S  =  40-01. 
SnCl4,2N4S4  requires  ISr=  17-83;  01  =  22-52;  S  =  40-73  percent. 


(2)  Titanium  Tetrachloride. 

This  reagent,  unlike  stannic  chloride,  does  not  unite  dii-ectly  with 
nitrogen  sulphide  to  give  an  additive  compound.  When  the  reaction 
is  allowed  to  take  place  in  chloroform  solution  under  the  conditions 
described  in  the  preceding  case,  a  brilliant  orange-coloured,  crystalline 
sub.stance  separates  at  once  from  the  solvent.  Whereas  the  compound 
obtained  from  stannic  chloride  may  be  readily  dried  on  a  porous  plate 
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without  appreciable  change,  the  titanium    compound  undergoes  very 
rapid  decomposition  on  exposure  to  the  air. 

A  nitrogen  determination  showed  that  the  titanium  chloride  had 
been  reduced  before  combination  with  the  nitrogen  sulphide  took 
place. 

0"2065  gave  20"6  c.c.  moist  nitrogen  at  IS''  and  756  mm.     N  =  ll'-t. 
]Sr4S^,Ti2Cl^  requires  ISr=  ITS  per  cent. 

(3)  Antimony  Fentachloride. 

The  reaction  takes  place  under  conditions  previously  described,  the 
resulting  compound  being  pi'ecipitated  in  well-defined,  red  needles 
closely  resembling  those  obtained  from  stannic  chloride.  The  crystals 
gradually  decompose  when  exposed  to  the  air,  and  also  when  preserved 
under  chloroform  ;  rapid  decomposition  takes  place  at  about  222°. 

On  analysis,  it  was  found  that  1  molecule  of  each  reacting  substance 
had  entered  into  combination. 

0-1781  gave  18-00  c.c.  moist  nitrogen  at  14°  and  768  mm.  N  =  12-00, 
0-5441     „     0-8230  AgCI.     CI  =  37-3. 
0-2026     „     0-3860  BaSO^.     S  =  26-2. 

N^S^.SbCls  requires  N^  11-6;  Cl  =  36-8  S  =  26-5  per  cent. 

(4)  Molybdenum  Fentachloride. 

This  reacts  readily  with  niti'ogen  sulphide,  forming  a  dark  brown 
compound,  which  undergoes  decomposition  with  great  rapidity  when 
separated  from  the  solvent  used  in  its  preparation,  the  colour  changing 
to  a  dark  blue. 

A  nitrogen  determination  showed  the  compound  to  be  analogous  to 
that  obtained  from  antimony  pentachloride. 

0-1540  gave  15-6  c.c.  moist  nitrogen  at  17°  and  772  mm.  N  =  11-91. 
IST^S^jMoClj  requires  ]Sr  =  12-24  per  cent. 

(5)  Tungsten  Ilexachloride. 

The  reaction  which  takes  place  in  this  case  somewhat  resembles 
that  which  occurs  with  titanium  tetrachloride.  On  adding  nitrogen 
sulphide  to  the  solution  of  the  chloride,  a  brown,  crystalline  compound 
separated  out,  which  underwent  rapid  decomposition  when  exposed 
to  the  air. 

Analysis  showed  that  the  chloride  had  been  reduced  before  combina- 
tion with  nitrogen  sulphide  took  place. 
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0-1726  gave  17-00  c.c.  moist  nitrogen  at  21°  and  758  mm.  N  =  11-17. 
0-3674     „     0-4160  AgCl.     CI  =  27-98. 
01500     „     0-2780  BaSO,.     S  =  25-44. 
N^S^AVoCl^  requires  N=  10-97  ;  CI  =  27-8  ;  S=  25-10  per  cent. 

Univeksity  College, 
Bristol. 


CLX. — llic   Addition    of   Alkyl    Halides   to   Alkylated 

Sugars  and  Glucosides. 

By  James  Colquhoun   Irvine,   Ph.D.,  D.Sc,   Carnegie  Fellow,  and 
Agnes  Marion  Moodie,  M.A.,  B.Sc,  Carnegie  Scholar. 

Tetramethyl  glucose,  in  common  with  other  methylated  sugars,  is 
converted  into  a  mixture  of  the  corresponding  alkylated  glucosides 
when  sul)jected  to  the  silver  oxide  and  alkyl  iodide  reaction,  and  the 
^-form  of  the  hexoside  invariably  predominates  in  the  mixture.  This 
reaction  differs  sharply  in  its  results  from  the  alteroative  method  of 
obtaining  the  alkylated  glucosides,  in  which  the  methylated  sugar  is 
condensed  with  an  alcohol  by  means  of  small  quantities  of  hydrogen 
chloride,  as  in  the  latter  case  the  a-form  of  the  product  is  obtained  in 
much  larger  proportion.  It  seemed  to  us  desirable  to  study  more 
fully  the  mechmism  of  the  silver  oxide  reaction,  as  applied  in  this 
way  to  alkylated  sugars,  and  to  elucidate  if  possible  the  remarkable 
tendency  of  the  reaction  to  produce  ^-stereoisomerides.  Tetramethyl 
glucose  was  in  the  first  instance  selected  for  experiment  on  account  of 
it?  crystalline  nature  and  its  ready  conversion  into  teti'amethyl 
^-methylglucoside  when  it  is  dissolved  in  methyl  iodide  and  treated 
with  silver  oxide. 

This  interaction  may  proceed  in  either  of  two  distinct  ways.  The 
sugar  undoubtedly  possesses  the  y-oxidic  linking,  and  its  unmethylated 
hydroxyl  group  is  attached  to  the  terminal  carbon  atom.  It  seemed 
possible  therefore  that,  by  the  action  of  silver  oxide,  a  silver  derivative 
might  be  produced  in  which  the  metallic  atom  would  occupy  the 
glucosidic  position,  and  that  this  intei-mediate  compound  and  methyl 
iodide  would  then  interact.  In  the  event  of  the  ^  form  of  the  sugar 
reacting  in  this  fashion  more  readily  than  the  a-isomeride,  then  the 
equilibrium  mixture  of  the  two  forms  might  ultimately  be  transformed 
almost  entirely  into  the  alkylated  ^-glucoside.  It  was  found,  however, 
that  no  action  took  place  when  the  equilibrium  mixture  of  tetramethyl 
glucose  was  dissolved  in  pure  benzene  and  shaken  with  dry  silver 
oxide  for  several  hours.'     This  was  carried  out  at  temperatures  ranging 
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from  20°  to  50°,  conditions  which  approximate  to  those  which  exist 
dui'ing  the  process  ot"  alkyhilion.  The  specific  rotatory  power  of  the 
solution  remained  constant,  and  the  alkylated  sugar,  when  recovered, 
was  found  to  contain  no  combined  silver  and  to  possess  the  original 
melting  point.  The  substitution  of  acetone  and  other  indilTerent 
solvents  for  benzene  similarly  gave  negative  results. 

This  observation  sup})orts  the  view  that  the  alkyl  iodide  must  play 
a  specific  part  in  the  alkylation,  either  by  altering  the  state  of 
equilibrium  of  the  two  forms  of  the  sugar,  or  by  forming  an  additive 
compound  from  which  silver  oxide  would  subsequently  abstract 
hydrogen  iodide. 

The  first  of  these  alternatives  has  been  negatived  in  a  previous 
paper  (Trans.,  1904,  85,  1070),  but  the  possibility  of  sugars  and 
glucosides  forming  additive  compounds  in  which  the  lactonic  oxygen 
displays  quadrivalency  has  already  been  pointed  out,  and  E.  ¥. 
Armstrong  (Trans.,  1903,  83,  1309)  suggests  that  compounds  of  this 
type  may  play  a  part  in  eifecting  the  ti'ansformation  of  the  a-  and 
^-forms  of  a  reducing  sugar,  and  in  the  interconversion  of  a-  and 
/3-glucosides. 

The  possible  addition  of  methyl  iodide  to  tetraraethyl  glucose  and 
the  subsequent  removal  of  hydrogen  iodide  may  be  expressed  in  the 
following  alternative  schemes  : 

V— 9     Oil  ^.^  6~6<OH  _-m  g"~i^OH  __^  6~6<OH  . 

O  0^1  0-CH3  O 

\CH3 

If  the  action  followed  the  above  course,  the  product  would  not  possess 
a  glucosidic  structure,  but  would  consist  of  a  mixture  of  sfereoisomeric 
methyl  hexoses.  Moreover,  any  modification  of  the  above  scheme 
which  would  account  for  the  formation  of  a  glucoside  would  be 
dependent  on  the  transference  of  the  methyl  group  from  the  y-oxidic 
to  the  hydroxylic  position.  As  this  is  most  improbal)le,  we  conclude 
that  the  change  can  only  proceed  through  the  temporary  opening  of 
the  y-oxidic  ring  as  shown  below  : 

Q Q  Q Q 

6       6<0H         -^         6       6/OH         _^ 

0^1  O-CH, 

\CH3 


o  o 
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The  change,  involving  as  it  does  the  addition  of  an  alkyl  halide  and 
the  removal  of  a  different  molecule,  is  not  strictly  comparable  to  the 
tautomeric  change  aT^lfS  inn  reducing  sugar,  for  which  Armsti'ong's 
theory  (loc.  cit.),  on  which  the  first  alternative  is  based,  offers  a  satis- 
factory explanation. 

AVith  the  view  of  testing  this  hypothesis  we  examined  the  rotatory 
powers  of  tetramethyl  glucose  in  various  alkyl  halides,  and  contrasted 
the  values  obtained  with  those  found  in  ordiuary  solvents. 

Tiie  alkylated  glucose  required  was  prepared  from  tetramethyl 
a-methylglucoside  {loc.  cit.)  by  boiling  an  aqueous  solution  containing 
10  per  cent,  of  the  alkylated  glucoside  and  12  per  cent,  of  the 
hydrogen  chloride  for  thirty  minutes.  In  this  way  the  yield  of  the 
crystalline  sugar  obtained  was  increased  to  87  per  cent,  of  the 
theoretical  amount.  The  compound  was  recrystallised  several  times 
from  light  petroleum  in  order  to  convert  it  into  the  pure  a-form.  The 
solutions  used  for  the  determinations  were  uniformly  5  per  cent.,  the 
concentrations  being  controlled  by  means  of  density  determinations. 
In  each  case  the  initial  rotatory  power  was  determined  as  rapidly  as 
possible,  after  which  a  trace  of  alcoholic  ammonia  was  added  to 
promote  rautarotation.  The  permanent  values  foiiud  in  the  various 
solvents  are  contrasted  in  the  following  table  : 


Solvent. 

Acetone  

Benzene  

+  89-6° 
88-9 
84-8 
84-1 
83-3 
83-1 

Carbon  tetrachloride... 

Chloroform 

Water 

Alcohol  

Solvent. 

Methyl  iodide  . 
Ethyl  iodide  .... 
Ethyl  bromide  . 
Proiiyl  iodide.... 
isoVroiijl  iodide. 


+  75-2° 
78-3 
78-7 
77-5 
78-6 


It  will  be  seen  that  the  effect  of  alkyl  halides  is  invariably  to  lower 
the  optical  rotatory  powers  considerably,  and  this  was  further  demon- 
strated by  examination  of  solutions  in  benzene  and  carbon  tetra- 
chloride of  the  sugar,  together  with  1  molecular  proportion  of  methyl 
iodide.  Even  this  small  quantity  of  the  alkyl  halide  lowered  the 
specific  rotatory  powers  notably,  the  values  then  observed  being  [a]'u 
83-5°  and  [a]-;;^    +81-0°  respectively. 

It  has  already  been  noted  {loc.  cit.)  in  the  case  of  methyl  iodide 
that  this  lowering  of  the  rotatoiy  power  is  not  due  to  the  establish- 
ment of  a  different  equilibrium  in  the  dissolved  sugar,  but  to  a  specific 
effect  of  the  solvent.  It  is  only,  however,  when  the  changes  under- 
gone by  the  various  solutions  during  cooling  are  taken  into  considera- 
tion that  evidence  is  obtained  which  leads  to  the  conclusion  that  alkyl 
iodides  form  oxonium  derivatives  with  the  sugar.  For  this  purpose 
we  utilised  the  various  solutions,  already  leferied  to,  which  had 
attained    the   permanent  rotatory  powers,   and    determined   these   at 
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temperatures  ranging  from  +  40°  to  -  20°.  The  conditions  of  the 
experiments,  which  were  strictly  uniform  in  every  case,  may  be  men- 
tioned here.  For  temperatures  above  0°,  a  2-dcm.  jacketed  tube  was 
used,  but  at  lower  temperatures  a  1-dcm.  tube,  adapted  for  the  use  of 
freezing  mixtures  and  provided  with  caps  containing  calcium  chloride, 
was  substituted.  A  thermometer  reading  to  1/20°  was  used  through- 
out, and  the  concentrations  at  the  different  temneratures  were  con- 
trolled  by  density  estimations.  Generally  each  solution  was  main- 
tained at  least  one  hour  at  0°  and  at  —  10°  before  the  observations  were 
taken,  and  in  each  case,  after  cooling,  the  solutions  were  reheated  to 
20°  and  the  rotatory  powers  at  this  temperature  redetermined. 
Throughout  the  work  precautions  were  taken  to  prevent  cither  the 
access  of  moisture  or  evaporation  of  the  solvent. 

Our  results  show  that  in  the  case  of  solutions  in  acetone,  chloroform, 
or  carbon  tetrachloride,  a  continuous  and  regular  increase  in  specific 
rotatory  power  takes  place  on  cooling  from  +  20°  to  -  20°,  and  the 
same  holds  true  for  solutions  in  benzene  within  the  available  range  of 
temperature.  Moreover,  on  reheating  the  cooled  solutions  once  more 
to  -1-20°,  the  rotatory  powers  now  found  for  the  various  intermediate 
temperatures  corresponded  with   those  previously  determined  for  the 

same  temperatures  during  the  cooling  process. 

Beliaviour  on 

Solvent.  [af^,      [o]"'°.        [af         [o]"'       [a]-w\     relieatiiiff  to  20^ 

Benzene  +88-9°  +89-7°  +90'3'  —  —     Initial  [a]u  couistaut 

Carbon  tetracliloride  SI'S  87 -3          —  +87-8°  +89-9°        ,,  ,, 

Chloroform 84-1  So'l           —  86-2  87-2  ,,             ,, 

Acetone  89-0  92-4           —  96-1  96-9  ,, 

On  the  other  hand,  it  was  found  that  solutions  in  alkyl  halides 
behaved  in  a  different  fashion,  as  the  specific  rotatory  powers  at  first 
increased  regularly  with  fall  of  temperature,  and  then  suddenly 
diminished  rapidly  on  further  cooling. 

The  following  table  contains  the  results  obtained  in  the  case  of  the 
solution  in  ethyl  iodide,  which  serves  as  a  typical  example ; 

Temperature.  20°.  10°.  0°.  -5°.  -10°. 

Specific  rotatory  power     +78-4°         +797°         +81-6°         -h83-9°         +75-3° 

This  abrupt  fall  in  the  values  between  -5°  and  -10°  is  natur- 
ally in  its- If  no  proof  that  association  of  the  sugar  and  solvent  had 
taken  place.  On  reheating  the  cooled  solution  from  -  10°  to  +20°, 
however,  the  initial  specific  rotatory  power  at  the  latter  temperature 
was  [a]u°  +  81  "2°,  a  value  which  is  higher  than  that  originally  found 
(+  78'-i°).  On  standing,  moreover,  at  constant  temperature,  distinct 
mutarotation  was  observed  until  practically  the  original  permanent 
value  ([a]u'+  78-8°)  was  attained.  As  this  change  proceeded  by  itself 
very  slowly,   but  was  much  hastened   by  the  addition  of  a  trace  of 
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alcoholic  ammonia,  it  seems  to  be  due  to  the  sugar  partially  uudergoing 
tautomeric  change  in  the  sense  a  — >-  (3.  The  solution  on  reheating  to 
20"^  must  therefore  have  contained  excess  of  the  a-isomeride,  and  this 
result  is  accounted  for  by  the  assumption  that  at  the  low  temperature 
combination  between  the  a-sugar  and  ethyl  iodide  had  taken  place,  the 
removal  of  the  a-form  being  then  followed  by  a  partial  transformation 
of  the  uncombined  portion  of  the  sugar  in  the  direction  /3  — >-  a  in 
order  to  restore  the  equilibrium.  The  first  eifect  of  reheating  the 
solution  would  be  to  dissociate  the  unstable  additive  compound,  and 
thus  liberate  the  a-sugar.  At  20°,  the  dissociation  is  practically  com- 
plete, and  the  slower  tautomeric  change  of  the  sugars  is  then  indicated 
by  mutarotation. 

According  to  our  explanation  of  the  above  results,  the  complete 
cycle  of  optical  changes  produced  on  cooling  such  solutions  and  then 
reheating  them  to  the  initial  temperatui-e  should  be  :  (1)  a  fall  in 
rotatory  power  due  to  formation  of  an  oxonium  derivative.  (2)  Upward 
mutarotation  at  the  low  temperature,  due  to  the  change  /3  — >■  a  in  the 
uncombined  sugar.  (3)  On  reheating,  a  rapid  rise  in  rotatory  power, 
resulting  from  the  dissociation  of  the  oxonium  derivative.  (4)  Down- 
ward mutarotation  at  the  higher  temperature,  due  to  the  change 
a  — >■  /3  in  the  sugar. 

It  might  be  expected  that  there  would  be  a  pi'actical  difficulty  in 
observing  all  these  optical  effects,  as  the  tautomeric  change  in  the  un- 
combined sugar  must  proceed  simultaneously  with  the  formation  or 
dissociation  of  the  oxonium  derivative.  As  a  matter  of  fact,  the 
latter  changes  are  extremely  rapid,  whilst  the  mutarotation  of  the 
sugar  in  alkyl  halide  solution  is  comparatively  slow.  It  should  thus 
be  possible  to  observe  in  succession  both  series  of  optical  changes.  On 
cooling,  the  rotatory  power  of  the  solution  should  at  first  diminish 
rapidly,  and  afterwards  increase  slowly  at  the  same  temperature.  The 
converse  changes  at  constant  temperature  should  be  observed  on  heat- 
ing the  solution  to  a  point  at  which  the  dissociation  of  the  oxonium 
derivative  takes  place. 

This  cycle  of  changes  was  best  realised  in  the  case  of  a  solution  of 
tetramethyl  glucose  in  tsopropyl  iodide,  as  the  latter  displays  the 
readiest  tendency  to  form  an  oxonium  derivative  with  the  sugar.  The 
solution  of  the  equilibrium  mixture  of  the  sugar  was  rapidly  cooled  in 
the  polarimeter  tube  and  maintained  at  0°.  An  air  thermometer  was 
immersed  in  the  liquid,  and  readings  were  taken  as  soon  as  the  tempera- 
ture was  constant.  The  initial  specific  rotatoiy  power  observed  at  O'' 
was  [aji; -t-80-r,  and  this  rapidly  diminished  to  [a]'/;  4- 74-1°.  The 
change  due  to  addition  of  the  iodide  was  now  complete.  On  adding 
a  trace  of  alkali,  mutai'otation  occurred,  the  specific  rotatory  power 
increasing  to  [a]o  -f-77-r^.     After  standing  for  eight  hours  at  0°,  the 
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solution  was  heated  rapidly  to  20°  and  maintained  constantly  at  this 
temperatui'B.     The  reverse  optical   changes   were  then  observed  ;  the 
rotatory   power   increased  from   the    initial    value,  [a]i,*  +  78"4°,  to  a 
maximum,  [a]ii'  +80'6°,  and  afterwards  diminished  to  [a]*,''  +78"0°. 
The  complete  results  for  this  solution  ai'e  tabulated  below  : 

Changes  in  Specific  Rotation  at  Constant   Temperature. 

Initial  [af.  Miniimim  [o]" .  Iniial  [af. 

'--'u  '^-'l*  '--'l* 

+  80-r        — >■         +7i-r        — >•         +77-r 

Initial  [a]';;" .  Maximum  {a\f.  Final  [a]'f . 

+  78-4°  — y  +80-G°  — >  -l-78-0° 

We  have  observed  a  similar  series  of  optical  changes  at  constant 
temperature  in  solutions  of  the  sugar  in  ethyl  iodide  or  ?t-propyl 
iodide  which  had  been  cooled  for  three  hours  in  a  mixture  of  solid 
carbon  dioxide  and  ether,  and  then  rapidly  heated  to  20°  and  30° 
respective!}'.     The  observations  were  : 

Solution  in  Ethyl  Iodide. 

Initial  [a]^\  Maximum  [a];f.  Final  [a]'f . 

+  77-4'^  -- >  +79-5^^  -^  +7G-8° 

Solution  in  n- Propyl  Iodide. 

Initial  {a]f.  Maximum  [ajf .  Final  [a]f . 

+  76-8°  — >  +78-r  — >  +76-5° 

In  view  of  tlie  above  results,  we  accepted,  in  our  experiments  with 
other  alkyl  haiides,  the  observation  of  a  sudden  diminution  of  rotatory 
power  on  cooling,  together  with  subsequent  mutai'otation  on  reheating, 
as  evidence  of  association  of  the  sugar  with  the  solvent.  In  addition 
to  alkyl  halide  solutions,  positive  results  were  also  obtained  in  the  case 
of  solutions  of  the  sugar  in  chloroform  or  carbon  tetrachloride 
containing  a  molecular  proportion  of  methyl  iodide  or  hydrogen 
chloride. 

Solution  ill  Methyl  Iodide. 

In  this  case,  owing  to  the  volatility  of  the  solvent,  it  was  found 
impossible  to  preserve  the  concentration  of  the  solution  accurately 
throughout  the  series  of  observations,  and  densities  were  therefore  not 
taken.  The  observed  rotatory  powers  are,  however,  quoted,  as,  in  spite 
of  the  contraction  of  the  liquid  on  cooling,  the  solution  showed  the 
same  regularities  as  other  alkyl  iodides. 

Temperature  20°. 

Observed  rutatory  power  ...      +6 'SI" 

VOL.   LXXXIX. 


10°. 

5°. 

0°.          - 10°. 

+  7-36° 

+  7-48° 

+  7-62°     +7-08 
5    M 
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Solution  in  n-Projyyl  Iodide. 

Temperature   40°.  30°.  20°.  10°.  0°. 

Specific  rotatory  power +75-8°     +77-8°     +77-6°     +77-3°     +75-4° 

In  this  case  little  evidence  was  given  of  addition,  and  the  subsequent 
mutarotation  at  20°  was  slight. 

[ a]r  +  77-8°  -^  [ a ]r  +  76-2°. 

Solution  in  \soPropyl  Iodide. 

Temperature   30°.  20°.  10°.  0°.  -10°. 

Specific  rotatory  power +777°     +78-6°     +79-2°     +72-8°     +70-6° 

On  reheating  to  20°,  [aju  increased  rapidly  from  +73-5°  to  +78-3° 
and  then  diminished  slowly  to  +  77°. 

Solution  in  Carbon  Tetrachlorids  contahmig  one  Molecular  Proportion  of 

Methyl  Iodide. 

Temperature 20°.  0°.  -10°. 

Specific  rotatory  power  +81-0°  +81*2°  +77-0° 

Solution  in  Carbon  Tetrachloride  containing  one  per  cent,  of  Hydrogen 

Chloride. 

Temperature   20°.  10°.  5°.  0°.  -5°.        -10°. 

Bpecific  rotatory  power...    +79-6°     +79-9°     +80-2°     +81-8°     +79-9°    +79-4° 

Rotations  of  a-  and  fi- Modifications  of  Tetramethyl  Methylglucoside  in 

Alkyl  Iodides. 

Our  results  show  that  invariably  the  a-form  of  tetramethyl  glucose 
becomes  associated  with  alkyl  halide.s  more  readily  than  the 
/3-isomeride.  This  view  was  supported  by  experiments  made  with  the 
a-  and  /S-modifications  of  tetramethyl  methylglucoside.  In  the  case  of 
glucosides,  the  problem  under  consideration  is  much  simplified  owing 
to  the  absence  of  ordinary  mutarotation.  In  the  cycle  of  optical 
changes  already  described  for  the  case  of  a  reducing  sugar,  conditions 
(2)  and  (3)  are  thus  eliminated,  and  consequently  any  alterations  in 
the  rotatory  power  are  due  either  to  the  formation  or  dissociation  of 
the  oxonium  derivatives. 

Tetramethyl   a-methylglucoside,  when   cooled  in   acetone   solution, 
showed  practically  a  constant  specific  rotatory  power.    When  dissolved^ 
in  ethyl  iodide,  the  value  increased  normally  during  cooling  to  0°,  but 
then  diminished  rapidly  on  further  cooling.     As   in  other  cases   in 


I 
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which  oxonium  formation  presumably  occurred,  heating  the  cooled 
solution  to  0°  had  the  effect  of  dissociating  the  additive  compound 
and  an  increase  of  specific  rotatory  power  at  the  constant  temperature 
of  0°  was  thus  observed.  A  solution  of  tetra-acetyl  a-methylglucoside 
in  isopropyl  iodide  showed  the  same  regularities,  but,  on  the  other 
hand,  tetramethyl  yS-methylglucoside  gave  no  indication  of  addition 
when  dissolved  in  ethyl  iodide  and  similarly  treated. 

Solvent.  [a]f.        [a]\^\         [a];:.       [a];'"". 

Tetramethyl  a-methylglucoside   Acetone  +143-2"'      —  +  144-6°  +  144-6° 

Ethyl  iodide  ...  +138-1   +138-7°  +139-6    +132-9 

Tetramethyl;8-iiiethylglncoside   Ethyl  iodide  ...  -17-3      -17-7  -18-6      -18-8 

Tetra-acetyl  a-methylglucoside    /ioPropyl  iodide  + 127-8    +127-6  +129-0    +126-5 


Specific     Rotatory     Poioers     of    Tetramethyl     Mannose     at    Different 

Temperatures. 

.  Teti'amethyl    mannose    and    tetramethyl    a-methylmannoside    were 

found  to  behave   in  a   similar  manner   to  the   correspondiug  glucose 

derivatives  when  dissolved  in  alkyl  iodides,  but  the  optical  changes 

were  not  so  pronounced. 

Change 
in  [ojo  on 
reheating 
Solvent.  [a]f.       [a]'^     [a]'^.       [a]^-'"'.  [a]ji5°.  to  20°. 

(1)  Tetramethyl           Carbon    tetra-\  o      ..^.^o      „..^o      p,  .,o  ., 

mannose  chloride j+34  4    +^0  6    +2o  8    +211        —        ml 

(-2)  Tetramethyl  \  +48-0°^ 

mannose  Ethyl  iodide../     ^^  ^       ^^  ^        ^^^        ^^  ^       -     +4.v7° 


—         nil 


(3)  Tetramethyl           Carbon    tetra-\  „     „  „.  -.^  ^ 
a-methylmannoside     chloride /  ^^ '^  ''"  *  ''^  '^  ^ 

(4)  Tetramethyl           Carbon    tetra- \  „».^  ^^  _  7C.7    ,  7;;.q° 
a-methylmannoside  chloride +  HC1I  ^^  ^  '^  ^  '^^  757+/58       - 

In  experiments  (2)  and  (4),  the  optical  effect  of  association  is  to 
counterbalance  the  regular  deci'ease  in  rotatory  power  observed  on 
cooling  solutions  in  non-associating  solvents. 

Experiments  made  with  non-alkylated  sugars  or  glucosides  gave  no 
positive  results.  Glucose,  mannose,  a-methylglucoside,  and  sucrose 
were  selected  for  experiment,  and  the  specific  rotatory  powers  of  each 
compound  determined  at  the  usual  temperatures  in  methyl  alcohol 
containing  methyl  iodide.  The  values  found  were  in  some  cases 
slightly  different  from  those  obtained  in  pui-e  methyl  alcohol,  but  in 
no  case  was  a  change  of  rotatory  power  at  constant  temperature 
observed.  It  would  thus  appear  that  the  presence  of  the  etheric 
groups  in  the  alkylated  sugar  increases  the  basicity  of  the  -y-oxidic 
oxygen  atom. 

Similarly,  we    find   that   the    specific   rotatory  power  of   a  typical 

5  M  2 
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hydroxy-ethereal  salt  such  as  ethyl  tartrate,  although  much  diminished 
in  ethyl  iodide,  shows  no  fluctuations  corresponding  to  oxonium 
formation. 

Rotations  of  Ethyl  Tartrate  at  Different  Temperatures. 


Solvent.  [a]f.       [«]f 

Cavbon  tetraoliloride...         —  — 

Ethyl  ioilide  


[«]r;°-     [«]r-     ^<-  [«]:'''•    Wo""- 


+  0-98°    -1-r 
+  0-95''  inactive    -2-21       -4-47 


-3-4°     -4-7°         — 
-7-3      -8-8      -10-r 


Our  results  are  best  expressed  graphically  in  the  form  of  curves,  the 
abscissaj  representing  temperatures  and  the  ordinates  specific  rotatory 
powers. 

In  Fig.  1  the  behaviour  of  solutions  of  tetramethyl  glucose  in 
vai'ious  solvents  is  contrasted  with  that  of  the  ethyl  iodide  solution. 


Fig.  1. 


ao* 


(0°  0° 

Tetramethyl  glucose 


The  curves  for  ordinary  solvents  are  seen  to  be  quite  normal,  but  in 
the  case  of  the  alkyl  halide  the  sharp  fall  AB  represents  oxonium 
formation  between  —5°  and  -10°,  whilst  CD  corresponds  with  the 
subsequent  mutarotation  at  +  20°. 

Fig.  2  shows  the  effect  of  adding  one  molecular  proportion  of 
either  methyl  iodide  or  hydrogen  chloride  to  a  solution  of  tetramethyl 
glucose  in  carbon  tetrachloride.  The  initial  rotatory  power  is  much 
reduced,  and  the  sharp  descent  of  the  curves  below  O"'  indicates  the 
oxonium  formation. 


il 
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In  Fig.  3  the  curve  for  the  ?sopropyl  iodide  solution  descends 
steeply  from  A  to  Ji,  indicating  that  addition  begins  above  0^.  The 
rapid  change  CD  at  20°  corresponds  with  the  dissociation  of  the 
oxonium  derivative. 

Fig.  2. 


+W 


/o*  C 

Tctramethyl  glticose. 


-Y0° 


Fig.    4   shows  the    complete    cycle    of  changes   observed    with    a 
solution  of  tetramethyl  glucose  in  {«opropyl  iodide.     The  rapid  fall  AB 


Fig.  3. 


30"  2o'  lo'  o 

Tctramethyl  fjlucosc  in  i&opropyl  iodide. 


is  due  to  oxonium  formation,  the  subsequent  rise  BC  at  the  same 
temperature  indicates  the  conversion  /3  — •  a  in  the  uncombined  sugar, 
whilst  at  20°  the  rise  DE  and  subsequent  fall  EF  correspond  with  the 
reverse  changes. 
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In  Fig.  5  the  regular  curve  for  tetramethyl  a-methylglucoside  in 
acetone  solution  is  contrasted  with  the  ii'regular  curve  obtained  for 
the  ethyl  iodide  solution.  The  curve  for  the  /J-isomeride  dissolved  in 
ethyl  iodide  falls,  on  the  other  hand,  quite  regularly. 

There  seems  to  be  little  doubt  that  it  is  the  oxygen  atom  of  the 
y-oxidic  ring  which  participates  in  the  formation  of  oxonium  compounds 
from  alkylated  sugars.  Collie  and  Tickle  have  pointed  out  (Trans., 
1899,  75,  710)  that  compounds  like  dimethylpyrone,  in  which  oxygen 
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Tetramethyl  glucose  in  isopropyl  iodide.      Changes  in  specific  rotatory  power 

at  0°  and  +  20". 


is  linked  to  a  penta-carbon  ring,  display  the  readiest  tendency  to  form 
oxonium  derivatives,  whilst  Bredig  {Zeit.  Elektrochem.,  1896,  3,  116) 
and  Walker  {Ber.,  1901,  34,  4117)  find  that  ethylene  oxide  has  only 
slight  basic  properties.  It  would  thus  appear  that  within  certain 
limits  the  basicity  of  the  oxygen  atom  increases  with  the  introduction 
of  more  carbon  atoms  into  the  ring.  Alkylated  reducing  sugars  which 
possess  a  y-oxidic  structure,  and  therefore  contain  an  oxygen  atom 
linked  in  a  tetra-carbon  ring,  might  also  be  expected  to  form  oxonium 
compounds.     In  view  of  the  fact  that  not  only  alkylated  sugars  but 
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also  alkylated  glucosides  enter  into  combination  with  alkyl  halides,  it 
is  evident  that  the  aldose  does  not  react  with  these  solvents  in  the 
aldehydic  form,  but  as  a  y-oxido. 

It  is,  moreover,  unlikely  that  any  of  the  etheric  oxygen  atoms  play 
a  part  in  the  addition  of  the  alkyl  halides,  in  view  of  the  fact  that  the 
specific  rotatory  power  of  ethyl  tartrate  in  ethyl  iodide  solution, 
although  much  lower  than  in  carbon  tetrachloride,  undergoes  a 
perfectly  regular  change  between  +  36°  and  -  20'^. 

Alkylation  of  Tetramethyl  Glucose  at  Low  Temperatures. 

In  confirmation  of  our  results  we  have  alkylated  tetramethyl- 
glucose  with  silver  oxide   and  methyl  iodide  at    -  10^  and  find  that 


Fig.  5. 


/6S* 

_....    ^^^^^^^^^                      , 
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a.- form 
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20°  to'  0° 

Tetramethyl  methylghicosidcs. 
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although  the  action  is  slow,  the  sole  product  of  the  change  is  tetra- 
methyl ^-methylglucoside  unmixed  with  the  a-isomeride.  The  materials 
used  were  a-tetramethyl  glucose  (1  moL),  methyl  iodide  (10  mols.), 
and  dry  silver  oxide  (5  mols.).  The  sugar  was  dissolved  in  the  iodide 
and  cooled  in  a  mixture  of  ice  and  calcium  chloride.  The  silver  oxide 
was  then  added  in  small  quantities  and  the  mixture  kept  actively 
stirred  by  a  mechanical  stirrer,  precautions  being  taken  to  exclude 
moisture.  After  eight  hours'  treatment,  during  which  the  temperature 
varied  from  -15°  to  -10°,  the  product  was  extracted  with  ether. 
After  removal  of  the  solvent,  the   residue   was  extracted  with  light 
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petroleum,  and  in  tliis  way  the  product  was  separated  from  the 
sparingly  soluble  sugar.  The  extract  on  evaporation  gave  an  oil  which 
crystallised  completely  on  standing.  As  the  substance  melted  at 
39 — 41°  and  behaved  like  a  glucoside  towards  Fehling's  solution,  it  was 
evidently  tetramethyl  ^-methylglucoside,  which  was  apparently  the 
only  product  of  the  reaction. 

Mutarotation  of  a-Tetramethyl  Glucose. 

As  explained  in  the  introduction,  the  permanent  specific  rotatory 
power  of  the  sugar  was  determined  in  several  solvents,  and,  as  the 
material  used  consisted  of  the  pure  a-form,  the  mutarotation  of  each 
solution  was  observed. 

The  following  table  contains  the  results  found  in  solvents  in  which 
the  mutarotation  of  this  compound  has  not  hitherto  been  observed : 

Solvent.  Initial  [a^f.  Permanent  [ojf'. 

Chloroform*   +87-1°  +84-1° 

Carbon  tetrachloride  92-8  84-9 

Benzene    114-5  88-9 

Methyl  iodide 107-3  75-3 

Ethyliodide     867  78-3 

Ethyl  bromide 86-0  787 

*  The  specimen  of  chloroform  used  contained  free  acid.  Thi.s  seems  to  have 
accelerated  the  change. 

We  are  extending  our  work  with  the  view  of  securing  other 
examples  in  which  oxonium  formation  may  be  detected  by  means  of 
the  polarimeter.  i 

Our  thanks  are  due  to  Professor  Purdie  for  much  valuable  advice  in 
the  interpretation  of  our  results,  and  also  to  the  Carnegie  Trust  for  a 
research  grant  in  aid  of  the  work. 

Chemical  Research  Laboratory, 
United  College  of  St.  Salvator  and  St.  Leonard, 
University  of  St,  Andrews. 
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CLXI. — The  Direct  Union  of  Carhon  and  Hydrogen  at 

High  Temi^eratm'es. 

By  John  Nokman  Pring  and  Robert  Salmon  IIutton. 

Introduction. 

Previous  investigations  have  been  limited  to  a  study  of  the  inter- 
action of  carbon  and  hydrogen  at  temperatures  of  from  1100 — 1300°, 
and  to  an  examination  of  the  compounds  produced  when  an  electric 
arc  is  maintained  between  carbon  electrodes  in  hydrogen. 

The  primary  object  in  view  in  undertaking  the  present  work 
was  to  supplement  previous  observations  by  following  the  course  of 
the  reaction  at  temperatures  intermediate  between  these  two  ex- 
tremes. 

Unforeseen  circumstances,  however,  have  made  it  necessary  to  per- 
form a  number  of  experiments  at  the  lower  temperatures,  the  actual 
limits  of  the  present  investigation  being  from  1000°  up  to  about 
2800°. 

The  early  work  of  Berthelot  definitely  proved  the  synthesis  of 
acetylene  in  the  arc,  and  somewhat  later  Dewar  demonstrated  that 
carbon  and  hydrogen  unite  to  form  acetylene  at  the  temperature 
of  the  positive  crater  of  the  arc  without  requiring  any  of  the  elec- 
trical conditions  characteristic  of  the  arc  itself. 

Tlie  important  problem  of  the  temperature  at  which  the  acetylene 
first  begins  to  be  formed  still  remained  to  be  investigated. 

As  to  the  synthesis  of  methane  at  lower  temperatures,  opinions  aie 
somewhat  divided.  The  work  of  Bone  and  Jerdan  (Trans.,  1897,  71, 
41  ;  1901,  79,  1042)  seemed  definitely  to  have  proved  the  formation 
of  about  1  per  cent,  of  methane  at  1200^^,  but  Berthelot,  even  in  his 
most  recent  publication  on  this  subject  {Ann.  Chim.  Phys.,  1905, 
[viii],  6,  183),  emphatically  expresses  his  belief  that  no  hydrocarbons 
are  produced  at  such  temperatures,  provided  the  reacting  materials 
are  subjected  to  an  exhaustive  purification 

The  earlier  experiments  of  the  present  investigation  having  all 
shown  an  unexpectedly  small  formation  of  methane,  it  was  deemed 
advisable  to  include  a  study  of  this  second  problem. 

Experimental  Methods. 

The  chief  experimental  difficulty  lay  in  the  construction  of  a 
reaction  vessel  in  which  carbon  could  be  heated  in  contact  with 
hydrogen,  the  vessel  being  impervious  to  gases,  and  the  possibility 
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of  interaction  between  the  carbon  and  the  walls  of  the  vessel  being 
obviated. 

These  conditions  were  fulfilled  in  the  apparatus  employed,  a 
carbon  rod,  heated  to  any  desired  temperature  by  the  resistance 
which  it  offers  to  an  electric  current  passed  through  it,  being  suit- 
ably mounted  at  a  considerable  distance  from  the  glass  or  metal 
walls  of  the  containing  vessel. 

The  carbon  rods  of  5  and  6  mm.  diameter,  and  about  10  cm.  long, 
were  in  most  cases  mounted  in  water-cooled  brass  tubes,  which  served 
as  the  terminals  for  the  electric  current,  by  electro-coppering  the 
ends  and  soldering  them  into  plugs  which  closed  the  tubes.  In 
some  experiments,  however,  graphite  plugs  were  fixed  to  the  ends 
of  the  water-cooled  tubes,  and  the  rods  fii-mly  fixed  into  these  plugs, 
this  arrangement  being  particularly  suitable  where  it  is  necessary 
to  submit  the  rods  to  a  preliminary  purification  by  heating  in 
chlorine.  In  both  cases  no  difficulty  is  experienced  in  ensuring 
good  electrical  contacts,  and  arcing  is  quite  avoided,  even  with  high 
current  densities.* 

It  is  surprising  how  completely  the  water  cooling  of  the  terminals 
protects  the  soldered  joint  from  fusing,  although  jii'actically  the 
■whole  length  of  the  carbon  is  at  a  high  and  uniform  temperature, 
which  in  some  cases  was  over  2500°. 

Much  of  the  earlier  work  was  carried  out  in  a  tubulated  glass 
flask  of  about  1^  litres  capacity,  as  shown  in  Fig.  1,  a  similar  egg- 
shaped  glass  vessel,  provided  with  a  wide  tube  leading  the  gas 
away  at  the  top  and  admitting  it  again  at  the  bottom,  being  also 
employed  in  some  of  the  experiments  with  a  view  to  ensuring  a 
good  circulation  of  the  gas,  and  thus  facilitating  the  attainment 
of  the  chemical  equilibrium. 

These  glass  vessels  work  quite  satisfactorily,  even  when  the  carbon 
rods  are  raised  to  comparatively  high  temperatui-es.f  As  they  are 
capable  of  standing  a  vacuum,  they  proved  useful  for  the  pi'elimin- 
ary  treatment  of  the  rods  by  heating  during  evacuation,  with  a 
view  to  expelling  occluded  and  combined  hydrogen. 

*  The  following  figures  give  a  rovigh  idea  of  the  jiower  expenditure  in  the  experi- 
ments with  6  mm.  rods  ;  the  length  of  rod  used  in  the  different  cases  varied  con- 
siderably, so  that  the  figures  are  of  no  real  value  in  estimating  the  temperature,  &c. 

50  amperes  at  8  volts  at  1000° 

70  ,,  10        ,,        1300 

150  ,,  20        ,,        2000 

250  ,,  30        ,,        2800 

t  In  the  circulation  type  of  apparatus,  temperatures  up  to  2200°  were  obtained 
before  the  glass  began  to  soften  ;  with  the  simpler  type  of  glass  vessel,  the  highest 
temperature  was  about  1900°. 
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In  the  later  work  a  water-jacketed  metal  bell  jar,  a  vertical 
section  of  which  is  shown  in  Fig.  2,  was  employed.  The  bell  jar 
was  provided  with  a  mica  window,  which  enabled  the  rod  to  be  kept 
in  view  during  the  experiment,  and  was  also  required  for  the  optical 
measurement  of  the  temperature.  This  apparatus  proved  itself 
specially  valuable  for  long-continued  experiments,  and  for  the 
higher  temperatures,  as  the  walls  of  the  enclosure  were  kept  cfli- 
ciently  cool. 

The  water-cooled  brass  tubes  were  fixed  into  the  reaction  vessels 
by  rubber  corks,  which  were  coated  with  cement  (marine  glue  or 

picein  *). 

Fig.  1. 


Scale  about  1:8. 

A  tubulated  glass  flask  of  about  1  '5  litres  capacity  forms  the  reaction  vessel.  The 
carbon  rod  is  soldered  into  metal  plugs,  closing  the  ends  of  thin  brass  tubes  which  form 
the  terminals  for  the  electric  current.  The  brass  tubes  arc  water-cooled  and  are 
fitted  gas-tight  at  A  and  £  by  means  of  rubber  corks  or  cement  into  the  long  side 
tubes  of  the  flask. 


With  regard  to  the  purification  of  the  reacting  materials,  great 
care  was  taken  in  all  cases  to  obtain  the  hydrogen  in  a  pure  state, 
free  from  traces  of  hydrocarbon ;  for  this  purpose,  electrolytic  zinc 
and  pure  dilute  sulphuric  acid  were  employed,  the  gases  being  passed 
through  warm  alkaline  permanganate,  then  over  a  considerable 
length  of  red-hot  copper  gauze,  and  subsequently  dried  with  cal- 
cium chloride,  sodium  hydroxide,  and  phosphorus  pentoxide. 

*  (B.  Walter,  A7in.  Fhysik,  1905,  [iv],  18,  8G0).  — Since  the  cement  was  in  all 
cases  in  close  proximity  to  a  water-cooled  surface,  there  is  little  danger  of  it  con- 
taminating the  gases  by  emitting  vapours.  To  test  this  point,  several  experiments 
were  carried  out,  in  which  pure  hydrogen  was  confined  for  some  hours  in  a  vessel 
containing  some  of  the  cement  kept  in  a  water-bath  at  various  temj)eratures  from 
15"  to  31°.  On  analysis,  the  hydrogen  was  found  only  to  contain  from  0'04  to  0*12 
per  cent,  of  hydrocarbon,  estimated  as  methane. 
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The  purification  of  the  Ccarboiis  will  be  considered  in  the  succeed- 
ing section ;  sufiB.ce  it  to  say  that  in  the  earlier  experiments  great 
reliance  was  placed  on  heating  the  carbon  rods  in  a  vacuum  before 
the  actual  experiment,  as  also  on  the  continued  use  of  the  same 
carbon  rod  throughout  a  long  sei'ies  of  experiments. 

In  carrying  out  an  experiment,  the  reaction  vessel  was  filled  with 


Fig.  2. 


~^  outlet. 


Scale  about  1  :  6. 

Tlie  reaction  vessel  consists  of  a  water-jacketed  metal  hell  jar  of  about  7  "5  litres 
capacity,  mounted  on  an  iron  table,  througli  which  project  the  water-cooled  brass 
tubes  which  serve  as  terminals.  The  carbon  rod  is  held  in  gi'aphite  end-pieces, 
which  arc  soldered  into  metal  plugs  closing  the  brass  tubes. 


pure  hydrogen  by  prolonged  displacement,  assisted,  when  possible,  by 
intermittent  partial  evacuations. 

The  carbon  rod  was  then  brought  as  rapidly  as  possible  to  the 
desired  temperature,  which  was  measured  by  an  optical  pyrometer 
sighted  on  to  the  incandescent  rod. 

After   some  time   the  current  of    hydrogen  was  stopped,  and   the 
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actual  experimental  run  commenced.  At  intervals,  samples  (about 
50  c.c.)  of  the  gas  were  drawn  from  the  apparatus  by  a  mercury 
pipette,  and  were  temporarily  stored  over  glycerol  to  await  the 
analysis,  which  was  nearly  always  carried  out  within  a  few  hours. 
To  replace  these  small  fractious  of  gas,  fresh  hydrogen  was  simul- 
taneously admitted,  a  slight  positive  pressure  being  maintained 
within  the  reaction  vessel. 

After  each  experiment  the  hydi'ogen  was  displaced  for  several 
hours,  the  heating  of  the  rod  being  often  continued  during  a  portion 
of  this  period. 

Gas  Analysis. 

The  apparatus  employed  for  the  analysis  of  the  gases  was  of  the 
type  designed  by  Sodeau  {J.  Soc.  Chem.  Jnd.,  190.'},  22,  187  ;  see 
also  Noble,  Phil.  Trans.,  1906,  A,  205,  204).  For  this  work,  the 
measuring  tube  with  a  bulb  and  narrowed  stem  was  used,  the  stem 
being  calibrated  between  35  and  50  c.c,  and  the  readings  being  taken 
to  O'Ol  c.c.  by  means  of  a  cathetometer. 

Carbon  monoxide  was  determined  by  absorption  with  ammoniacal 
cuprous  chloride;  the  directions  for  its  preparation,  given  by 
Hempel,  being  closely  adhered  to,  since  it  was  necessary  to  remove 
this  gas  completely  on  account  of  the  subsequent  estimation  of 
methane.  The  cuprous  chloride  was  frequently  renewed,  and  with 
quite  fresh  reagents  two  separate  treatments  were  always  performed, 
and  when  either  of  the  pipettes  had  previously  been  ixsed  a  third 
absorption  was  carried  out.  Before  measuring  the  total  absorption 
of  carbon  monoxide,  the  gas  was  washed  with  dilute  sulphuric  acid. 

Methane  was  estimated  by  explosion  of  the  residual  mixture  of 
gases  with  oxygen,  and  subsequent  absorption  of  the  carbonic  acid 
with  potassium  hydroxide.  The  mixture  with  oxygen  took  place 
in  the  explosion  vessel,  on  which  the  volumes  were  roughly  marked. 
The  oxygen,  which  was  generated  from  "  oxylith  "  in  a  Kipp's  ap- 
paratus, was  added  in  a  sufficient  quantity  (about  75  c.c.)  to  leave 
from  45  to  50  c.c.  of  residue  after  the  explosion,  which  was  effected 
under  reduced  pressure.  A  small  quantity  of  dilute  acid  was  then 
introduced  into  the  explosion  pipette,  and  after  this  the  vokime  of 
the  remaining  gas  and  its  contraction  on  treatment  with  potassium 
hydroxide    were  carefully  measured. 

Since  the  gases  always  contained  a  small  percentage  of  nitrogen, 
and  consequently  could  produce  small  amounts  of  nitric  oxide  on 
explosion,  a  number  of  estimations  were  carried  out  with  pure 
hydrogen  under  otherwise  identical  conditions.  The  following 
values  are  typical  of  the  x-esults  in  these  experiments : 
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Contraction  with 
potassium  hydroxido. 

(1) 0-12  per  cent. 

(2) 0-11       „ 

(3) 0-11       „ 

(4) 0-10      „ 


Mean     0-11       „ 

This  percentage  lias  consequently  been  subtracted  in  all  the 
estimations  of  methane  given  throughout  the  paper. 

Acetylene  was  determined  by  absorption  with  bromine-water 
before  the  treatment  with  cuprous  chloride. 

Temperature  Measurements. 

Throughout  the  whole  of  the  present  investigation,  the  tempera- 
tures have  been  estimated  by  a  Wanner  optical  pyrometer.  With  a 
little  practice  this  instrument  can  be  made  to  give  very  concordant 
results.  Little  importance  is  attached  to  the  absolute  values  of  the 
temperature  given,  but  some  trouble  was  taken  to  ensure  that  they 
should  be  comparable  with  one  another.  Since  the  instrument  was 
regularly  calibrated  by  comparison  with  the  amyl  acetate  lamp,  the 
relative  agreement  of  the  temperature  readings  throughout  the 
whole  investigation  may  probably  be  relied  on.  No  allowance  has 
been  made  for  the  error  in  temperature  indications,  due  to  the  fact 
that  the  simple  laws  of  "  black  body  "  radiation  do  not  strictly  hold 
in  the  case  of  such  heated  rods. 


Temperatures  1000°  to  1700°. 

A  first  series  of  more  than  fifty  experiments  was  cai'ried  out  in 
the  apparatus  previously  described.  The  conditions  of  working 
varied  somewhat  greatly  from  case  to  case,  as  it  was  hoped  in  this 
way  to  obtain  more  definite  evidence  as  to  the  course  of  the  re- 
action. 

As  previously  mentioned,  for  the  piirification  of  the  carbon,  reli- 
ance was  placed  on  the  evacuation  of  the  containing  vessel  during 
the  heating  of  the  rod,  on  the  continued  use  of  the  same  rod  in  a 
number  of  consecutive  experiments,  and  finally  on  frequently 
maintaining  the  carbon  at  a  temperature  of  over  2000°  in  hydrogen, 
before  the  actual  experimental  run  at  the  lower  temperature. 

There  was  at  first  no  suspicion  that  the  quantities  of  methane 
which  were  determined  in  these  experiments  were  other  than  those 
corresponding  to  a  definite  equilibrium  between  carbon  and  hydro- 
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gen.  On  tabulating  all  the  results,  however,  and  carefully  con- 
sidering tliem  in  relation  to  the  previous  treatment  of  the  carbon 
and  to  the  actual  conditions  existing  in  the  experiments,  some 
discrepancies  were  brought  to  light;  this  can  best  be  illustrated  by 
the  following  examples : 

Table  I. 


Time  in  mins. 

Experiment. 

from  start. 

CO 

per  cent. 

CH, 

per  cent 

1 

45 

0-1 

0-63 

120 

0-2 

0-77 

190 

0-39 

0-89 

2 

40 

0-40 

O-oO 

230 

0-32 

0-65 

390 

0-39 

0-56 

These  two  experiments  were  carried  out  under  very  similar  con- 
ditions, but  the  rod  in  the  first  case  had  served  in  six,  in  the  second 
case  in  fourteen  previous  runs;  moreover,  shortly  before  the  latter 
experiment  the  carbon  had  been  maintained  for  some  time  at  over 
2000°  in  hydrogen. 

The  result  definitely  indicates  a  lower  methane  formation  with 
more  complete  preliminary  treatment  of  the  rod.  This  indication 
was  fully  borne  out  by  many  of  the  other  experiments. 

Table  II. 

Temj)eralure  of  1400°. 

CH4  per  cent, 
at  end  of 
Experiment.        CO  per  cent.         experiment. 

1  0'05  0-78     "I    Gas  stood,  in  these  cases,  for  two 

2  0'24  0"61      y       days  over  PgOg  before  experi- 

3  —  0-43      I        ment. 


0-78  ) 

0-61  Y 

0-43  J 

.  rt.ro  A  m  1    -Koa   neateu   m   a   vacuum,    in 

4  Of)  .5  0'21  -1  c  A-        T 

c  r\  A^  n.iii  r       each  case,  tor  some  time  be- 

0  0  47  0*21  \        c  •„     i. 

)        lore  experiment. 


Rod   heated   in   a   vacuum,    in 


The  two  vacuum  experiments  seem  to  be  particularly  interesting, 
as  the  earlier  samples  taken  for  analysis  all  contain  a  considerably 
higher  percentage  of  methane,  which  was  evidently  undergoing  a 
progressive  decomposition,*  and  tending  towards  a  value  which  may 
be  even  lower  than  that  given. 

At  higher  temperatures  (1700°  to  1750°)  the  results  were  much 
more  concordant,  and  the  methane  seldom  exceeded  06  per  cent. 

*  There  can  be  no  question  of  oxidation,  since  the  percentage  of  carbon  monoxide 
in  these  cases  actually  decreased. 
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In  order  to  test  the  accuracy  of  these  indications  it  was  thought 
advisable  to  carry  out  a  second  series  of  experiments  in  which 
precautious  were  taken  to  ensure  a  more  complete  purification  of 
the  carbon. 

For  this  purpose  it  was  decided  to  heat  the  carbons  to  a  high 
temperature  in  chlorine.  The  rods,  held  in  graphite  terminals, 
were  supported  in  a  glass  flask,  similar  to  that  used  in  the  experi- 
ments with  hydrogen,  through  which  chlorine  was  passed.  The  rod 
was  in  each  case  maintained  at  1700 — 1800°  for  about  one  hour 
by  the  passage  of  an  electric  current.  In  this  way,  being  consider- 
ably hotter  than  the  surrounding  atmosiDhere,  it  readily  gave  off 
the  ash  constituents  as  chlorides,*  and  the  method  in  general  has 
obviously  a  great  advantage  over  the  more  usual  one  of  heating  in 
a  glass  or  porcelain  combustion  tube. 

The  carbon  rods  after  treatment  in  this  manner  were  heated  in  a 
current  of  hydrogen,  and  subsequently  mounted  in  the  experimental 
apparatus  previously  described. 

The  accompanying  tables  give  a  record  of  the  experiments  carried 
out  with  these  purified  carbons.  It  will  be  seen  that  the  percentage 
of  methane  shows  a  marked  reduction  in  comparison  with  the  values 
l^reviously  given. 

Throvighout  the  whole  of  the  work,  the  greater  the  precautions 
which  wei"e  taken  to  improve  the  quality  of  the  carbon,  the  lower 
was  the  percentage  of  methane  formed. 

These  results  certainly  favour  the  conclusion  that  with  progres- 
sive purification  of  the  carbon  a  still  lower  formation  of  methane 
would  be  found.  Such  exjDeriments  would,  however,  demand  con- 
siderable refinement  in  the  analytical  methods,  although  with  the 
Sodeau  apparatus  successive  analyses  can  generally  be  relied  on  to 
within  0"04  per  cent.  It  is  not  easy  to  explain  the  origin  of  the 
methane  in  the  earlier  experiments.  Two  hypotheses  presented 
themselves,  but  neither  could  be  confirmed. 

Firstly,  it  might  be  supposed  that  on  the  cooler  end-pieces  carbon 
monoxide  and  hydrogen  were  caused  to  combine  imder  the  catalytic 
influence  of  iron  or  some  other  ash  constitvient,  the  preparation  of 
methane  under  somewhat  similar  conditions  having  been  carried  out 
on  an  extensive  scale  by  Sabatier  and  Senderens.  An  experiment 
in  which  equal  volumes  of  carbon  monoxide  and  hydrogen  were  main- 
tained for  fifteen  hours  in  contact  with  a  carbon  rod  heated  ta 
about  450°  (just  visible  in  a  completely  darkened  room)  failed,, 
however,  to  produce  more  than  0"1  per  cent,  of  methane. 

Secondly,  the  existence  of  undecomposed  hydrocarbon  compounds- 

*  The  analysis  of  one  of  these  rods  before  and  after  such  treatment  in  chlorine 
gave  an  ash  content  of  0"25  per  cent,  and  0'07  per  cent,  respectively. 


CARBON    AND    HYDROGEN    AT   HIGH    TEMPERATURES.       1599 

ill  the  carbon  rod  seemed  quite  probable.  To  test  this  point  Iho 
glass  apparatus  was  fitted  up  with  a  fresh  carbon  rod,  the  air 
contained  in  the  vessel  was  displaced  by  hydrogen,  and  then,  with  a 
mercury  puniji,  a  vacuum  was  obtained  of  below  1  mm.  of  mercury, 
the  last  ti'aces  of  gas  being  collected  for  analysis.  The  rod  was 
next  heated  in  a  vacuum,  and  the  gas  evolved  cai'efully  collected. 
The  sample  obtained  before  heating  was  almost  pure  hydrogen, 
free  from  measurable  amount  of  oxygen,  and  containing  only  about 
0"2  per  cent,  of  carbon  monoxide  and  less  than  0"1  per  cent,  of 
methane.  The  second  sample,  obtained  after  heating,  contained 
about  40  per  cent,  of  carbon  monoxide  and  less  than  0"1  per  cent,  of 
methane. 

The  great  power  possessed  by  carbon  of  occluding  carbon  mon- 
oxide has  already  been  described  by  Dewar  and  others;  in  this 
case,  although  it  doubtless  helps  to  account  for  the  gi'adual  increase 
in  the  carbon  monoxide  noticed  in  some  of  the  pi'evious  experi- 
ments, it  can  scarcely  give  a  simple  explanation  of  the  methane 
formation. 


Experiment. 
1 

2 

3 

4 

5 

6 


Table  III. 
Carbons  Purified  in  Chlwine. 


Time  in 
minutes 
Temperature,     from  start. 


1350° 


1350 


1200 


1350 


1250 


1250 


90 


90 

65 
120 

20 
GO 

60 
90 

40 


CO. 
per  cent. 


0 
7 

94 
5 

42 
37 

83 
6 

63 

7 

59 


CH4. 

per  cent. 

0-23 

0-20 

0-12 
0-25 

0-28 
0-20 

0-10 
0-25 

0-21 
0-25 

0-24 


Table  IV. 
Temperature  1700°.     Carbons  Purified  in  Chlorine. 


Experiment. 

T 

me  in  minutes 
from  start. 

20 

CO 

per  cent. 
1-0 

CH4 

per  cent 
0-42 

2 

15 
0 

2-92 
4-9 

0-36 
0-43 

3 

1 

4-05 

0-40 

.'OL. 

LXXXIX. 

5 
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Temperatures  1800°  to  2800°.     Synthesis  of  Acetylene. 

There  is  no  great  difficulty  in  applying  the  general  experimental 
methods  up  to  2500°  and  over,  if  a  good  water-cooling  of  the  ter- 
minals is  assured.  For  these  higher  temperatures,  as  previously 
mentioned,  the  metal  containing  vessel  is  to  be  preferred.  Owing 
to  the  expansion  of  the  rods,  and  the  marked  plasticity  which  carbon 
possesses  near  the  higher  limits  of  temperature  at  which  the  experi- 
ments were  carried  out,  it  is  necessary  to  provide  some  simple  and 
efficient  compensating  device  to  prevent  the  bending  of  the  rods 
from  becoming  excessive,  and  thus  causing  fracture. 

The  disintegration  of  the  carbon  becomes  somewhat  great,  and 
accounts  for  the  short  duration  of  many  of  these  experiments,  but 
on  the  other  hand  the  equilibrium  is  rapidly  attained. 

Except  in  the  presence  of  considerable  amounts  of  carbon  mon- 
oxide the  apparent  vaporisation  of  carbon  is  not  very  marked  even 
at  the  highest  temperatures  reached,  the  disintegration  jireviously 
referred  to  being  more  of  the  nature  of  a  crumbling  away  of  the 
rod,  causing  its  surface  to  become  very  rough.  The  remarkable 
uniformity  of  temperature  throughout  almost  the  whole  length  of 
the  rod  may  doubtless  be  explained  by  the  fact  that  such  portions 
as  tend  to  have  a  lower  temperature  offer  a  greater  electrical  re- 
sistance, and  consequently  demand  a  greater  expenditure  of  energy. 

The  chief  experiments  are  tabulated  in  Table  Y,  from  which  the 
gradual  increase  in  the  percentage  of  acetylene  with  increase  of 
temperature  can  be  clearly  seen.  The  formation  of  minute  quanti- 
ties of  acetylene  at  1700°  can  just  be  detected  by  the  delicate  cuprous 
chloride  test,  but  the  percentage  is  scarcely  measurable  by  ordinary 
gas-analysis  methods  below  1800°. 

The  formation  of  acetylene  at  these  low  temperatures,  and  inde- 
pendently of  an  electric  arc  or  spark  discharge,  has  not  previously 
been  noted  so  far  as  can  be  ascertained.  The  temperature  of  the 
positive  crater  of  the  carbon  arc  is  at  the  present  time  estimated  at 
between  3500°  and  3750°.  Moreover,  in  gaseous  reactions  effected 
with  the  arc,  the  electrical  conditions  doubtless  intervene  and  com- 
plicate the  study  of  the  question. 
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TaI!I,k  V. 


21 


Experiments  at    1870'^  to  2800''. 


Time  in 

iiiiiiutt's 

Expeiimeiit. 

Ti'iiij). 

from  start. 

CO. 

CH4. 

V.,\\.,.        Obsuivatioiis. 

1 

1870° 

9 

1-8 

0-55 

0-42 

1 920 

24 

2-48 

064 

0'2i; 

1950 

40 

2-45 

0-93 

0-35 

2 

1900 

8 

2  1 

0-68 

0-35 

17 

2-4 

0-48 

0-26 

3 

1960 

10 

6-4 

0-51 

/0-55 

to-70 

0-27 

4 

1975 

5 

2-7 

0-54 

5 

2000 

10 

0-67 

0-47 

0-34 

20 

8-25 

0-63 

0-55 

6 

2000 

10 

3 -til 

0-39 

0"87  )  Rod  speoially  piiii 

16 

4-72 

0-49 

0-88/fied  with  chlorine. 

7 

2000 

3 

3-9 

0-50 

0-96 

8 

2050 

7 

3-7 

0-70 

0-94 

12 

4-2 

0-62 

0-92 

9 

2105 

5 

1-72 

0-55 

0-85 

10 

2135 

5 

5-73 

0-54 

0-95 

10 

6-3 

0-53 

1-44 

11 

2170 

2 

100 

0-56 

1-45 

6* 

12-0 

0-69 

1-40 

13 

13-9 

0-51 

1-08 

12 

2400 

4 

3-68 

0-83 

3-26 

13 

2465 

1 

9-0 

roi 

2-60 

14 

2500 

4 

6-42 

1-20 

4-20 

15 

2500 

n 

9-0 

0-96 

3-64 

16 

2500 

n 

4-1 

1-26 

/  3  -68 
(.3-35 

H 

4-42 

1-20 

3  40 

17 

2540 

2 

6-0 

0-89 

2-12 

18 

2700 

2 

0  02 

1-05 

3-03 

19 

2700 

2 

1-81 

1-07 

305 

20 

2700 

2 

5-7 

1-05 

2-75 

2800 


1 


4-1 


C  Equilibrium    prob- 

0-68  2-73]    ably  not  attained. 

[N.B.  low  methane. 
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CLXII. — The  Colouring  Matters  of  the  Stilhene 
Groiip.     Part  HI. 

By  Arthur  George  Green  and  Percy  Field  Crosland. 

In  previous  communications  on  this  subject  (Green  and  Wah  , 
Ber.,  1897,  30,  3097;  1898,  31,  1078;  Green,  Trans.,  1904,  85, 
1424;  Green,  Marsden,  and  Scholefield,  Trans.,  1904,  85,  1432)  a 
study  has  been  made  of  the  first  stage  of  the  reaction  by  which 
;)-nitrotokieno  and  its  ortho-substituted  derivatives  give  rise  to 
stilbene  compounds.  It  was  shown  that  under  the  influence  of  caustic 
alkalis  an  internal  oxidation  takes  place  with  the  production  of 
dinitrosostilbene  (or  a  derivative  thereof)  : 


NO/        >CH,  +  CH„<       \nO.,  — >  N0<       ^CHICH/"     NnO. 


XX  XX 

[3 

These  nitrosostilbenes  are  very  unstable  products,  possessing  in 
alkaline  solution  a  deep  crimson,  violet,  or  blue  colour,  in  which 
condition  their  salts  probably  have  the  tautomeric  quinonoid  structure  : 

CH:C,.H3(X):N(0H)-0Na  c:C6H3(X):N-ONa 

CH:C6H3(X):N(OH)-ONa  °^  C:C,.H3(X):N-0Na" 

These  coloured  salts  are  easily  oxidised  by  air  or  by  alkali  hypo- 
chlorites to  the  corresponding  diniti'ostilbene  derivatives  : 

X  X_ 

and,  inversely,  from   the  latter  they  are  readily  reproduced   by  the 
action  of  cold  alkaline  reducing  agents. 

On  further  condensation  of  these  nitroso-compounds  by  longer 
heating  with  caustic  alkalis,  stilbene  dyestuffs  are  produced.  Thus 
in  the  technically  important  case  of  ^-nitrotoluenesulphonic  acid,  this 
compound  gives  on  warming  with  aqueous  sodium  hydroxide  a  crimson- 
red  solution  of  the  dinitrosostilbenedisulphonate  (X  in  above 
formuhe  =  S03Na),  which  on  further  heating  becomes  orange-yellow 
with  production  of  Direct  Yellow  or  Curcumine  S.  Similar,  but  purer, 
dyestuffs  (so-called  "  Stilbene  Yellows  ")  are  obtained  from  dinitro- 
stilbenedisulphonic  acid  by  alkaline  reduction,  the  same  red  compound 
being  an  intermediate  stage  of  the  reaction.  The  yellow  dyestuffs 
obtained  by  either   method,  when  submitted  to   further  reduction  in 
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alkaline  solution,  are  transformed  progressively  into  reddish -yellow, 
yellowish-orange,  and  reddish-orange  dyestuffs,  then  into  leuco-com- 
pounds  (readily  reoxidising  to  orange),  and  finally  intodiaminostilbene- 
disulphonic  acid.  This  progressive  reduction  is  accompanied  hy  a 
change  in  the  colour  of  the  solution  in  concentrated  sulphuric  acid 
from  orange-red,  through  crimson  and  violet,  to  pui-e  blue. 

The  present  paper  deals  with  the  second  stage  of  the  colour  forma- 
tion, namely,  that  by  which  the  dyestuffs  are  produced  from  the  inter- 
mediate dinitrosostilbenedisulphonic  acid. 

It  is  generally  considered  that  the  yellow  condensation  product 
(Direct  Yellow  or  Curcumine)  is  a  disulphonic  acid  of  a  simple  azoxy- 
or  dinitroso-stilbene  : 

CH-C,H3(S03Na)  CH-aH3(S03Na).NO 

CH-C,H3(S03Na)^    ''  CH-C^H3(S03Na)-NO' 

(Bender  and  Srhultz.)  (Fischer  and  llcpi>. ) 

The  improbability  of  either  of  these  formuhe  has  already  been  dis- 
cussed in  a  former  communication,  and  against  the  second  there  is  now 
the  further  objection  that  it  is  required  for  the  intermediate  unstable 
crimson  compound.  Moreover,  grounds  have  been  adduced  for  believ- 
ing that  the  molecule  of  these  dyestuffs  must  contain  at  least  two 
stilbene  groups,  that  is,  that  a  coalition  of  at  least  four  molecules  of 
^j-nitrotoluene  must  occur  in  their  formation. 

It  seemed  possible  that  this  condensation  might  take  place  through 
the  oxidation  of  one  nitroso-group  at  the  expense  of  the  other,  the 
remaining  nitrogen  atoms  of  two  molecules  uniting  together  to  form 
an  azo-group  : 

2  CH-CeH3(S03Na).NO      ^ 


CH-C^H3(S03Na)-NO 

CH-CgH3(S03Na)-N=:=N-C6H3(803Na)-CH 
CH-C6H3(S03Na)-N02  NOo-C6H3(S03Na)-CH' 

If  this  view  is  correct  the  above  equation  will  represent  the  forma- 
tion of  the  greenest  yellow  of  the  series  (Stilbene  Yellow  8G).  The 
redder  yellows  and  oranges  might  then  be  regarded  as  formed  there- 
from by  reduction  of  the  two  nitro-groups,  first  to  an  azoxy-,  and 
finally  to  an  azo-group. 

To  test  this  hypothesis  we  have  made  use  of  the  following  analytical 
methods  : 

A.  Estimation  of  the  quantity  of  hydrogen  required  for  reducing 
the  dyestuffs  to  diaminostilbenedisulphonic  acid,  employing  for  this 
purpose  titration  with  standard  titanium  trichloride  (Knecht,  J.  >Soc. 
Dyers,  1903,  19,  169;  1905,  21,  292). 
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B.  Estimation  of  the  ethylene  groups  by  determining  the  quantity 
of  standard  permanganate  required  to  oxidise  the  dyestuffs  to  aklehydes 
in  cohi  dihite  aqueous  solution  (Green and  Meyenberg,  Eng.  Pat.,  1431 
of  1898).  As  the  oxidation  takes  place  in  absence  of  acid,  2  molecules 
of  permanganate  are  equivalent  to  1|  ethylene  groups. 

C.  Direct  estimation  of  the  aldehyde  groups  produced  in  B  by 
titration  with  a  standard  solution  of  phenylhydrazine. 

D.  Isolation  and  characterisation  of  the  aldehyde  compounds 
obtained. 

The  reliability  of  methods  A,  B,  and  C  was  checked  by  applying 
them  to  pure  preparations  of  dinitrostilbenedisulphonic  acid  and  of 
Chrysophenine  G,  with  which  compounds  satisfactory  results  were 
obtained. 

In  the  experiments  which  follow  we  have  selected  as  typical  stilbene 
dyestuffs,  Direct  Yellow  ET  (Clayton),  Stilbene  Yellow  8G  and  4G 
(Clayton),  and  Mikado  Orange  (Leonhardt).  These  dyestuffs  after 
suitable  purification  gave  results  which  fully  confirm  the  above 
hypothesis.  Stilbene  Yellow  4G  and  8G  proved  to  consist  almost 
entirely  of  dinitroazodistilbenedisulphonic  acid.  Direct  Yellow  is  less 
pure,  but  appears  to  consist  substantially  of  azoxyazodistilbenedi- 
sulphonic  acid  mixed  with  some  quantity  of  an  azometbine  by-product. 
Mikado  Orange  3R0,  which  could  not  be  obtained  entirely  pui-e,  gave 
results  which  approximate  to  those  required  for  the  disazodistilbene- 
disulphonic  acid.  It  also  contains  considerable  quantities  of  an  azo- 
metbine dyestuff,  which  is  still  under  investigation. 

All  these  dyestuffs  are  therefore  azo-compounds,  and  their  chromo- 
phore  is  doubtless  the  azo-group.  This  explains  their  dyeing  pro- 
perties, which,  if  regarded  as  azoxy-  or  nitroso-compounds,  would  be 
diflScult  to  account  for.  Only  in  one  particular  is  their  constitution 
peculiar,  namely,  in  the  fact  that  they  possess  no  auxochrome  group. 
This,  however,  is  less  remarkable  than  it  would  have  appeared 
formerly,  for  an  increasing  number  of  dyestuffs  is  becoming  known 
(for  example,  Chrysophenine,  Diamine  Golden-yellow,  &c.),  in  which 
no  special  auxochrome  group  occurs,  and  the  view  is  gaining  ground 
that  the  action  of  such  groups  (OH,  NHg,  NMe2,  ifec.)  is  to  be  attri- 
buted to  their  calling  forth  a  more  stable  quinonoid  structure  rather 
than,  as  was  formerly  believed,  to  their  salt-forming  functions.  Such 
strongly  salt-forming  groups  as  SO3H  and  NMcgOH  have  no  auxo- 
chrome effect. 

Stilbene  Yellow  8G  (Clayton). 

This  colouring  matter  is  prepax-ed  by  heating  dinitrostilbenedisul- 
phonic acid  in  caustic  alkaline  solution  at  80°,  with  the  minimum 
quantity  of  glucose  necessary  to  effect  reduction.     A  very  similar  pro- 
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duct  chemically,  but  of  a  much  less  degree  of  purity,  is  obtained  by  the 
oxidation  of  Direct  Yellow  with  sodium  hypochlorite  (Mikado  Golden- 
yellow).  For  the  complete  purification  of  Stilbeue  Yellow  8G  the  dye- 
stuif  was  converted  into  the  pot.-issium  salt  by  precipitation  with 
potassium  chloride  from  a  boiling  aqueous  solution.  The  precipitate 
was  redissolved  and  the  process  repeated  two  or  three  times.  Finally, 
it  was  washed  with  50  per  cent,  alcohol  to  x-emove  potassium  chloride. 
By  this  means  the  colouring  matter  is  obtained  as  a  scarlet,  crystalline 
powder. 

Reduction. — The  quantitative  reduction  with  titanium  trichloride  is 
carried  out  in  the  manner  described  by  Knecht  {loc.  cit.),  employing 
the  indirect  method,  namely,  running  in  an  excess  and  titrating  back 
with  standard  fei-ric  sulphate.  For  each  experiment  O'l  gram  of  dye- 
stuff  was  employed,  which  was  dissolved  in  100  c.c.  of  water  and 
strongly  acidified  with  hydrochloric  acid.  The  solution  was  boiled  until 
free  from  air,  and  while  carbonic  acid  gas  was  led  in,  a  small  excess  of 
titanium  trichloride  added.  After  boiling  for  a  minute,  the  solu- 
tion was  cooled  and  the  excess  of  titanium  trichloride  titrated  back 
with  ferric  sulphate  solution,  using  ammonium  thiocyanate  as  indicator. 
In  applying  this  method  to  the  stilbene  dyestuffs  it  was  found  neces- 
sary to  employ  only  a  small  excess  of  titanium  trichloride.  If  a  large 
excess  is  used,  the  reduction  proceeds  beyond  diaminostilbenedisul- 
phonic  acid,  and  diaminodibenzyldisulphonic  acid  is  obtained.  This 
was  definitely  proved  with  dinitrostilbenedisulphonic  acid,  which 
we  found  could  be  reduced  either  to  diaminostilbenedisulphonic  acid  or 
to  diaminodibenzyldisulphonic  acid  according  to  the  amount  of 
titanium  trichloride  employed.  The  following  are  the  results  obtained 
with  pure  Stilbene  Yellow  8G  : 


Vol.  of 

Per 

centage 

Weight  of 

TiClj  ran  in 

loss 

of  H2O 

Percentage 

No.  of 

dyestulf  (1  c 

.c.  =0-00003085 

Vol.  of 

on 

drying 

of  hydrogen  on 

experiment 

in  grams. 

gram  11). 

TiClg  iised. 

at  150V 

dry  dyestuff. 

1 

0-1 

60  c.c. 

51-4  c.c. 

1-6 

1-66 

2 

0-1 

57   „ 

52-6  „ 

1-6 

(mean  of 

3 

0-1 

56  „ 

5.3-2  „ 

1-6 

last  three 

4 

0-1 

57  „ 

53-0  „ 

1-6 

exjieriments) 

The  compound, 

CH-0,H3{S03K).N: 


:N.C,H3(S03K)-CH 


CH-C6H3(S03K)-N02     N02-C6H3(S03K)-CH 

requires  for  reduction  to  diaminostilbenedisulphonic  acid  1'69  per  cent, 
of  hydrogen. 

Oxidation. — The  titration  of  stilbene  dyestuffs  with  potassium  per- 
manganate is  carried  out  in  the  following  way  :  0'15  to  0"2  gram  of 
the  dyestuff  is  dissolved  in  150  c.c.  of  water,  the  solution  thoroughly 
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cooled,  ami  a  volume  of  standard  permanganate,  about  three-quarters 

of  the  total  quantity  required,  is  plowly  run  in.     The  mixture  is  then 

heated  to  precipitate  the  colloidal  manganese  dioxide  and  filtered.     The 

filtrate  and  washings  are  concentrated  to  about  half  the  former  bulk, 

cooled,   and  the   titration  completed    by  slowly  adding  a  solution  of 

potassium   permanganate  one-quarter  the  strength  of  that  fii'st  used. 

The  end-point  is  reached  when  two  or  three  drops  of  the  liquid,  after 

tialting  out  manganese  dioxide  with  potassium  chloride,  retain  a  pale 

pink  colour.     The  following  results  were  obtained  with  pure  Stilbene 

Yellow  8G  : 

Percentage 


"Weight  of 

Vol.  of  KMn 

O4 

loss  of  H2O 

Percentage  01 

No.  of 

(lyestuff 

required  (1  c.c 

.  = 

on  drying         oxygen  on 

experiment. 

in  grams. 

0-000466  gram 

0). 

at  150°.         dry  dyestuff. 

1 

0-2 

28 -9  c.c. 

1-6        -) 

2 

0-2 

28-8    ,, 

1-6 

6-84 

3 

0-2 

29-0   ,, 

1-6 

"(mean  value) 

4 

0-2 

28-9    „ 

1-6 

The  equation 

CH.C,H3(S03K)-N===N-CeH3(S03K).CH  ^ 

CH-C6H3(S03K)-N02     N02-C,H3(S03K)-CH         '' 

^^<C:H:|so:Ki-CHO  +  2C,H3(S03K)(N0,).CH0 
requires  6 "75  per  cent,  of  oxygen. 

Separationand  Examinationof  Oxidation  Products. — Thirty-eight  grams 
of  pure  Stilbene  Yellow  8G  were  dissolved  in  2000  c.c. of  water.  The  solu- 
tion was  cooled  with  ice  and  oxidised  with  a  cold  solution  of  16  "8  grams  of 
potassium  permanganate  in  2000  c.c.  of  water  which  was  slowly  run 
in.  After  heating  to  coagulate  the  manganese  dioxide,  the  solution 
was  filtered,  neutralised  with  hydrochloric  acid,  and  concentrated  to  a 
small  bulk.  On  cooling,  the  product  separated  as  a  semicrystalline, 
pale  yellow  solid.  This  proved  to  be  a  mixture  of  the  potassium  salts 
of  nitrohenzaldehydesulphonic  acid  and  of  azohenzcddeJtydesulphonic 
acid.  The  latter  substance  could  be  separated  from  the  mixture  by 
making  use  of  its  less  solubility  in  dilute  alcohol  or  in  aqueous 
solutions  of  potassium  chloride.  The  nitrobenzaldehydesulphonate 
was  obtained  in  our  earlier  experiments  by  extracting  the  mixture 
with  absolute  alcohol,  in  which  it  is  slightly  soluble,  whilst  the 
azobenzaldehydesulphonate  remains  undissolved.  A  better  method, 
found  later,  consists  in  making  use  of  the  different  behaviour  of  the 
two  aldehydes  towards  benzidine  in  an  aqueous  solution  rendered  acid 
with  hydrochloric  acid.  Under  these  conditions,  only  the  azoaldehyde 
combines,  and  after  sep.arating  the  insoluble  dark  brown  azomethine 
compound,  and  removing  excess  of  benzidine  with  potassium  sulphate, 
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the  nitroaldehyde  can  be  obtained  as  potassium  salt  from  the  neutral- 
ised and  concentrated  filtrate.  This  method  of  separation  is  so  sharp 
that  by  employing  a  1  per  cent,  solution  of  benzidine  hydrochloride 
it  is  possible  to  titi-ate  the  amount  of  azoaldehyde  in  a  given  mixture, 
especially  if  ^^-aminodiplionylamino  is  u.-5ed  as  indicator.  The  latter 
base  gives  in  acid  solution  an  insoluble,  dark  violet-blue  precipitate 
(azomethine  condensation  product)  with  the  azoaldehyde,  but  little  or 
no  coloration  with  the  nitroaldehyde.  Also,  with  other  bases,  the  two 
aldehydes  behave  differently.  Thus,  in  mineral  acid  solution  p-phenyl- 
enediamine  gives,  with  the  azoaldehyde,  a  reddish-brown  azomethine 
compound,  but  no  coloration  with  the  nitroaldehyde.  The  phenylhydra- 
zone  of  the  azoaldehyde  is  reddish-brown,  whilst  that  of  the  niti-oalde- 
hyde  is  orange.  On  alkaline  reduction,  the  two  aldehydes  also  show 
distinctive  reactions  ;  thus  when  a  pai'ticle  of  zinc  dust  is  added  to  a  solu- 
tion of  the  azoaldehyde  mixed  with  an  excess  of  sodium  hydroxide,  a 
litmus-blue  coloration  is  obtained,  whilst  under  the  same  conditions  the 
nitroaldehyde  only  gives  a  yellow  colour. 

Potassium  A:-iiitroheiizaldehyde-'2-sulphonate,  N02*C,;H3(S0.5K)'C1L0, 
was  obtained,  as  above  described,  in  the  form  of  slender,  colourless 
needles  or  stout  prisms.  It  gave  identically  the  same  i-eactions  as  the 
product  obtained  by  the  oxidation  of  dinitrostilbenedisulphonic  acid 
(Green  and  Wahl,  Ber.,  1897,  30,  3097).  On  heating,  it  deflagrates 
suddenly.     Analysis  gave  : 

Found,  N  =  5-5  and  5-4  ;  S=  11-74  and  11-94. 

C-H^O^NSK  requires  N  =  5-2  ;  S  =  1 1  -9  per  cent. 

Reduction  with  titanium  trichloride  gave  the  following  results  : 

Hydrogen  used,  2-17,  21 7,  and  2-21. 

CyH^O^NSK  requires  hydi'ogen  used  =  2-23  per  cent. 

(The  substance  used  in  the  last  reduction  was  a  purer  preparation.) 
Fotassiuni  azohenzaldehydesulphonate, 

J.  /C,H3(S03K)-OHOr4:2.1] 

^  2\C6H3(S03K)-CHO[4  : 2  ':  1]' 
was  obtained  as  a  buff,  crystalline  solid,  which  appears  to  exist  in  two 
modifications.  One  of  these  is  easily  soluble,  the  other  somewhat 
sparingly  so  in  cold  water.  The  colour  reactions  of  this  aldehyde,  which 
have  already  been  described,  are  very  characteristic.  With  a  large 
variety  of  primary  bases,  it  readily  gives  azomethine  compounds. 
Analysis  gave  : 

N  =  6-05  and  5-94. 

Cj^HgOjjNgSjK.,  I'equires  N  =  5-91  per  cent. 
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Reduction  with  titanium  trichloride  gave  the  following  results 

Hydrogen    required  (mean  of    two    experiments)  =  0"87.       Theory 

requires  II  =  0'84:  per  cent. 


Stilbene  Yellow  iG  (Clayton), 

This  dyestuff  is  prepared  in  a  very  similar  way  to  the  8G  brand, 
only  the  reduction  is  carried  a  little  further  by  employing  somewhat 
more  glucose  in  order  to  obtain  a  rather  I'edder  shade.  The  following 
experiments  show  that,  like  the  8G  brand,  it  consists  substantially  of 
the  dinitroazodistilbenedisulphonate, 


CH-C,H3(S03Na)-N: 


:N-C,H3(S03Na)-CH 


CH-C^H3(S03Na)-NOo      N02-C6H3(S03Na)-CH' 

though  containing  in  addition  a  small  quantity  of  the  corresponding 
azoxyazo-compound.  The  purification  was  conducted  in  the  same  way 
as  above  described.  The  pure  potassium  salt  of  the  dyestuff  was  ob- 
tained as  a  scarlet,  semi-crystalline  powder. 

Reduction. — Same  method  as  used  above. 


Vol.  of 

Percentnge 

Percentage 

Weight  of 

TiCls  run  in 

loss  of  HjO 

of  hydrogen 

Ko.  of 

dyestuff    (1 

c.c.  =0-000046 

Vol.  of 

on  drying 

on  pure 

experiment. 

in  grams. 

gram  H). 

TiClj  used. 

at  150^ 

dyestuff. 

1 

0-1 

37-3  C.C. 

34-7  c.c. 

1-5 

2 

01 

39-9   „ 

34-6   „ 

1-5 

1-61 

3 

0-1 

50-0    „ 

34-4   „ 

1-5 

-    (mean 

4 

0-1 

35-4   „ 

34-3    „ 

1-5 

value) 

5 

0-1 

35-4   ,, 

34-4   „ 

1-5 

The  theoretical  quantity  of  lij  drogen  required  by  potassium  di- 
nitroazodistilbenedisulphonate  for  its  reduction  to  diamiuostilbene- 
disulphonic  acid  is  1'69  per  cent. 


Oxidation. — 

Same  methc 

)d  as  above  mentio 

ned. 

No.  of 
experiment. 

Weight  of 
dyestuff 
in  gi-ams. 

Vol.  of  KMnO^ 
required  (1  c.c.  = 
0-000662  gram  0). 

Percentage 

loss  of  H.2O 

on  drying 

at  150°. 

Percentage  of 

oxygen  on 

dry  dyestuff. 

1 
2 
3 
4 
5 

0-1 

0-1 
0-1 
0-1 
0-1 

9-7    c.c. 
9-85   „ 
9-75   „ 
9-8     „ 
9-7      „ 

5-7 
5-7 
5-7 
5-7 
5-7 

6-85 
"(mean  value) 

Another   series   of    determinations    made    with     a    different    per- 
manganate solution  and  another  preparation  of  the  dyestuff  gave  the 


following  results 
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Percentage 

Weight  i)f 

Vol.  of  KMnO^ 

loss  of  11.^0    rorccntage  of 

No.  of 

dyustuir 

leciuiicd  (1  c.f.  = 

on  drying         oxygen  on 

expeiiinent. 

ill  f^rains. 

0-000U)6  gram  0). 

at  150°.        dry  dycstulf. 

6 

0-2 

29-0  c.c. 

1-6         ^ 

rtJ                 6-85 

7 

0-2 

29-1    „ 

8 

0-2 

28-8   „ 

I'G            (iiiciiii  value) 
1-6         J 

9 

0-2 

28-8   „ 

The  equation 

==N-C,;H3(S03K)-C1T  _ 

CH-CgH3(S03K)-NO,     NO,.-C^H3(S03K)-CH  '^  "   •^~ 


CH-C,H3(S03K).N: 


^•<c:S:(So:K)'.CHO  +  2N0,.C,H3(S03K).CH0. 
requires  6"75  per  cent,  of  oxygeu. 

Separation  and  Examination  of  the  Oxidation  Products. — A  quantity  of 
Stilbene  Yellow  4G (sodium salt)  wasoxidisedwiththetheoreticalquantity 
of  potassium  permanganate  in  cold  dilute  aqueous  solution  in  the  manner 
already  described  on  page  1605.  The  solution  after  filtration  from 
manganese  dioxide,  neutralisation,  and  concentration,  gave  a  product 
which  proved  to  be  a  mixture  of  the  two  aldehydes,  whose  forma- 
tion is  indicated  by  the  foregoing  equation. 

Sodium,  nitrobenzaldehydesulphonate  was  obtained  as  a  colourless, 
crystalline  jDOwder  by  extracting  the  above  mixture  of  the  sodium 
and  potassium  salts  of  the  two  aldehydes  with  absolute  alcohol. 
It  gave  the  same  reactions  as  the  product  obtained  from  the  8G 
colouring  matter,  and  as  nitrobenzaldehydesulphonic  acid  prepared 
from  dinitrostilbenedisulphonic  acid.     On  analysis  : 

N'  =  5-7  and  5-55. 

CyH^O^NSNa  requires  N'  =  5'o4  per  cent. 

The  azobenzaldehydesulphonic  acid  was  obtained  as  the  potassium 
salt  from  the  crude  aldehyde  mixture  by  submitting  the  latter  to  a 
series  of  fractional  precipitations  from  aqueous  solution,  first  by  means 
of  alcohol  and  later  by  means  of  potassium  chloride.  Finally,  to 
remove  traces  of  the  latter  salt,  the  product  was  washed  with  50  per 
cent,  alcohol.  The  potassium  salt  is  thus  obtained  as  an  easily  soluble 
buff,  crystalline  powder  which  exhibits  all  the  reactions  already 
described.     Analysis  gave  : 

N  =  5-94  and  5-78;  S  =  13-26  and  13-28  ;  K  =  16-36  and  16-99. 
Ci^HgOgNgSaK^  requires  N  =  5-90  ;  S  =  13-50  ;  and  K  =  16-46  per  cent. 

Reduction  with  titanium  trichloride  gave  the  following  results  : 

Hydrogen  required  (mean  of  4  determinations)  =  0'81. 
Theory  requires  0  85  per  cent. 
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Direct  Yellow  RT  (Clayton). 

The  colouring  matters  which  occur  in  commerce  under  the  names  of 
Direct  Yellow,  Curcumine  S,  Sun  Yellow,  and  Naphthamine  Yellow 
are  obtained  by  heating  /)-nitrotoluenesulplionic  acid  with  an  excess  of 
sodium  hydroxide  for  several  hours  at  temperatures  between  60°  and  80°. 
We  have  selected  for  examination  the  KT  brand  of  the  Clayton  Aniline 
Co.  Commercial  Direct  Yellow  is  a  far  less  pure  product  than  the 
Stilbene  Yellows  already  dealt  with.  It  always  contains  in  addition 
to  other  impurities  considerable  quantities  of  an  azomethine  compound. 
This  by-product,  which  is  also  a  yellow  dyestuff,  reacts  with  phenyl 
hydrazine  giving  an  orange  hydrazone.  Moreover,  by  the  action  of 
nitrous  acid  it  yields  a  diazo-compound  which  gives  red  dyestulfs  when 
combined  with  /3-naphthol.  These  reactions  are  readily  performed  on 
the  cotton  fibre  dyed  with  commercial  Direct  Yellow.  The  removal  of 
this  by-product,  which  appears  to  be  constituted  analogously  to 
Curcuphenine  (Ti-ans.,  1904,  85,  1426),  is  extremely  difficult,  and 
necessitates  a  somewhat  tedious  purification.  For  this  purpose  the 
dyestuff  was  precipitated  as  the  sparingly  soluble  calcium  salt,  which 
was  repeatedly  extracted  with  large  quantities  of  boiling  water,  and 
then  converted  into  the  potassium  salt  by  boiling  with  potassium 
carbonate.  From  the  solution  the  potassium  salt  was  salted  out  by 
the  addition  of  potassium  chloride,  redissolved,  and  salted  out  afresh 
several  times.  The  colouring  matter  was  then  dried,  powdered,  and,  in 
order  to  remove  potassium  chloride,  washed  with  50  per  cent,  alcohol 
and  again  dried  ("  Preparation  A  ").  Another  method  of  purification 
employed  consisted  in  treating  the  dyestuff  in  acid  solution  with  a 
small  quantity  of  sodium  nitrite  (10  grams  required  1  c.c.  of  NjX 
NaNOg),  followed  by  phenyl  hydrazine  in  equivalent  quantity,  in  order 
to  decompose  and  remove  the  azomethine  by-product.  The  dyestuff 
was  then  repeatedly  dissolved  and  reprecipitated  with  potassium 
chloride,  finally  washed  with  dilute  alcohol  and  dried  ("  Prepara- 
tion B"). 


Reduction. — Same  method   as   used 
were  obtained  with  preparation  A  : 


above.     The   following  results 


No.  of 
experiment. 

1 
2 
3 
4 


AVeight  of 
dyestuff 
in  grams. 

0-1 
0*1 
0-1 
0-1 


Vol.  of  TiCla 
run  in  (1  c.c.  = 
0-0000888  gi-am  H). 

]3-5  CO. 
13-5   „ 
14-0   „ 
13-8   „ 


Vol.  of 
TiClaUsed. 
11-0  c.c. 
11-0   „ 
11-8   „ 
11-4   „ 


Percentage 

loss  of  HoO  Percentage  of 
on  drying    Hydrogen  on 
dry  dyestuff. 


at  150°. 

7 
7 
7 
7 


1-08 
(mean 
value) 


The  following  results  were  obtained  with  preparatiop  B  and  employing 
another  titanium  solution  : 
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Wciglit  of 

Vol.  of  TiCl^ 

loss  of  IIo 

No.  of 

ilycstiilf 

lui)  ill  (1  c.c.  = 

Vol.  of 

on  drying 

expeniiieiit. 

ill  i,'rains. 

0-0001063  yram  11). 

TiClsUscil. 

at  150". 

5 

01 

12-2  c.c. 

8-85  c.c. 

12 

6 

0-1 

10-9   „ 

9-3     „ 

12 

7 

0  1 

11-1    „ 

8-7     „ 

12 

Percentage 

Pciceiil:igc  of 
Ilydi()f;(in  on 
dry  dyestuff. 
1     1-08 
I-  (mean 

J     V:lllU') 


The  azoxyazodi.stilbenedisulphonale, 


ch-c,H3(S03K).n:n.c,H3(S03K)-ch 

CU-C6H3(S03K)-N-N-CeH3(S03K)-CH' 


O 


requires  for  reduction  to  diaminostilbenedisulphonic  acid  I'll  per  cent, 
of  hydrogen.  Considering  the  difficulty  of  complete  purification,  the 
above  results  agree  sufficiently  closely  with  this  formula-. 


Oxidation. — Same  method  as  used  above, 
obtained  with  preparation  A  : 


The  following  results  were 


No.  of 

expeiinieiit. 

1 

2 

3 


Weight  of 

dyestulf 

ill  grams. 

0-15 

0-15 

0-1.5 


Vol.  of  KMnO^ 
required  (1  c.c.  - 
0-001324  gram  0). 

7-4  c.c. 
7-5   ,, 

7-6   ,, 


Percentage 

loss  of  HoO 

on  drying 

at  150". 

5-4 

5-4 

5-4 


Percentage  of 

oxygen  on 
dry  tlyestutf. 

1         7-0 

j  (mean  value) 


Percentage 

Weight  of 

Vol.  of  KMnO^ 

loss  of  H.,0 

No.  of 

dyestuif 

required  (1  c.c.  = 

on  drying 

experiment. 

in  grams. 

0-000465  gram  0). 

at  150°, 

4 

0-15 

20-9  c.c. 

5-4 

5 

0-1.5 

20-3   „ 

5-4 

6 

0-15 

20-5   „ 

5-4 

The  following  results  were  obtained  with  preparation  B  and  employ- 
ing another  permanganate  solution  : 

Percenta£i-e 

Percenfage  of 

oxygen  on 

dry  dyestuff. 

1  6-8 

j    (lueau  value) 

The  equation 

CH.C,H3(S03K)-N2-C,H3(S03K)-CH  ^ 

CH-q;H3(S03K)-N20-U6H3(S03K)-CH         "^   - 

T^  ^aHo(SO„K)-CHO    ^        ^^CcH3(S03K)-CHO 

requires  7'1  per  cent,  of  oxygen. 

Examination  of  the  Oxidation  Pn'oducts. — We  have  not  yet  effected  a 
separation  of  the  two  aldehydes  indicated  by  the  above  equation.  The 
mixture,  however,  gives  the  characteristic  colour  reactions  of  the  azo- 
benzaldehydedisulphonic  acid  when  treated  with  phenylhydrazine, 
j9-phenylenediamine,  benzidine,  y;-amiuodiphenylaniine,  and  also  with 
zinc  dust  in  presence  of  sodium  hydroxide.      In  order  to  estimate  the 
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aldehyde  groups  in  the  product,  the  mixed  aldehydes  were  titrated 
with  a  standard  solution  of  phenyl hydx'azine  hydrochloride.  For  this 
purpose  the  Direct  Yellow  was  oxidised  with  a  slight  deficiency  of 
permanganate,  and,  after  removing  the  non-oxidised  colour  with  barium 
chloride,  the  filtrate  was  concentrated  and  the  mixed  aldehydes  salted 
out  with  potassium  chloride  and  washed  with  50  per  cent,  alcohol. 
The  product,  dried  at  140°,  was  dissolved  in  hot  water  with  addition  of 
sodium  acetate  and  titrated  with  a  solution  of  phenylhydrazine  hydro- 
chloi-ide  containing  11*1  gi-ams  of  the  base  per  1000  c  c.  The  end- 
point  is  indicated  by  a  spot  on  paper  giving  a  red  margin  when 
brought  in  contact  with  a  drop  of  azobenzaldehydesulphonic  acid 
solution. 

No.  of                 Weight  of  mixed  Vol.  of  phenyl-     Percentage  of  phenyl- 

expeiinient.  aldehyde  taken  in  grams,  hydrazine  solution,     hydrazine  required. 

1  0-213  7-5  c.c.  39-0 

2  0-203  7-8    ,,  42-G 

A  mixture  in  equimolecular  quantities  of  the  potassium  salts  of 
azobenzaldehydesulphonic  acid  and  azoxybenzaldehydesulphonic  acid 
would  require  theoretically  44-8  per  cent,  of  phenylhydrazine.  The 
method  can  only  be  regarded  as  approximate  as  the  end-point  is  rather 
difficult  to  see,  but  the  result  confirms  the  above  equation  for  the 
oxidation  of  the  dyestuif . 


Mikado  Orange  (Leonhardt). 

Various  brands  of  this  dyestuff  are  prepared  either  by  condensing 
ja-nitrotoluenesulphonic  acid  with  sodium  hydroxide  in  the  presence  of 
reducing  agents  or  by  submitting  the  condensation  product  (Direct 
Yellow)  to  alkaline  reduction.  The  most  completely  reduced  product 
appears  to  be  the  3R0  brand,  the  4E,0  and  5K.0  brands  being  prob- 
ably mixtures  of  the  former  with  a  red  dyestuff.  Most  of  our 
experiments  were  performed  with  the  3R0,  but  some  with  the  4E0 
and  5E-0  brands,  from  which  the  red  dyestuff  was  removed.  It  was 
found  that  all  these  dyestuffs  contained  a  large  quantity  of  an 
azomethine  by-product.  The  presence  of  this  compound  is  readily 
shown  by  the  fact  that  on  treatment  of  the  acid  solution  of  the  dye- 
stuff  with  sodium  nitrite  a  portion  of  it  is  decomposed  into  a  diazo- 
compound,  which  gives  a  red  colour  with  yS-naphthol,  and  an  aldehydic 
compound,  which  gives  a  dark  bi-own  hydrazone  with  phenylhydrazine. 
Although  we  have  employed  a  variety  of  purification  methods  we  have 
hitherto  been  unable  entirely  to  remove  this  by-product  and  thus 
obtain  the  Mikado  Orange  in  a  pure  state.  By  repeated  fractional 
precipitation  with  potassium  chloride  and  dilute  alcohol,  the  quantity 
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of  the  by-product  present,  as  shown  by  the  above  tests,  continually 
diminishes,  and  simultaneously  therewith  the  numbers  obtained  on 
reduction  with  titanium  trichloride  approximate  more  and  more  to 
those  required  for  the  formula 

CH'C,H3(S03K)-N:N-CaH3(SO,K)-CH 
CH-CyH3(S03K)-N:N-C6H3(S03K)-CH' 

We  are  continuing  the  investigation  and  hope  later  to  obtain  the 
colouring  matter  in  a  completely  pure  state. 

The  following  results  were  obtained  with  the  potassium  salt  of 
Mikado  Orange  3E,0,  after  several  precipitations  with  potassium 
chloride  and  alcohol  : 


Reduction. — Same  method  as  used  before. 

Weight  of        Vol.  of  TiCl, 
No.  of        dyestnff        run  in  (1  c.c.  =  Vol.  of 

experiment,  in  grams.   0'0000739i2  gram  II).   TiCl;,  used. 

1  0-1  14-3    c.c.  9-8    c.c. 

2  0-1  14-C5   ,,  9-75   ,, 

3  0-1  1405   ,,  9-85   ,, 


Percentage         Per- 
loss  of  IIoO    ccntage  of 
on  drying  hydrogen  on 
at  150°.     dry  dyestulf. 
2-1         ]     0-74 
2"1  r  (mean 

2-1         J    value) 


The  theoretical  quantity  of  hydrogen  required  for  the  potassium 
salt  of  disazodistilbenedisulphouic  acid  of  the  above  constitution  is 
090.  The  expex'imental  results  are  therefore  82  per  cent,  of  the 
theoretical. 


Oxidation. — Same  method  as  used  before. 


No.  of 
experiment. 

Weight  of 
dyestuff 
in  grams. 

Vol.  of  KMn04 
required  (1  c.c.  = 
0-000«05  gram  0). 

Percentage 

loss  of  II2O 

on  drying 

at  150°. 

Percentage  of 

oxygen  on 

dry  dyestulf. 

1 
2 
3 

4 

0-1 
01 
0-1 
0-1 

11 -.5' c.c. 
11-5    „ 
11-45,. 
11-5   ,, 

2-1         ^ 

2-1 

2-1 

2-1         J 

=  7-1 
(mean  value) 

The  equatio 

n 

CH-C,,H3(S03K)-N2-C6H3(S03K)-CH 
CH-CcH3(S03K)-N2-C,H3(S03K)-CH 


+ 


2O2    = 


9N  ^C,H3(S03K)-OHO 
-^^^2\CeH3(S03K)-CHO 

requires  7'24  per  cent,  of  oxygen. 

From  the  product  of  the  oxidation  of  commercial  Mikado  Orange 
3R0  with  permanganate  in  cold  dilute  aqueous  solution  we  were  able 
to  isolate  two  aldehyde  compounds  :  (a)  a  very  sparingly  soluble  well- 
crystallising  substance  ;  (b)  an  easily  soluble  compound.  The  first 
gave  a  very  sparingly  soluble  red  phenylhydrazone,  and  is  apparently 
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an  oxidation  product  of  the  azomethine  by-product.     Tlie  second  gave 
the  reactions  of  azobenzaldehydesulphooic  acid, 


^  /'C,H3(S03K)-CHO 
^  2^a,HJS0..K)-CH0' 


the  formation  of  which  is  indicated  by  the  above  equation. 

Our  thanks  are  due  to  the  Clayton  Aniline  Co.,  Ltd.,  .ind  to  the 
Farbwerk  Miihlheim  for  kindly  supplying  us  with  the  dyestuffs 
examined. 

Dkpartment  of  Tinctorial  Chemistry, 
University  of  Leeds. 


CLXIII, — 17ie    Explosive    Comhustiori   of  Hydro- 
carbons.    II. 

William    Arthur    Bone,   Julien   Drugman,  and    Georgk   William 

Andrew. 

In  a  previous  paper  on  this  subject  (this  vol.,  p.  660)  we  discussed  the 
results  of  a  series  of  experiments  on  the  propagation  of  a  flame  under 
ordinary  conditions  ("inflammation")  through  mixtures  of  typical 
hydrocarbons  with  amounts  of  oxygen  insufiicient  for  complete  com- 
bustion, from  which  it  was  argued  that  there  is  no  essential  difference 
between  the  mechanism  of  combustion  above  and  below  the  ignition 
point,  inasmuch  as  both  phenomena  involve  the  initial  formation  of 
hydroxylated  molecules. 

The  proof  of  this  proposition  depended  chiefly  on  two  sets  of  facts, 
namely  : 

(1)  The  remarkable  contrast  between  the  behaviour  of  an  olefine 
and  that  of  the  corresponding  paraflin  when  exploded  with  a  proportion 
of  oxygen  represented  by  the  expression  Qx^y  +  xjiO^,  and  (2)  the 
phenomena  associated  with  the  inflammation  of  a  mixture  of  an  olefine 
with  much  less  oxygen  than  this  expression  requires,  for  example, 
3C2H4  +  2O2. 

Having  established  these  main  facts,  it  seemed  important  to  investi- 
gate the  behaviour  of  mixtures  of  ethane  and  oxygen,  and  ethylene  and 
oxygen,  corresponding  to  CgH^  -f  Oo  and  2)0^^  +  20.,  respectively,  by 
a  method  which  would  allow  of  some  discrimination  between  the 
various  combustion  products,  according  as  they  arise  at  an  earlier  or 
later  stage  in  the  flame.  The  method  consisted  in  a  careful  comparison 
of  the  phenomena  associated  with  the  passage  of  a  flame  through  a 
given  explosive  mixture  sealed  up  in  glass  vessels  of  gradually  diminish- 
ing surface  area  per  unit  volume,  the  argument  being  that,  provided 
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tlie  whole  of  tho  mixture  is  actu;illy  '■  inllainod,"  the  primary  products 
will  tend  to  accumulate  the  more  the  llame  is  subjected  to  the  cooling 
influence  of  the  walls  of  the  containing  vessel,  and,  conversely,  will  be 
more  and  more  replaced  by  secondaiy  products  as  this  cooling  action 
is  diminished.  These  experiments  have  yielded  very  interesting  results, 
which  are  entirely  in  accordance  with  the  theory  advanced  in  the 
previous  paper. 

Hitherto  we  have  refrained  from  discussing  the  subject  of  "  de- 
tonation," except  quite  incidentally  in  connexion  with  other  ma.tters, 
because  of  the  dilliculty  of  obtaining  any  crucial  evidence  as  between 
our  own  views  and  other  possible  theories.  Experiments  on  the 
detonation  of  an  equimolecular  mixture  of  ethylene  and  oxygen,  or 
of  acetylene  and  oxygen  (see  Lean  and  Bone,  Trans.,  1892,61,873, 
and  Bone  and  Cain,  Trans.,  1897,  71,  2G),  afforded  no  crucial  data, 
because  the  results  obtained  can  be  explained  either  by  our  theoi-y  or 
on  the  supposition  of  a  preferential  burning  of  carbon.  Since  the 
publication  of  our  last  paper,  however,  we  have  succeeded  in  setting 
up  "  detonation  "  in  mixtures  of  ethane  and  oxygen  and  butane  and 
oxygen,  corresponding  to  CgH^  +  Og  and  C^Hj^,  +  40.,  respectively. 

The  results  obtained  enable  us  to  advance  the  main  question  a 
stage  further,  inasmuch  as  they  indicate  that  there  is  probably  no 
essential  difference  between  "  detonation  '  and  "  ivjlmnmation"  so  far 
as  the  result  of  the  initial  encounters  between  individual  molecules  of 
hydrocarbon  and  oxygen  is  concerned.  In  other  words,  the  new  facts 
afford  an  experimental  basis  for  the  belief  that  the  theory  outlined  in 
our  previous  paper  truly  represents  the  mechanism  of  "detonation  "  as 
well  as  of  ordinary  "  inflammation." 

I.   Discrimination  between  the  Various  Products  obtained  in  Ordinary 

Hydrocarbon  Flames. 

These  experiments  were  all  carried  out  with  mixtures  of  either  ethane 
and  oxygen,  or  ethylene  and  oxygen,  corresponding  to  C.2Hg  +  02  and 
3C.2H4  +  20.1  respectively.  For  the  sake  of  brevity,  we  shall  confine 
our  remarks  to  a  series  of  typical  comparative  experiments  with  each 
mixture  in  which  three  difterent  vessels  were  employed,  since  they  bring 
out  very  clearly  all  the  salient  features  of  our  results.  In  each  experi- 
ment, the  mixture  under  investigation  was  inflamed  in  one  of  the  three 
following  vessels  : 

A.  Spherical  Glass  Globe  of  stout  borosilicate  glass,  internal  diameter 
=  8'5  cm.,  volume  =320  c.c.  The  mixture  was  ignited  by  a  spark  at 
the  centre  of  the  vessel.     The  area  of  the  internal  walls  =  226  sq.  cm., 

and  the  ratio ,  hereafter  called  the  "  cooling  factor," 

Volume 

=  0-7. 
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B.  Borosilicate  Glass  Cylinder.  Length  =  1*5  metres,  internal  dia- 
meter =20  mm.,  volume  =  470  c.c,  area  of  cooling  walls  =  940  sq. 
cm.,  and  ^'  cooling  factor'^  =  2'0. 

The  mixture  was  tired  by  a  spark  passed  between  wires  at  one  end  of 
the  cylinder,  and  the  flame  travelled  down  its  whole  length  and  was 
finally  extinguished  at  the  other  end. 

C.  Borosilicate  Class  Cylinder.  Length  =  0 '6 7  metre,  internal  dia- 
meter =12-5  mm.,  volume  =  80  c.c,  area  of  cooling  walls  =  250  sq. 
cm.,  and  ^^ cooling  factor"  —-30.  As  in  the  previous  case,  the 
mixture  was  inflamed  by  a  spark  at  one  end  of  the  cylinder. 

Each  of  the  vessels  was  provided  with  suitable  inlet  and  outlet  tubes 
of  capillary  bore,  which  facilitated  the  .sealing  up  of  the  whole  arrange- 
ment after  the  gases  had  been  introduced  at  the  desired  experimental 
pressure,  a  very  necessary  precaution  against  loss  of  gas  during  the 
explosive  combustion. 

In  tabulating  the  various  results  we  shall  make  use  of  : 

;>j  =  initial  pressure  of  the  "  niti'ogen-free  "  original  mixture  before 
firing. 

JO2  =  fiii'il  pi'cssure  of  the  "nitrogen-free"  cold  products. 


(i)  Experiments    with    an    Equiviolecular    Mixture    of  Ethane  and 

Oxygen. 

C.^H^  =  49-5  and  Oo  =  50-5  per  cent. 

In  the  case  of  this  mixture  it  will  only  be  necessary  to  consider  the 
results  of  typical  comparative  experiments  with  the  larger  globe,  A,  and 
the  long  cylinder,  i>,  respectively,  because  the  enhanced  cooling  effect 
obtained  in  passing  from  B  to  the  narrower  c}  linder,  C,  usually  brought 
about  the  extinction  of  the  flame  after  it  had  travelled  a  short  distance 
from  its  origin. 

(a)  When  the  mixture  was  fired  in  the  long  cylinder,  B,  at  an  initial 
pressure  of  701  mm.,  a  bright  flame  slowly  travelled  down  its  whole 
length  at  a  rate  of  half  a  metre  per  second.  There  was  no  sign  of  any- 
thing approaching  "  detonation,"  but  the  Avhole  of  the  mixture  was 
actually  inflamed,  and  from  a  photographic  record  it  was  estimated 
that  each  successive  layer  of  gas  remained  incandescent  for  from  y^jth 
to  aV^^  ^^  ^  second.  Some  carbon  separated  in  the  flame,  and  much 
water  condensed  on  cooling.  The  ratio  Pi^jpi  was  1'45,  and  on  sub- 
sequently rini^ing  out  the  cylinder  with  distilled  water,  and  applying 
Schiil's  test  to  the  rinsings,  a  very  strong  aldehydic  reaction  was 
obtained.  The  gaseous  products  contained  as  much  as  5'0  per  cent,  of 
acetylene  and  2*65  per  cent,  of  ethylene, 

{h)  In  the  comjjurative   experiment  with  the    large  globe,    at   an 
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initial  pi'cssure  of  651  mra.,  a  lurid  llaiiie  instantly  tilled  the  ves.sel. 
There  was  a  much  greater  .se})aration  of  carl>ou  than  was  observed  with 
the  cylinder,  but  less  water  condensed  on  cooling.  The  ratio  pojPi  was 
now  as  high  as  1"73,  a  clear  indication  that  the  longer  duration  of  the 
flame  had  increased  the  yield  of  gaseous  products  at  the  expense  of 
steam  and  aldehydes.  Another  noticeable  feature  about  the  results  was 
the  very  small  quantity  of  acetylene  and  ethylene,  015  per  cent,  only, 
in  the  gaseous  products.  On  applying  Schiff's  test  to  the  rinsings,  a 
much  fainter  aldehydic  reaction  was  obtained  than  in  the  previous 
experiment,  although  it  was  still  quite  distinct. 

The  influence  of  "cooling"  was  further  demonstrated  in  another 
way  by  repeating  the  experiment  with  the  globe  at  a  much  lower 
initial  pressure  (448  mm.),  when,  of  course,  the  flame  temperature 
would  be  lower.  The  flame  again  tilled  the  bulb,  much  carl)on 
separated,  but  more  water,  aldehydes,  and  unsaturated  hydrocarbons 
were  formed  than  at  higher  pressures,  and  the  ratio  po//?i  fell  to  1"61. 
By  again  reducing  the  initial  pressure  to  250  mm.,  the  ratio  jo^//?!  fell 
to  1'52,  and  the  condensed  products  further  increased.  Lowering  the 
pressure  had  therefore  much  the  same  influence  upon  the  flual  result 
as  increasing  the  cooling  action  of  the  walls  of  the  containing  vessel. 

The  results  of  those  typical  experiments  are  I'eproduced  l)elo\v  : 


Vi 

Pi 

P-JPx 

„  s  r  CO.,  . 

Ir  I  i     CO   . 
c'g  i  =  I  C.,Ho 

o    S    c:  —  ^    ( '  11 


Original  mixture   ... 
Final  products    


Difference    

Percentage  difference 


(a). 
Long  cylinder. 


701  mm. 
1018    „ 
1-45 


4-20 
34-80 
5-00\ 
2-65J 
8-85 
44-50 


7-6f 


Units  of 


/■ 

^   -^ 

0. 

H. 

0. 

694 

1041 

354 

64-3 

738 

220 

51       303     134 


7-6 


29   37-8 


(h). 
Lar"e  globe. 


685  mm. 
1187    „ 
1-73 


3 

30 


7 
53 


40 
10 


25 

05 


Units  of 


C.        H.       0. 

678  1017  346 
558   805  255 


120       212 


91 


18 


20   27-5 


448  mm. 
724    „ 
1-61 


4-00 
34-10 

2-25 

6-85 
52-80 


Units  of 


C. 

H. 

0. 

443 

665 

226 

358 

502 

152 

85     163       74 


19    24-5    3-2-8 


The  above  results,  showing  as  they  do  that  water,  unsaturated  hydro- 
carbons, and  aldehydes  are  prominently   produced   during  the  initial 

5  O  2 
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stages  of  combustion  in  ordinary  flames,  whereas  carbon  is,  com- 
paratively speaking,  a  later  product,  are  entirely  in  accordance  with 
the  views  set  forth  in  our  previous  paper.  For  if  the  successive  stages 
in  the  combustion  of  ethane  are  correctly  repi'esented  by  the  scheme 

CoHg   -^     C,H,-OH    — ^    C,H,(0H)2    ->    &c., 

C0H4  +  Kf>        CHg-CHO  +  HgO 

6h7+co 
C  +  2H2+CO 

it  is  obvious  that  ethylene  would  arise  at  an  early  stage,  for  example, 
as  the  result  of  the  thermal  decomposition  of  ethyl  alcohol,  C2H5*OH  = 
C  H^  +  HgO,  and  it  is  not  difficult  to  explain  the  early  formation  of 
acetylene  also,  since  acetylene  is  a  prominent  decomposition  product  of 
ethylene.  Both  steam  and  aldehydes  would  be  formed  in  large 
quantities  during  the  initial  stages  by  the  decomposition  of  hydroxylated 
molecules,  but  carbon  would  be  a  later  product  of  the  breaking  down 
of  acetaldehyde  and  unsatiuated  hydrocarbons.  The  incandescent 
carbon  so  liberated  would  rapidly  react  with  steam,  so  that  the  longer 
the  duration  of  the  flame,  the  less  the  steam  found  in  the  final 
products. 


(ii)  Experiments  with  a  Mixture  of  Ethylene  and  Oxygen,  3C.,H4  +  20.2. 

Similar  striking  differences  in  the  relative  proportions  of  the  various 
products  according  to  the  rate  of  cooling  were  observed  with  this 
mixture,  as  in  the  foregoing  experiments  with  ethane  and  oxygen,  as 
follows  : 

(a)  When  the  shorter  and  narrower  cylinder  C  was  employed,  the 
flame  rapidly  traversed  the  whole  of  the  mixture.  Some  carbon 
separated,  and  much  water  and  aldehydes  were  formed.  The  ratio  ^>.,/^^ 
was  1407,  and  the  gaseous  products  contained  no  less  than  10  percent, 
of  acetylene,  which  was  undoubtedly  produced  at  a  very  early  stage  of 
the  combustion  process. 

{h)  With  the  longer  and  wider  cylinder  B,  where  the  cooling  would 
be  somewhat  less  rapid,  the  flame  ran  down  the  tube  in  considerably 
less  than  a  second.  There  was  a  sharp  click  when  it  reached  the  far 
end,  but  the  vessel  remained  intact,  and  there  was  no  evidence  of 
detonation.  More  carbon  separated  than  in  the  previous  experiment, 
and  the  gaseous  products  contained  much  less  acetylene,  only  375  per 
cent,  in  fact.  Much  water  condensed  on  cooling,  and  the  rinsings  gave 
a  very  strong  aldehydic  reaction;  about  21  per  cent,  of  the  original 
oxygen  appeared  in  the  condensed  products,  as  compared  with  25  per 
cent,   in  the   previous   experiment,  so   that   the  somewhat    less    rapid 
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cooling  had  a  distinct  influence  on  the  quantities  of  steam  and  aldehydes 
which  survived  the  flame.     The  ratio  ;>^//)j  was  1*44. 

(c)  The  effect  of  retarded  cooling  was  very  marked  in  the  experi- 
ments with  the  large  globe  A.  There  was  a  larger  separation  of 
carbon  and  a  much  less  condensation  of  water  than  in  the  pievious 
experiments,  whilst  the  acetylene  in  the  final  products  did  not  exceed 
0*4  per  cent.  At  the  same  time,  practically  the  whole  of  tlie  aldehydes 
were  decomposed  in  the  flame,  for  when  Schiff's  test  was  applied  to  the 
rinsings,  no  coloration  appeared  even  after  long  standing.  The  ratio 
j>.Jpi  was  now  1'78.  Clearly,  therefore,  the  longer  duration  of  the 
flame  had  brought  about  the  almost  entire  disappearance  of  acetylene 
and  aldehydes,  and  had  greatly  facilitated  the  decomposition  of  the 
steam  by  incandescent  carbon,  so  that  the  final  products  obtained  were 
for  the  most  part  secondary  in  character. 

The  results  of  these  experiments,  which  are  tabulated  below,  are  in 
complete  harmony  with  our  theory  of  combustion,  as  will  be  seen  from 
the  following  scheme  : 


CH2.CH2 


->   CH2:0H(0H)   -^     CH(on):CH(OH) 


2CH20 


Pi-- 
P2--- 
P2/P1 


Sc.2 

OS    4>-> 


ay 


3    rr: 

-  s  - 


■^   -   *  -^ 


SC  p 

o   ~ 


CO"  .. 

CH4.. 

0;.... 


Original  niixtiue 
Gaseous  products 

Difference    


Percentage  difference 


(a). 

Sliort,  lUHTOw 

cylinder,  G. 


753  mm. 
1080    ,, 
1-407 


2-65 
37-35 
10-00 

2-90 

4-15 
42-20 

0-75 


Units  of 


C.       H. 

879     879 
737 


0. 
310 
703     233 


142     176      77 


16       20       25 


Long  cylinder,  />. 


730  mm. 
1053    ,, 
1-44 


2-50 
40-10 
3-75 
1-25 
5-20 
47-20 
nil 


Units  of 

C. 

856 

608 

H. 

856 

676 

0. 

302 

237 

248 

180 

65 

29       21       21 


(c-). 


Large  globe,  ^1. 


756  mm. 
1356    ,, 
1-78 


0-50 
41-45 

0-40 

2-90 

54-75 
nil 


Units  of 


c. 

883 
611 

H. 

883 
819 

0. 

310 

284 

272 

64 

26 

81      7-2     8-4 
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II.   Experimejits    o»     f/ie    Detonation    of   Mixtures    corresponding    to 
CjH,-  +  0.,  and  C^H^q  +  2O2  respectively. 

Detonation  is  not  readily  set  up  in  an  equimolecular  mixture  of 
ethane  and  oxygen,  and  to  ensure  success  we  found  it  necessary  to 
work  at  fairly  liigli  pressures  with  a  stout  leaden  coil  of  rather  large 
diameter,  and  also  to  start  the  explosion  wave  in  a  special  firing-piece 
containing  electrolytic  gas  under  high  pressux'e.  The  arrangement  of 
our  apparatus  is  shown  in  the  accompanying  sketch. 


The  lead  coil,  A,  was  20  feet  long,  31  mm.  external  and  26  mm. 
internal  diameter,  with  a  capacity  of  3100  c.c.  It  was  set  in  position 
in  a  large  water-bath,  so  that  its  contents  could  be  heated  to  the 
boiling  point  of  water  just  before  being  fired  or,  after  the  explosion, 
rapidly  cooled  again  to  the  ordinary  temperature  by  water  from  the 
mains.  One  end  of  the  coil  was  closed  by  a  gun-metal  cock,  B,  such 
as  is  used  in  connection  with  high  pressure  steam  gauges.  Through  this 
cock,  connexion  could  be  established  with  the  capillary  manometer,  M, 
and  also  through  the  stopcock,  N,  with  a  mercurial-  or  water-pump  as 
occasion  demanded. 

The  other  end  of  the  coil  terminated  in  a  large  steel  tap,  C,  of  wide 
bore,  provided  with  a  small  side-tap,  D,  on  the  side  remote  from  the 
coil.  The  tap  C  communicated  with  the  "firing-piece,"  E,  composed 
of  lead  tubing  1*0  metre  long  and  12  mm.  in  diameter,  provided  with 
suitable  firing  wires  fused  in  through  a  stout  glass  piece,  /'.    The  other 
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end  of  the  firing-piece  was  closed  by  the  gun-metal  cock,  G,  similar  in 
design  to  B.  The  capacity  of  the  firing-piece  was  120  c.c,  and  it  will  he 
seen  that  by  closing  the  steel  tap  (\  the  liring-pieco  could  be  filled  with 
electrolytic  gas  at  any  desired  pressure,  after  the  coil  itself  had  been 
tilled  with  the  experimental  mixture.  The  small  side-tap,  D,  allowed 
of  the  gas  previously  in  the  firing-piece  being  swept  out  by  the  electro- 
lytic gas. 

After  the  apparatus  had  been  set  up,  it  was  thoroughly  tested 
as  follows:  (1)  it  was  completely  exhausted  and  allowed  to  stand 
vacuous  for  two  days  in  connection  with  the  manomoter,  but  no 
air  entered ;  (2)  oxygen  was  maintained  in  the  coil  and  firing-piece  at 
4  atmospheres  pressure  for  several  hours  without  any  appreciable 
escape ;  (3)  finally,  the  coil  and  firing-piece  were  filled  at  atmospheric 
temperature  with  an  equimolecular  mixture  of  ethylene  at  a  pressure 
of  680  mm.  On  firing  the  mixture,  detonation  was  set  up,  but  there 
was  no  escape  of  gas,  and  except  for  a  slight  increase  in  the  volume  of 
the  coil  (about  35  c.c), due  to  the  force  of  the  explosion,  the  apparatus 
remained  perfectly  intact.  After  allowing  for  this  slight  increase  in 
volume,  the  "  corrected "  final  pressure  of  the  cold  products  was 
1346  mm.,  so  that  jpo/Pi^  1'98.  Since  the  mixture  CoH^-t-Oo  is  known 
to  yield  carbon  monoxide  and  hydrogen  on  detonation,  CgH^-fO^^ 
[2CH._,0]  =  2C0  4-2Ho,  the  ratio  1-98  showed  that  the  apparatus  could 
bo  relied  on  to  resist  successfully  the  shock  of  detonation  without  any 
outleakage  of  the  gaseous  products. 

(a)    With  the  Mixture  CoHg-f-Oo. 

The  question  at  issue  was,  will  this  mixture  on  detonation  exhibit 
a  preferential  combustion  of  cai'bon,  CoH,. -f- Oo  =  2C0  4- SHg,  or  will 
the  course  of  events  be  essentially  the  same  as  in  ordinary  in- 
flammation 1 

Three  experiments  were  made,  the  first  two  with  a  mixture  contain- 
ing CoHg  =  50'25  and  02  =  49"75  per  cent.,  the  third  with  one 
containing  C.^H,;  =  50' 1  and  O2  =  49'9  per  cent,  respectively,  as  follows  : 

(1)  The  coil  was  filled  at  17°  and  90G  mm.  with  the  experimental 
mixture  and  its  temperature  raised  to  98°.  Meanwhile  the  firing-piece 
was  charged  with  electrolytic  gas  at  2|  atmospheres'  pressure.  The 
connecting  tap,  C,  was  then  opened,  and  five  seconds  later  the 
electrolytic  gas  was  fired.  A  heavy  sound  indicated  the  setting  up  of 
detonation  in  the  electrolytic  gas,  and  at  the  same  instant  a  sharp 
metallic  click  at  the  far  end  of  the  coil  showed  that  the  explosion-wave 
had  been  propagated  through  the  mixture  of  ethane  and  oxygen 
in  the  coil. 

The  hot  water  surrounding  the  cqil  was  rapidly  discharged  through 


1622         BONE,   DRUGMAN,    AND    ANDREW:   THE   EXPLOSIVE 

three  Jarge  syphons,  and  immediately  afterwards  the  bath  was  filled 
up  with  cold  water  from  the  mains,  so  that  within  a  minute  of  the 
explosion  the  contents  of  the  coil  were  cooled  down  to  the  ordinary 
temperature.  The  tap  B  communicating  with  the  manometer  was 
opened,  and  the  pi'essure  I'ead  about  two  minutes  later.  The  mercury 
in  the  manometer  kept  perfectly  steady  for  half  an  hour,  showing  that 
all  joints  and  connections  had  remained  quite  tight.  So  violent  had 
been  the  explosion  that  the  volume  of  the  coil  had  increased  from 
3100  to  3300  c.c,  and  careful  measurement  with  a  pair  of  callipers 
showed  that  its  diameter  had  increased  slightly  throughout  its  whole 
length.  Allowing  for  the  increase  in  the  volume  of  the  coil,  and  for 
the  fact  that  the  products  now  filled  both  coil  and  firing-piece,  the 
"  corrected  "  pressure  of  the  cold  product  was  1700  mm.  or  2^vPi  =  1"86. 

(2)  The  experiment  was  repeated  with  the  same  coil,  the  initial 
pressure  being  1180  mm.  The  firing-piece  was  charged  up  to  3  atmo- 
spheres with  electrolytic  gas.  The  explosion  was  very  violent,  the  coil 
being  visibly  enlarged,  its  volume  increasing  from  3300  to  3900  c.c, 
but  otherwise  it  remained  quite  intact.  Making  due  allowance  for 
this  increase  in  volume,  and  for  the  fact  that  the  products  filled  both 
coil  and  firing-piece,  the  "  corrected  "  pressure  of  the  cold  products  was 
2240  mm.,  so  that  jy^llh  =  1"90. 

On  subsequent  exhaustion,  the  apparatus  sustained  the  vacuum 
perfectly  for  sixteen  hours.  An  examination  of  the  coil  showed  how 
violent  had  been  the  explosion.  The  external  diameter  at  the  end 
nearest  the  connecting  tap  C,  where  the  explosion-wave  entered 
the  coil,  had  remained  31  mm.,  but  20  cm.  along  the  coil  it  had 
already  become  33*5  mm.,  and  for  the  greater  pai't  of  its  length  it  was 
34*5  mm.  The  far  end  nearest  the  cock  B,  the  coil  had  become 
pear-shaped,  the  diameter  at  the  widest  part  being  no  less  than  44  mm. 
So  seriously  had  the  coil  been  .strained  that  it  was  deemed  unsafe  to 
use  it  further,  and  a  new  one  of  similar  internal  dimensions,  but  with 
somewhat  stronger  walls,  was  installed  in  its  place. 

(3)  The  new  coil  had  a  capacity  of  3080  c.c.  The  original  mixture 
was  charged  in  at  a  pressure  of  987  mm.,  and  the  firing-piece  was 
filled  with  electrolytic  gas  at  2|  atmospheres.  The  procedure  was  the 
same  as  in  the  two  previous  experiments.  The  coil  was  expanded  from 
3080  to  3280  c.c.  by  the  explosion.  The  corrected  final  pressure  of 
the  cold  products  was  1802  mm.,  so  ih^i 2hlPi^^'^^- 

(4)  This  experiment  was  designed  to  prove  the  instantaneous  char- 
acter of  the  explosion.  It  will  be  remembered  that  when  the  mixture 
CgHf  +  Og  was  inflamed  in  the  long  glass  cylinder  under  ordinary 
conditions,  the  flame  travelled  quite  slowly  tlu^ough  the  mixture  at 
a  r.ite  of  half  a  metre  per  second.  At  this  rate,  it  would  have  taken 
about  twelve  seconds  to  travel  down  the  coil.     The  contrast  between 
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this  .state  of  thin^.s  and  detonation  is  evident  from  the  foilowing 
desci'iptiou.  After  the  coil  had  been  filled  with  the  mixture  at 
1000  mm.  pressure,  the  pump  and  manometer  connection.s  were 
removed,  and  a  short,  stout  glass  test-tube  was  firmly  attached  by 
means  of  pressure  tubing  to  the  cock  B.  The  cock  was  then 
opened,  and  the  contents  of  the  coil  fired  in  the  usual  manner. 
Instantly  there  w.is  a  deafening  x-eport,  the  test-tube  being  x-educed  to 
fiae  powder.  A  black  sm-jke  was  px'ojected  from  the  coil,  an  indica- 
cation  of  the  libei'ation  of  carbon  during  the  explosion. 

The  iastantaneous  chai'acter  of  the  explosion,  which  was  certainly 
pi'opagated  through  the  gaseous  mixture  with  vei'y  gi-cat  velocity,  and 
its  violence,  as  demonstrated  by  the  enlai-gement  of  the  coil  throughout 
its  whole  length,  leave  little  x'oom  for  doubt  that  the  conditions 
of  the  above  experiments  wex'e  those  of  "detonation"  and  not  of 
ordinary  "  inflammation." 

The  results  of  the  above  experiments  are  tabulated  below  : 


1. 

2. 

3. 

Ih 

p^i 

Ihllh 

906  mm. 
1700    ,, 
1-86 

1180  mm. 
2240    „ 
1-90 

984  mm. 
1802    „ 
1-83 

^=          /CO, 

I-Sfcs     CO- 

slro-sU'.H,  ... 

1-65 
39-00 
1-20 
0-50 
6-65 
51-00 

1-80 
39-10 
0-90 
0-50 
7-70 
50-00 

2-2 
38-1 

1         2-5 

8-1 
49-1 

Units  of 

Units  of 

Units  of 

In  original  mixture.. 
In  gaseous  products. 

Dillcrencc    

C.        H.       0. 
910     1365     451 
862     1131     359 

48       234       92 

5-3         17       20 

C.         H.       0. 

1186     1779     587 
1151  .  1507     488 

35       272       99 

C.        H.       0. 

986     1479     491 
962     1237     383 

24       242     108 

Percentage  difference 

3        15       17 

2-5         17       22 

Considering  now  the  maiu  question  at  issue  in  light  of  the  above 
results,  it  is  clear  that  they  are  decisive  against  the  theory  that  in 
"  detonation  "  a  preferential  combustion  occurs,  for  example. 

On  the  other  hand,  the  great  similaiity  between  these  results  and  those 
obtained  when   the    same    oi'ieinal    mixtui-e   was    "inflamed"    under 
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ordinary  conditions,  warrants  the  view  that  the  mechanism  of  com- 
bustion is  essentially  the  same  in  both  "  detonation  "  and  "  injlamma- 
iion."  Indeed,  it  seems  impossible  to  explain  the  appearance  of  as 
much  as  20  per  cent,  of  the  original  oxygen  among  the  condensed 
products,  and  the  presence  of  from  6  5  to  8"0  per  cent,  of  methane  in 
the  gaseous  products,  in  the  above  experiments,  except  on  the  assump- 
tion that  in  "detonation,"  as  in  ordinary  flames,  hydroxylated 
molecules  are  initially  produced.  The  difference  between  the  true  pheno- 
mena is  probably  mainly  one  of  temperature.  At  tlie  much  higher 
temperature  of  the  explosion  wave,  the  i-eduction  of  steam  by  any 
carbon  lilierated  is  greatly  accelerated,  so  that  less  of  both  these 
products  survive  than  is  the  case  with  oi'dinary  flames. 

The  great  stability  of  methane  at  such  high  temperatures  is  strik- 
ingly demonstrated  by  the  above  results.  Indeed,  it  would  seem  as 
though  the  rate  at  which  methane  is  decomposed  in  the  flame  is  much 
slower  than  that  at  which  the  liberated  carbon  reduces  steam.  We 
surmise  that  with  gradually  increasing  initial  pressures  the  methane 
would  be  more  and  more  decomposed  in  the  flame,  and  in  consequence 
the  steam  more  and  more  decomposed  by  the  carbon  liberated,  until,  at 
some  doubtless  very  high  pressure,  the  final  products  would  consist 
mainly,  if  not  entirely,  of  carbon  monoxide  and  hydrogen,  as  though 
preferential  combustion  of  carbon  had  occurred.  This  is  a  problem 
which  one  of  us  is  now  investigating  with  an  apparatus  especially 
designed  for  high  pressure  work. 

(b)   With  the  Mixture  CJI^q  +  20^. 

It  was  deemed  advisable  to  make  at  least  one  experiment  with  a 
higher  parafliD,  and  for  this  purpose  n-butane  was  selected.  The 
original  mixture  contained  C^HjQ  =  34  0  and  O2  =  66"0  per  cent.  At 
first  we  attempted  to  set  up  detonation  in  this  mixture  at  atmospheric 
pressure,  with  the  firing  piece  charged  with  electrolytic  gas  up  to 
3  atmospheres,  but  without  success.  The  explosion  wave  was,  of 
course,  set  up  in  the  electrolytic  gas,  but  died  out  shortly  after  enter- 
ing the  coil. 

In  the  one  successful  experiment  the  coil  was  filled  with  the  experi- 
mental mixture  at  16°  and  929  mm.,  and  the  firing  piece,  with 
electrolytic  gas  under  3  atmospheres.  The  procedure  was  the  same 
as  in  previous  experiments.  On  firing,  the  explosion  wave  was  pro- 
pagated through  the  whole  mixture,  and  the  violence  of  the  explosion 
caused  an  increase  in  the  volume  of  the  coil  from  3225  to  3450  c.c. 
Allowing  for  this  expansion,  and  the  fact  that  the  products  filled  both 
the  coil  and  firing  piece,  the  corrected  pressure  of  the  cold  products 
was  2170  mm.,  so  that  pg/Pj"  2*33.      The  results  of  this  experiment, 
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which  are  given  below,  entirely  confirmed  those  obtained  with  ethane. 
It  will  be  seen  that  the  gaseous  products  contained  no  less  than 
6-2  per  cent,  of  methane,  and  that  as  much  as  15  per  cent,  of  the 
original  oxygen  appeared  in  the  condensed  products. 

Pi  =  929  mm.,  j)^  =  2170  mm.,  jyjp^  =  2-33. 
per  cent. 
CO..        =    1-70. 
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CO  =44-6- 

C."2l  _     l.n 

C,H,  J  -    ^  ^• 

CH^  =    6-2. 

^H,  =45-6. 


Units  of 

, " , 

C.  H.  (). 

Original  mixture     1264     1580        G13 

Gaseous  Products   1221      1320       521 


Difference    43       260         92 


Percentage  difference...         3-5      16-5         15 


*» 
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CLXIV. — Derivatives  of  Polyvcderit  Iodine.     The  Action 

of  Chlorine  on  Organic  I odo- derivatives,  including 

the  Sid-phoniuin  and  Tetra-substituted  Ammoninmi 

Iodides. 

By  Emil  Alphonse  Werner. 

Since  the  original  preparation  of  o-iodosobenzoic  acid  by  V.  Meyer 
and  Wachter  in  1892  [Ber.,  25,  2632),  and  the  subsequent  discovery 
of  the  remarkable  iodonium  compounds  two  years  later  by  V.  Meyer 
and  Hartmann  [Ber.,  27,  426),  numerous  additions  to  our  knowledge 
of  these  interesting  iodine  derivatives  have  been  made,  particularly  by 
Willgerodt  and  his  pupils. 

As  far  back  as  1886,  Willgerodt  (/.  pr.  Chem.,  [ii],  33,  154)  showed 
that  chlorine  under  ordinai'y  conditions  does  not  displace  the  iodine  in 
iodobenzene,  but  forms  the  addition  compound  Cj^Hj-IClg,  from  which 
iodosobenzene  and  diphenyliodonium  hydroxide  may  be  prepared ; 
indeed,  this  compound  may  be  regarded  as  the  parent  substance  from 
which  all  these  basic  compounds  of  tervalent  iodine  are  derived.  The 
marked  diffei-ence  in  the  behaviour  of  iodine  towards  chlorine,  when 
the  former  is  in  union  with  the  phenyl  or  methyl  group,  for  instance, 
is  very  remarkable,  and  suggests  the  question,  "  is  union  with  a  closed 
carbon  chain  an  essential  condition  for  this  behaviour  of  the  iodine 
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atom."  Willgerodt  and  his  co-workers  have  shown  that  the  presence 
of  difFerent  negative  elements  or  radicles,  such  as  Br,  CI,  NO^,  SOgtt, 
CO'Cj-lIr,,  in  the  benzene  nucleus  does  not  materially  affect  the  power 
of  the  iodine  of  uniting  directly  with  chlorine,  and  this  is  also  true  of  the 
presence  of  the  aliphatic  hydrocarbon  radicles,  such  as  CH3,  C.^Hj,  C3H7, 
C^H,|,  and  CHj^  the  corresponding  iodoso-  and  iodonium-derivatives 
being  obtainable  in  most  cases  from  the  dichloro-addition  compounds 
(Wiljgerodt,  Ber.,  1893,  26,  1532,  1802  ;  Willgerodt  and  Brandt, 
J.  ])}'.  Ghem,  1904,  [ii],  69,  433;  Willgerodt  and  Rampocher,  Ber., 
1901,  34,  3666  ;  Willgerodt  and  Dammann,  Bep:,  1901,  34,  3678). 

In  the  case  of  iodomesityleiie,  both  the  dichloride,  C^H.,(CH3)3*ICl2, 
and  the  iodoso-derivative,  C,-Hg(CH3)3"10,  are  very  unstable  (Willgerodt 
and  Roggatz,  J.  pr.  Citem.,  1900,  [ii],  61,  423). 

More  recently  it  has  been  shown  that  ??i-di-iodobenzene  can  unite  with 
chlorine  in  two  stages  to  form  the  compounds  CgH^I'IClg  and 
0^114(1012)2,  from  which  the  basic  oxides  OgH^I'IO  and  Q^^{\0)^ 
respectively  have  been  prepared  (Willgerodt  and  Desaga,  Ber.,  1904, 
37,  1301),  whilst  fi'om  3  : 4-di-iodotoluene  only  the  compound 
CgHgMel'ICIg  was  obtained  on  chlorioation,  and  the  corresponding 
iodoso-derivative  could  not  be  isolated  (Willgerodt  and  Simonis, 
Ber.,  1906,  39,  269).  These  results  show  that  the  presence  of  a 
methyl  group  in  the  benzene  nucleus  can  destroy  the  tervalent 
power  of  one  of  the  iodine  atoms,  whilst  the  presence  of  three  methyl 
groups  is  capable  of  seriously  impairing  the  tervalent  power  of  even 
the  single  iodine  atom. 

On  the  other  hand,  McCrae  (Trans.,  1898,  73,  691)  easily  obtained 
a  dibromoiodosotoluene  from  the  compound  C-H^Brg'IOlg,  prepared 
from  3:5: 2-dibromoiodotoluene,  and  also  a  tribi'omoiodosobenzene 
from  the  compound  OgHoBrg'IOlg,  prepared  from  1:3:5  : 2-tribromo- 
iodobenzene ;  here  the  presence  of  two  and  three  atoms  respectively  of 
bromine  does  not  sensibly  interfere  with  the  combining  power  of  the 
iodine,  but  again  Willgerodt  and  Ernst  {Ber.,  1901,  34,  3406),  from 
s-di-iodonitrobenzene,  could  only  obtain  the  compound  NOg-OgHgl'IOlg, 
and  the  corresponding  iodoso-  and  iodoxy-derivatives ;  in  this  case,  the 
negative  NO^  group  has  destroyed  the  tervalence  of  one  of  the  iodine 
atoms,  just  as  the  positive  CH3  group  has  done  in  3 : 4-di-iodo- 
toluene. 

All  the  published  work  up  to  the  present,  with  a  single  exception, 
which  will  be  referred  to  presently,  has  been  restricted  to  the  study 
of  the  immediate  derivatives  of  benzene,  excepting,  perhaps,  iodo- 
naphthalene,  which  forms  the  compound,  Cj(,HyI'Cl2,and  iodosonaphtha- 
lene,  C^^B.^'10  (Willgerodt,  Ber.,  1904,  37,  590),  and  iodomethylquinol- 
ine,  from  which  the  compounds  O^f^HgN-lClg,  OjoHgN-IO,  and 
(C,oH,N)2l-OH,  (OH3:I  =  6:8) 
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have  been    prepared    (Willgerodfc    ami    Fri.schinuth,    Ber.y    1905,    38, 
1805). 

The  fact  that  the  iodine  atom  when  in  union  with  the  benzene  and 
the  closely  related  naphthalene  and  quinoline  rings  is  capable  of 
exhibiting  a  property  unassociated  with  the  element  in  its  union  with 
carbon  in  an  open  chain  has  now  been  definitely  recognised.  The 
questions  which  naturally  arise  from  a  consideration  of  this  peculiar 
difference,  in  addition  to  the  one  already  mentioned  are  ; 

1.  Has  the  mass  of  the  radicle  in  union  with  iodine  any  influence  on 
the  occurrence  of  this  property. 

2.  What  changes  in  the  carbon  ring  will  destroy  the  property,  or 
leave  it  unaltered. 

3.  Is  the  property  of  tervalence,  accompanied  by  the  production  of 
baf-ic  bodies,  peculiar  to  the  union  of  iodine  with  carbon. 

With  these  ideas  in  mind,  I  have  made  a  number  of  experiments  on 
the  action  of  chlorine  on  different  organic  iodo-derivatives. 

The  following  open  chain  compounds,  when  subjected  to  the  action  of 
chlorine  in  solution  in  chloroform  or  carbon  tetrachloride,  are  changed 
into  the  corresponding  chlorides  with  separation  of  the  iodine,  namely, 
sec. -butyl-,  tert.-hniyX-,  isoamyl-,  and  7t-hexyl-iodides,  acetyl,  and 
propionyl  iodides.  In  this  series,  we  have  the  combinations  -CHgT, 
l^CHI  and  ^C'l,  the  groups  C^Hj^-  and  CgHj3-,  and  the  negative 
acyl  radicles;  the  results  prove  at  once  that,  all  other  conditions  being 
equal,  neither  the  nature  of  the  radicle,  whether  positive  or  negative, 
nor  its  mass  in  the  case  of  an  open  chain  compound,  has  any  effect  on 
the  valency  of  the  iodine. 

In  these  experiments  the  temperature  was  never  below  -  8°.  While 
the  work  described  in  the  present  paper  was  in  progress,  an  interest- 
ing communication  by  Thiele  and  Peter  (Ber.,  1 905,  38,  2842)  appeared  ; 
these  chemists  have  obtained  methyl  iodochloride  by  the  action  of 
chlorine  on  a  solution  of  methyl  iodide  in  carbon  teti^achloride  and 
light  petroleum  cooled  by  a  carbon  dioxide-ether  mixture  (presumably 
about  —  75°)  ;  the  compound  melts  at  -  28°  and  decomposes  into  methyl 
chloride  and  iodine  monochloride. 

The  iodochlorides  prepared  from  the  higher  homologues  are  much 
less  stable,  thus  sec. -butyl  iodochloi-ide  decomposes  at  —  100°,  and  even 
below  this  temperature  chlorine  libei'ates  the  iodine  from  tert.-hntyl 
iodide  in  the  ordinary  way.  These  experiments  of  Thiele  and  Peter 
show  what  a  wide  gap,  in  the  direction  of  lowering  of  temperature, 
must  be  overcome  before  the  iodine  atom  in  union  with  an  open  carbon 
chain  can  exert  even  in  a  feeble  degree  the  tervalent  power  which  is 
so  readily  brought  into  play  when  in  union  with  the  carbon  ring  of 
benzene. 

It    has  yet  to  be  shown   that    the    dichloride,    CH3*ICl2,  is   not   a 
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molecular  compound  of  the  composition,  CHgCljTCI,  corresponding  to 
the  class  of  derivatives  produced  from  iodine  chloride  to  be  later 
described. 

It  appears  evident  from  the  work  of  Willgerodt  and  his  pupils  that 
almost  any  mono-  or  di-substituted  derivatives  of  iodobenzene  can 
unite  with  chlorine  to  form  iodochlorides,  from  v/hich  iodoso-,  iodoxy-, 
and  iodonium  compounds  may  be  prepared  ;  I  have  made  experiments 
with  a  few  benzene  derivatives  which  do  not  appear  to  have  been 
hitherto  examined,  and  in  each  case  derivatives  of  tervalent  iodine  were 
readily  formed. 

/)-Iodoacetophenone  gives  the  dichloride,  CHg'CO'CijH^'IClo,  and  the 
ioc£oso-compound,  CHg'CO'CgH^'IO ;  ^;-iodoacetanilide  gives  the  du 
chloride,  CHg'CO'NH'C^.H^'IClo,  which  undergoes  partial  fusion  at 
110 — 112°  with  evolution  of  chlorine  (see  experimental  part);  the 
iofZoso-derivative  is  a  buff -coloured  powder  having  a  strong  odour  of 
iodoform. 

Di-iododiphenyl  gives  a  tetrachloride,  from  which  the  tWoso-derivative 
and  the  tetra-acetate,  {C^^11^).tI^{0Ac)^,  have  been  obtained. 

From  the  three  o-,'m-,  and  /)-iodonitrobenzenes,the  corresponding  iodo- 
chloi'ides,  NO^'C^H^-IClo  were  prepared,  when  it  was  found  that  these 
substances  had  already  been  studied  by  Willgerodt  (Ber.,  1893,  26, 
1532,  1802);  the  ortho-compound  melts  at  96°,  the  meta-  at  97° 
(Willgerodt  gives  100—102°)  and  the  para-  at  170°  (not  stated  by 
Willgerodt) ;  in  each  case  there  is  brisk  evolution  of  chlorine  as  the  sub- 
stance melts. 

I  have  noticed,  in  connection  with  the  iodoso-derivatives  produced  from 
these  isomeric  chlorides,  that  the  jo-compound  possesses  distinctly  feebler 
basic  power  than  the  o-  and  m-compounds ;  this  is  rather  remarkable, 
bearing  in  mind  that  the  negative  NO^  group  is  furthest  removed  from 
the  iodiue  in  the  former. 

Professor  Willgerodt  has  expressed  a  desire  to  reserve  for  himself  the 
study  of  the  iodoso-  and  iodonium  derivatives  of  benzene  and  its 
homologues  (Ber.,  1900,  33,  853),  so  that  I  have  made  no  further 
experiments  in  this  direction. 

In  seeking  to  obtain  information  as  to  the  effects  produced  by 
changes  in  the  carbon  ring,  I  was  naturally  led  to  examine  the 
behaviour  of  the  iodo-derivatives  of  thiophen.  The  results  of  my 
experiments  on  a-iodothiophen  (S  :  I  =  1  :  2)  and  di-iodothiophen  show 
that  the  presence  of  the  sulphur  in  the  carbon  ring  prevents  the 
iodine  from  forming  addition  compounds  with  chlorine,  both  substances 
being  decomposed  similarly  to  the  aliphatic  iodides. 

Strangely  enough,  the  presence  of  the  imino-group  does  not  produce 
the  same  effect ;  tetraiodopyrrole,  when  subjected  to  the  action  of 
chlorine  in  glacial  acetic  acid  or  chloi'oform  solution,  yields  the  addition 
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compounds  C^HNI^jCl^  and  CjHNI^.Cl^  without  the  liberation  of  oven 
a  trace  of  iodine.  Although  those  compounds  have  only  been  super- 
ficially examined  so  far,  it  seems  likely  that  only  two  out  of  the  four 
iodine  atoms  have  been  able  to  exert  their  tervalence  ;  the  first  com- 
pound is  probably  C^HNI._,(IUl2).>.  In  connection  with  tho  pyrrole 
compound,  it  is  interesting  to  note  that  Thiele  and  Peter  (Ber.,  11)05, 
38,  2842),  by  the  action  of  chlorine  on  chloroiodofumaric  acid,  have 
obtained   an   iodosochloride,    to   which  they  attribute  the  constitution 

CCl'CO 

MwT  T^M^Oj  i^^  ^^is  case,  the  tervalence  of  the   iodine  is    distributed 

CH'lCl 

between  carbon,  chlorine,  and  oxygen,  in  which  respect  this  compound 

differs   from  all    the  other  organic    derivatives   of    polyvalent    iodine 

hitherto  described.     The  existence  of  such  a  compound   is  of  no  help 

in    predicting   the   probable  behaviour  of  iodine   in   a  ring  compound 

such  as  furfuran,  the  oxygen  analogue  of  thiophen.     The  difficulty  of 

obtaining    iodo-derivatives   of    this  compound   has  debarred  me  from 

securing  any  experimental  evidence  on  this  interesting  point. 

As  regards  the  behaviour  of  iodine  in  union  with  elements  other 
than  carbon,  we  have  undoubted  evidence  of  its  polyvalent  character 
in  such  compounds  as  iodine  trichloride,  iodic  acid,  and  pei-iodic  acid  and 
the  many  derivatives  of  the  latter ;  for  instance,  Blomstrand  {Zeit. 
anorg.  Ckevi.,  1892,  1,  10)  explains  the  constitution  of  the  several 
complex  molybdoperiodates  examined  by  him  on  the  assumption  that 
the  iodine  is  heptavalent,  the  constitution  of  periodic  acid  being 
OII(OH)j;.  All  these  compounds  of  iodine  po.ssess  the  normal  properties 
usually  connected  with  the  presence  of  a  negative  element ;  thus  we 
know  of  no  basic  derivatives  of  iodine  outside  the  class  of  compounds 
prepared  by  V.  Meyer  and  l)y  Willgerodt. 

In  the  hope  of  obtaining  derivatives  of  polyvalent  iodine  in  which 
the  element  is  in  direct  union  with  sulphur  and  nitrogen  re- 
spectively, the  action  of  chlorine  on  the  sulphonium  and  tetra-substi- 
tuted  ammonium  iodides  has  been  examined  ;  in  each  case,  chlorine 
additive  compounds  were  formed,  which,  on  preliminary  examination, 
appeared  to  belong  to  the  type  of  derivatives  sought  for,  but  no  iodine 
bases  could  be  produced  from  them. 

When  chlorine  is  passed  into  an  ice-cold  solution  of  trimethyl- 
sulphonium  iodide  in  glacial  acetic  acid  containing  about  8  per  cent, 
of  carbon  tetrachloride,  a  momentary  liberation  of  iodine  takes  place, 
quickly  followed  by  the  separation  of  a  bright  chrome-yellow  tetra- 
c/i^oro-derivative.  This  substance,  which  has  the  composition 
C^HyCl^lS,  is  produced  in  accordance  with  the  equation 

(CH3)3SI  +  2C1,  ==  (0113)3801,1013. 
This,  it  might  be    expected,  would  involve  the  liberation  of  all  the 
iodine  before  the  trichloride  and  the  subsequent  addition  compound 
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would  be  formed  ;  such,  however,  is  apparently  not  the  case  ;  the 
hvtter,  when  once  formed,  is  produced  almost  as  rapidly  as  the  iodine 
is  liboi-ated,  with  the  result  that  when  the  reaction  is  well  in  progress 
the  proportion  of  free  iodine  in  the  liquid  at  any  time  is  always  com- 
paratively small. 

In  the  case  of  the  tetra-substituted  ammonium  iodides,  the  reactions 
take  place  just  as  readily  with  formation  of  addition  compounds  of 
the  same  type,  and  in  some  instances  the  products  are  almost  as  easily 
formed  from  these  iodides,  using  an  aqueous  solution. 

The  following  compounds,  the  properties  of  which  are  described  in 
the  experimental  part  of  the  paper,  have  been  prepared  and  partially 
studied:  (CH3)3SC1,1C]3,  (C2H,)3SCl,ICl3,  C2H,(C3H.)3NCl,ICl3, 
C,H,(CH3),C2H5,NCl,ICl3,  C,H5N,cXci,ICl3. 

These  compounds  are  quite  stable  at  the  ordinary  temperature ; 
when  heated,  chlorine  is  gradually  evolved  until  two  atomic  propor- 
tions have  been  given  ofp,  when  the  much  more  stable  iodochlorides 
remain,  such  as  (CH3)3SC1,IC1  (m.  p.  103°),  C2Hj,(C3H7)3NCl,ICl 
(m.  p.  94°),  and  CgHsN.CoHg,^!  (m.  p.  35°) ;  these  can  be  obtained 
in  golden-)  ellow  or  orange  crystals  from  solutions  in  alcohol,  glacial 
acetic  acid,  or  hydrochloric  acid.  They  are  particularly  stable  in  presence 
of  the  last  solvent ;  the  compound  C2Hr,(C3Hy)3NCl,ICl,  when  heated 
to  160°  with  a  10  per  cent,  hydrochloric  acid  solution,  crystallises,  on 
cooling,  unchanged  ;  in  the  dry  state  the  substance  does  not  decompose 
until  heated  to  185°. 

These  compounds  are  also  formed  when  the  original  chlorine 
derivatives  are  triturated  carefully  with  a  solution  of  sodium  hydr- 
oxide in  accordance  with  the  equation,  for  instance  : 

C2H5{C3H-)3NCl,ICl3  +  2NaOH  = 

C2H^(C3F7)3NC1,IC1  +  NaCl  +  NaClO  +  HgO  ; 

excess  of  alkali  effects  further  decomposition  with  removal  of  both 
iodine  and  chlorine,  the  former  chiefly  as  iodate,  but  its  action  has  not 
been  fully  investigated  up  to  the  present. 

A  third  method  by  which  these  iodochlorides  may  be  prepared 
consists  in  acting  directly  on  the  sulphonium  or  substituted  ammonium 
chlorides  with  a  solution  of  Schiitzenbei-ger's  compound,  IC1,HC1 ;  in 
this  way  the  following  compounds  were  prepared  :  (C3H7)3HNC1,IC1 
(m.  p.  42°),  (C3H.)2H2NC1,IC1  (m.  p.  45°),  (CH3)jNCl,ICl  (m.  p. 
217°),  (C2H5)^NC1,IC1  (m.  p.  98°),  Cj,H^N,HCl,ICl  (m.  p.  175°), 
(02115)3801,101,  a  viscid,  orange-red  liquid. 

E.  Ostermeyer  {Chem.  C'enir.,  1884,  15,  937),  by  the  action  of 
Schlitzenberger's  compound  on  quinoline  and  on  pyridine,  has  already 
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obtained  derivatives  of  this  kind,  the  composition  of  which  he  re- 
presents by  the  formuUxj  ajH-N,ICl,HCl  (m.  p.  118°)  and 

qHsN.ICl.HCl 

(m.  p.  178°),  that  is,  as  hydrochlorides  of  the  bases  C^H^NjICl  and 
C^HjNjICl  respectively. 

Whether  these  two  classes  of  compounds  hero  described  and  re- 
presented by  the  types  C^HjNjGJI^Ci.ICl.,  and  CsH^N.aHsC^TCl  aro 
to  be  regarded  as  derivatives  of  polyvalent  iodine  is  open  to  question. 
Tf  one  is  to  judge  from  the  conclusions  arrived  at,  as  a  result  of  tho 
investigations  during  recent  years,  on  tho  constitution  of  complex 
compounds,  there  appears  to  be  a  tendency  to  put  aside  the  old  notion 
of  molecular  compounds  and  to  explain  the  constitution  of  most 
of  these  substances  by  attributing  an  increased  valency  to  one  or 
other  of  the  elements  concerned ;  this  is  particularly  the  case  in  con- 
nection with  the  evidence  which  is  brought  forward  in  support  of  the 
basic  properties  of  oxygen. 

Considering  their  methods  of  formation  and  the  properties  of  these 
compounds,  and  particularly  the  ease  with  which  the  iodine  is  removed 
by  treatment  with  caustic  alkali,  I  am  inclined  to  regard  them  simply  as 
molecular  compounds  containing  iodine  trichloride  and  iodine  mono- 
chloride  respectively,  in  union  with  the  different  basic  chlorides.  On 
the  other  hand,  it  may  be  urged  that,  whilst  they  are  quite  distinct 
from  the  iodoso-chlorides  derived  from  benzene  and  its  allied  ring 
compounds,  they  are,  nevertheless,  derivatives  of  polyvalent  iodine  in 
wliich  the  combining  power  of  that  element  is  greatly  weakened  by 
the  particular  conditions  of  constitution,  such  as,  for  instance,  the 
predominance  of  negative  elements  in  the  immediate  surrounding  of 
the  iodine  atom. 

If  Sclultzenberger's  compound,  IC],HC1  *  {Compt.  rend.,  1877,  84, 
389),  bo  considered  as  a  derivative  of  tervalent  iodine,  then  its 
constitution  may  obviously  be  written  thus  : 

in  which  case  the  second  class  of  iodochlorides  might  be  considered  to 

*  This  coinpouud,  wliich  is  quite  as  stable  as  iodinotiicliloride,  may  be  con- 
veniently obtained,  in  solution  as  follows :  50  grams  of  sodium  nitrite  dissolved  in 
120  c.c.  of  water  are  slowly  added  to  50  f;rams  of  potassium  iodide  dissolved  in  200 
c.c.  of  strong  hydrochloric  acid  ;  the  lifinid  is  boiled  under  a  reflux  condenser  until 
all  brown  fumes  cease  to  be  evolved  (Ostermeyer,  loc.  ciL).  Ether  extracts  the 
compound  from  this  solution  and,  on  evaporation,  leaves  it  as  an  orange-red  liquid 
which  is  quite  stable  at  the  ordinary  temperature  if  protected  fmm  the  light, 

VOL.    LXXXIX.  5   P 


1()32         WERNER:    DERIVATIVES   OF    rOI,YVAT-EXT    TODTXE. 

l)e  derived  from  tliis  Rubstnnco  by  the  substitution  of   liydrogen    1))' 
positive  sulphur  or  nitrogen  radieles,  such  as 

(C2H,)3S-I<g|     and     (CJI,),N.I<^j. 

]\Iuch  evidence  is  necessary,  however,  before  such  a  view  of  the 
constitution  of  these  compounds  can  be  definitely  put  forward,  and  in 
the  absence  of  further  evidence  I  prefer  to  consider  these  derivatives 
simply  as  molecular  compounds  of  the  types  already  mentioned. 


Experimental. 

Action  of  Chlorine  on  p-Jodoacetophenone. 

When  chlorine  is  passed  into  a  cold  10  per  cent,  chloroform  solution 
of  this  substance,  there  is  no  separation  of  iodine,  and  the  dichloride  is 
soon  obtained  in  very  pale  yellow,  microscopic  needles  which  melt  at 
90 — 91°.  These  were  washed  with  chloroform  and  dried  by  pressure 
between  bibulous  paper  and  exposure  to  the  air  until  the  odour  of 
chloroform  had  disappeared.  The  yield  was  85  per  cent,  of  the 
theoretical. 

Analysis  gave  CI  =  21 '63. 

CgH.OCloI  requires  CI  =  22-39  per  cent. 

Unlike  most  iodochlorides,  this  compound  on  heating  only  suffers 
partial  loss  of  chlorine,  with  formation  of  probably  a  new  substituted 
derivative. 

The  following  observations  wei'e  made  in  an  experiment  performed 
with  2  grams  of  the  dry  substance. 

At  58°  slight  evolution  of  chlorine  commenced,  at  90 — 91°  fusion 
.set  in,  quickly  followed  by  a  sudden,  brisk  effervescence  at  98°, 
chlorine  and  some  hydrogen  chloride  being  evolved ;  the  temperature 
was  raised  to  125°  without  any  further  evolution  of  gas.  The  residue, 
when  crystallised  from  benzene,  melted  at  116 — 117°,  the  melting 
point  of  ^-iodoacetophenone  being  84°.  (Klingel,  who  first  prepared 
this  compound,  gives  its  melting  point  as  78°.) 

When  the  iodochloride  from  o-iodonitrobenzene  was  heated,  evolu- 
tion of  chlorine  commenced  at  the  outset  (16")  and  continued  slowly 
up  to  96°,  at  which  temperature  the  substance  melts  with  rapid 
evolution  of  chlorine. 

In  an  experiment  using  2  grams,  CI  evolved  =  21 '75. 
CeH^OgNClgl  requires  CI  =  22-18  per  cent. 

Crystallised  from  chloi'oform,  the  residue  melted  at  49°,  which  is  the 
melting  point  of  o-iodonitrobenzene.    In  this  case,  therefore,  the  action 
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of  heat  is  simply  to  expel  the  chlorine,  and  this  appears  to  be  the 
general  result  observed  so  far  by  Willgerodt  with  the  various  iodo- 
chlorides  which  he  has  prepared. 

\)-Iodosoacetophenone,  Cn3C0*CgH^'I0,  is  a  white  powder  melting  at 
101 — 102°,  having  a  very  pleasant  odour  and  easily  prepared  l)y  the 
action  of  sodium  hydroxide  solution  on  the  iodochloride. 

0-248  gave  0-1194  iodine.     1  =  48-14. 

CgH-O^I  requires  1  =  48-47  per  cent. 

Its  basic  power  is  very  feeble,  due  to  the  presence  of  the  acetyl 
group. 

Action  of  Chlorine  on  i>-Iodoacetanilide. 

When  chlorine  is  passed  into  a  5  per  cent,  cold  chloroform  solution 
of  this  substance,  no  iodine  is  set  free,  and  the  aceianilide-'p-ioJo- 
dichloride  quickly  separates  as  a  pale  orange-yellow,  microcrystalline 
powder.  The  yield  is  nearly  theoretical,  as  the  compound  is  almost 
insoluble  in  chloroform. 

Analysis  gave  01  =  2123. 

CgHsONCloI  requires  01  =  21-38  per  cent. 

The  following  points  have  been  observed  in  the  action  of  heat  on 
this  iodochloride,  using  2  grams  of  the  substance.  At  95°  evolution 
of  chlorine  commenced,  at  112°  thex-e  was  sudden  copious  evolution  of 
chlorine  and  partial  fusion ;  as  the  heating  was  continued  the  liquid 
became  dark  orange-red,  and  there  was  no  further  evolution  of 
chlorine  up  to  130°,  when  the  heating  was  stopped.  From  the 
alcoholic  solution  of  the  residue,  two  distinct  sets  of  crystals  were 
obtained  :  {a)  stout,  lustrous  prisms  melting  at  144°,  and  {h)  thin, 
feathery  crystals  melting  at  117°;  the  original  iodoacetaniiide  melts  at 
183°.  In  this  case  again  the  action  of  heat  on  the  iodochloride  has 
not  followed  the  usual  lines,  some  substitution  products  evidently 
being  formed. 

The  tof^oso-derivative,  CHg'OO'NH'O^^H^'lO,  was  prepared  by  acting 
on  the  chloride  with  sodium  hydroxide  ;  it  is  a  buff  powder  having  a 
strong  odour  resembling  that  of  iodoform,  and  easily  yields  a  crystalline 
acetate. 

Action  of  Chlorine  on  Di-iododiphenyl. 

The  di-iododiphenyl  (m.  p.  169°)  was  prepared  from  benzidine  by  the 
aid  of  the  diazo-reaction  in  the  usual  way  ;  it  was  obtained  in  yellowish- 
brown  scales  from  chloroform  solution. 

When  chlorine  was  passed  into  a  10  per  cent,  chloroform   solution, 
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cooled    to   0°,    no    ioilino  was   liberated,    and    the   di-iodotetrachloride 
separated  as  a  reddish-brown  powder. 

Analysis  gave  Cl  =  25'62. 

C^.^HgCl^T.^  I'equires  01  =  25-91  per  cent. 

The  compound  is  unstable,  and  both  chlorine  and  hydrogen  chloride 
are  slowly  evolved  on  standing. 

The  iocZoso-derivative  melting  at  127°  was  obtained  as  a  chocolate- 
brown  powder  by  the  action  of  sodium  hydroxide  on  the  freshly- 
prepared  iodochloride ;  the  compound  itself  was  not  analysed,  but  the 
acetate  was  prepared  by  dissolving  the  oxide  in  hot  glacial  acetic  acid 
and  ev.iporating  to  dryness.  It  was  purilied  by  crystallisation  from 
hot  benzene,  from  which  it  separates  in  almost  colourless,  minute 
crystals  melting  at  203°. 

0-182  gave  0-138  Agl.     I  =  40-09. 

CgoHooOgl^  requires  I  =  39-56  per  cent. 

This  tetra-acetate  decomposes  with  explosive  violence  when  heated 
rapidly  above  its  melting  point. 

I  have  not  further  examined  any  of  these  benzene  derivatives,  my 
immediate  object  being  to  ascertain  whether  these  iodo-derivatives 
were  capable  or  not  of  forming  additive  compounds  with  chlorine.  As 
regards  the  action  of  heat  on  the  iodochlorides,  I  hope  to  examine 
this  change  more  fully  in  the  near  future. 

CIICI 
Action  of  Chlorine  on  Tetraiodo2)yrrole,    i    *    ^NH. 

When  chlorine  is  passed  into  a  cold  saturated  solution  of  iodo- 
pyrrole  in  chloroform  (this  solution  does  not  contain  more  than  3  per 
cent,  of  the  iodo-compound)  there  is  no  separation  of  iodine ;  the  liquid 
assumes  a  transitoiy  red  colour  which  quickly  changes  to  golden- 
yellow.  The  addition  compound  remains  in  solution,  but  may  be 
precipitated  to  some  extent  as  a  bright  yellow  powder  by  adding  a 
large  volume  of  light  petroleum  ;  the  yield,  however,  is  very  small. 

The  following  method  of  preparation  has  been  found  most  suitable 
up  to  the  present,  although  the  yield  is  still  poor. 

Chlorine  is  rapidly  passed  into  a  saturated  solution  of  the  iodo- 
pyrrole  in  glacial  acetic  acid  heated  to  about  25° ;  when  the  chlorine  is 
in  excess  the  liquid  is  poui'ed  into  about  ten  times  its  volume  of  ice- 
cold  water,  the  addition  compound  is  precipitated  and  quickly  separated 
by  the  aid  of  the  pump.  After  washing  with  light  petroleum  it  is 
dried  by  pressure  and  exj)Osure  to  dry  air. 

The  freshly-prepared  comjwund  gave,  on  analysis,  01  =  19-48, 
O4HNOI4I4  requires  01=  19-90  per  cent. 
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The  compouDfl  slowly  evolves  chlorine  on  exposui'e  to  the  air,  until 
one  atomic  proportion  has  been  lost  (no  evolution  of  hydi-ochloiic  acid 
was  detected)  as  shown  by  the  following  results  :  a  specimen  which  had 
remained  in  an  open*  bottle  for  five  weeks  gave  Cl=15'52. 

The  same  specimen  after  three  months  gave  CI  =  15'44. 
C^HNClgl^  requires  01  =  15-47  per  cent. 

This  substance  melts  at  158 — 159°,  without  evolution  of  chlorine,  to 
an  orange-i'ed  liquid,  and  decomposes  at  185°  with  evolution  of  iodine 
vapour. 

When  treated  with  sodium  hydroxide,  the  compound  changes  from  a 
bright  to  a  pale  yellow  colour,  excess  of  alkali  produces  a  solution 
which  becomes  deep  purple-red  after  a  few  minutes ;  these  changes  have 
not  yet  been  investigated  beyond  the  recognition  of  the  fact  that  the 
chlorine  is  removed  by  the  alkali  as  chloride  and  hypochlorite,  whilst 
the  iodine  remains  united  to  the  pyrrole  nucleus. 

Action  of  Chlorine  on  Trimethjlsulphoniuin  Iodide. 

This  compound  is  insoluble  in  chloroform,  and  very  sparingly  soluble 
in  glacial  acetic  acid  ;  a  solution  in  acetic  acid  containing  10  per  cent, 
of  water  was  used.  The  experiment  is  best  carried  out  by  allowing 
the  solution  of  the  sulphonium  iodide  to  drop  continually  into  a  vessel 
through  which  a  current  of  chloi'ine  gas  is  being  passed,  the  vessel  being 
kept  in  agitation  during  the  pi'ogress  of  the  reaction. 

As  the  solution  meets  the  chlorine  a  momentary  liberation  of  iodine 
takes  place,  followed  almost  immediately  by  the  separation  of  the  new 
compound  as  a  bright  yellow  precipitate,  which  is  easily  purified  from 
excess  of  chlorine  by  washing  with  chloroform  in  which  it  is  quite 
insoluble.  The  superficial  examination  of  the  substance  reveals  a  con- 
siderable resemblance  to  the  iodochlorides ;  for  example,  on  heating, 
chlorine  is  evolved,  and  on  addition  of  sodium  hydroxide  the  compound 
changes  at  first  from  a  bright  to  a  pale  yellow,  the  chlorine  being 
partly  removed  as  chloride  and  hypochlorite.  The  further  addition  of 
alkali,  however,  effects  a  complete  solution  with  removal  of  the  iodine 
as  iodide  and  iodate,  in  which  respect  the  substance  differs  entirely 
from  the  iodochlorides  prepared  from  benzene  derivatives. 

The  analyses  of  the  compound  show  that  its  composition  is  to  be 
represented  by  the  formula  (CH3)3SCl,ICl3. 

*  It  is  well  known  that  the  iodochlorides  keep  much  hotter  when  freely  exposed 
to  the  air;  for  instance,  the  compound  CgHj'ICla  may  he  kept  for  months  practic- 
ally unchanged  in  an  open  dish,  whilst,  if  placed  in  a  closed  bottle,  it  will  undergo 
almost  complete  decomposition  in  about  a  fortnight  or  three  weeks  ;  I  have  noticed 
this  also  in  the  case  of  several  other  iodochlorides. 
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The  following  method  was  found  to  he  the  most  convenient  and 
accurate  for  the  rapid  estimation  of  the  iodine  in  this  and  all  the  suc- 
ceeding compounds. 

The  substance  is  dissolved  in  a  slight  excess  of  sodium  hydroxide 
solution  by  gently  warming,  the  cold  solution  is  rendered  faintly  acid 
by  addition  of  dilute  sulphuric  acid,  and  sulphurous  acid  is  added 
drop  by  drop  until  the  iodine  at  first  liberated  is  just  redissolved. 
The  liquid,  contained  in  a  Wiirtz  distillation  llask,  is  treated  with  an 
excess  of  neutral  ferric  sulphate  solution,  the  liberated  iodine  is  then 
distilled  into  a  solution  of  potassium  iodide  and  estimated  in  the  usual 
way. 

0-5128  gave  0-1895  iodine.     I  =36-95. 

CgHgCl^IS  requires  1  =  36-70  per  cent. 

When  heated,  this  compound  gradually  evolves  chlorine,  the  evolution 
being  very  rapid  at  80°,  and  continuing  up  to  155°,  when  the  substance 
melts  ;  at  168°  decomposition  takes  place  with  sudden  evolution  of  iodine 
vapours,  accompanied  by  a  strong  odour  of  methyl  sulphide. 

When  carefully  treated  with  two  molecular  proportions  of  sodium 
hydroxide,  two  atoms  of  chlorine  are  removed  and  the  stable  comjwund, 
(CH3)3SC1,IC1  {m.  p.  103°),  is  formed. 

0-25  gave  0-1158  of  iodine.     1  =  46-32. 

CgHfiClgIS  requires  1  =  46-18  per  cent. 

The  constitution  of  this  substance  is  proved  by  the  fact  that  it  is 
most  readily  prepared  by  simply  adding  a  solution  of  Schlitzenberger's 
compound  to  one  of  trimethylsulphonium  chloride ;  it  crystallises  from 
the  hot  solution  on  cooling  in  brilliant,  slender,  golden -yellow  plates 
having  a  satiny  lustre ;  its  identity  with  the  above  was  proved  by 
analysis  and  melting  point. 

The  cori-esponding  ethyl  compound,  (C.2Hj)3SCl,ICl,  is  a  viscid,  orange 
liquid. 

Action  of  Chlorine  on  Pyridine  Ethyl  Iodide,  G^}i^,(^.^^. 

This  compound,  originally  prepared  by  Anderson  [Annaleu,  1855, 
94,  364),  forms  large  prisms  melting  at  236°  (not  hitherto  recorded). 

When  chlorine  is  allowed  to  act  on  a  solution  of  this  substance  in  a 
mixture  *  of  glacial  acetic  acid  and  carbon  tetrachloride,  employing  the 
same  method  of  procedure  as  in  the  case  of  the  sulphonium  compound, 
there  is  momentary  liberation  of  iodine,  immediately  followed  by  the 
separation  of  the  addition  compound.  This  is  a  bright  canary-yellow, 
miciocrystalline  powder. 

*  This  solution  is  more  stable  than  when  acetic  acid  alone  is  used. 
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0-2047  gave  0-0685  iodine.     I  =  33 •■16. 

CyHj^NCl^I  requires  I  =  3368  per  cent. 

On  heating,  chlorine  is  given  off  at  50"^,  and  continues  regularly 
up  to  130 — 150°,  when  the  evolution  of  gas  ceases,  until  at  195^ 
decomposition  sets  in  again  with  fuither  evolution  of  chlorine  and 
iodine  vapours. 

The  first  stage  of  the  decomposition  corresponds  to  a  loss  of  one 
molecular  proportion  of  chlorine  in  accordance  with  the  equation 

GrJI^^,C.;^ir,G\,lG]s  =  C,H5N,Cyi,Cl,  [01  +  Ol.^. 

The  chlorine  evolved  in  two  experiments  was  17'97  and  18*46,  the 
equation  requiring  a  loss  of  01  =  1883  per  cent. 

The  residue  crystallised  froqj  alcohol  in  long,  orange-yellow,  aciculur 
prisms  melting  at  35°. 

0-6295  gave  0-26035  iodine.     1  =  41-35. 

0  9058     „     34-7  c.c.  nitrogen  at  14-6°  and  773-2  mm.     N  =  4-57. 
OyHjoNOlgl  requires  1  =  41-50  ;  N  =  4-57  per  cent. 

This  compound  was  also  directly  prepared  by  the  action  of  a 
solution  of  Schiitzenberger's  compound  on  pyridine  ethyl  chloride  in 
aqueous  solution. 

Action  of  Chlorine  on  Ethyltr'qyropylammoniuni  Iodide. 

This  substance  was  prepared  from  ethyl  iodide  and  tripropylamine; 
it  crystallises  from  alcohol  in  small  prisms,  melting  at  238'^  with 
decomposition.     By  the  action  of  chlorine  the  comjjomid 

0,H,(03H,)3NCl,IOl3 
is  obtained  as  a  pale  yellow  powder.  • 

0-2145  gave  0-0626  iodine.     I  =  29-13. 

Cj^H^gNOlJ  requires  1  =  2880  per  cent. 

When  heated,  evolution  of  chlorine  commences  at  81°  and  continues 
slowly  up  to  105°;  between  this  temperature  and  130^  gradual  fusion 
takes  place,  whiLst  the  gas  is  freely  evolved ;  no  further  evolution  of 
gas  takes  place  until  the  temperature  reaches  185°,  when  iodine 
vapours  appear.  The  first  stage  of  the  decomposition  is  here  again 
accompanied  by  the  loss  of  one  molecular  proportion  of  chlorine,  with 
production  of  the  compound  OoH5(C3H-)3N01,ICl. 

5-0  lost  0-79  chlorine.     01  =  15-8. 

CnHj^NOl^I  requires  a  loss  of  01  =  16-09  per  cent. 

The  (Zic///oro-compound  crystallises  from  alcohol  in  pale  yellow 
conglomerates  of  acicular  prisms  melting  at  94°. 
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0-16  gave  0  0548  iodine.     1  =  34-25. 
0-207,,     0-1636  AgCl.     Cl  =  19-54. 

C11H20NCIJ  requires  1  =  34-32  ;  CI  =  19-21  per  cent. 

This  compound  was  also  prepared  by  the  direct  action  of  a 
solution  of  Schiitzenberger's  compound  on  ethyltripropylammonium 
chloride,  and  also  l)y  the  action  of  sodium  hydroxide  (two  molecular 
proportions)  on  the  original  chlorine  compound. 

Action  of  Chlorine  on  Phenyldimeihylethylammonium  Iodide. 

This  experiment  was  made  with  the  object  of  ascertaining  if  the 
presence  of  the  phenyl  grouji  in  direct  union  with  nitrogen  would 
produce  any  appreciable  change  in  the  general  nature  of  the  reaction. 

The  addition  comjwund,  C(jH5(CH3).^C2H^NCl,ICl3,  separates  from  a 
mixture  of  chloroform  and  glacial  acetic  acid  as  a  Ijright  orange 
powder. 

0-5  gave  0-1537  iodine.     I  =  30-73. 

CiqHj^jNCI^I  requires  1  =  30-31  per  cent. 

On  heating,  the  substance  gradually  fuses  between  90°  and  110° 
with  evolution  of  chlorine. 

It  may  be  concluded,  as  a  result  of  the  foregoing  experiments,  that 
when  chlorine  acts  on  the  sulphonium  and  substituted  ammonium 
iodides,  compounds  of  the  general  type  ROljIClg  are  produced,  and, 
further,  that  the  tendency  towards  the  formation  of  these  substances  is 
so  strong  that  iodine  trichloride  is  formed  almost  as  rapidly  as  the 
iodine  is  liberated. 

It  is  worthy  of  note  that  these  compounds  may  also  be  prepared 
even  in  aqueous  solution ;  this  is  interesting  considering  that  iodine 
trichloride  is  so  readily  decomposed  by  water.  This  fact  might  be 
used  as  an  argument  in  favour  of  the  view  that  they  are  derivatives 
of  quinquevalent  iodine  rather  than  molecular  compounds. 

The  compounds  of  the  general  type  RC1,IC1  are  only  stable  in 
aqueous  solution  when  hydx'ochloric  acid  is  present. 

The  following  comj^ounds,  in  addition  to  those  already  described, 
were  prepared  in  order  to  prove  that  their  existence  is  general : 

(CH3)^N01,IC1,  yellow  crystals,  melting  at  217°. 

0-25  gave  0-1164  iodine.     1  =  4656. 

C^HjgNClgl  requires  1  =  46-69  per  cent. 

{C2Hr,)4NCl,ICl,  lustrous,  golden-yellow  plates  melting  at  98°. 

0-25  gave  0-0965  iodine.     1  =  38-60. 

C^H^^NClgl  requires  1  =  38-71  per  cent. 


WERNER  :   DERIVATIVES   OF   POLYVALENT   IODINE.         1639 

(C3H.)2M.2NC1,IC1  separates  as  an  orange-red  liquid,  which  slowly 
forms  deliquescent  crystals  melting  at  45°. 

0-25  gave  01 066  iodine.     1  =  42-64. 

CgHjgNClgl  requires  I  =  42*.'}3  per  cent. 

(C3H7)3TINC1,T01,  deliquescent,  pale  orange  crystals  molting  at  42°. 

0-4  gave  0-1479  iodine.     I  =  36-98. 

CJIjaNCl.,!  requires  I  =  37*13  per  cent. 

(C7H7)H3NC1,I01,  brilliant,  golden-yellow,  slender  prisms  melting  at 
110° 

0-25  gave  0-10414  iodine.     I  =  41-65. 

C-II1QNCI2I  requires  1  =  41-57  per  cent. 

Thus  primary,  secondary,  and  tertiary  amines  form  compounds  just 
as  readily  as  the  quaternary  bases. 

These  substances  are  precipitated  when  a  solution  of  Schiitzenberger's 
compound  is  added  to  the  aqueous  solution  of  the  hydrochloride  of  the 
base. 

From  an  aqueous  solution  of  hexamethylenetetramine  in  presence  of 
hydrochloric  acid,  the  comjwund  (CHo),.N^(lCl)o  is  precipitated  as  a 
pale  sulphur-yellow,  amorphous  powder  melting  at  161 — 162°  with 
evolution  of  iodine. 

0-25  gave  0-1347  iodine.     1  =  53-8. 

CgHjgN^Clglg  requires  1  =  54-15  per  cent. 

In  conclusion  I  desire  to  express  my  thanks  to  my  friend 
Mr.  William  Caldwell,  M.A.,  for  his  valuable  assistance  in  connection 
with  both  the  experimental  and  analytical  work  recorded  in  this 
paper. 

University  Chemical  Laboratory,  , 

Trinity  College, 
Dublin. 
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CLX\  . —  Experiments  on  the  Si/nthesis  of  the  Terpenes. 
Fart  IX.  The  Preparation  of  c,yc\oPentanone--i- 
carhoxylic  Acid  and  of  cyclo Hexanone-i-cai'boxylic 
Acid  (B-Ketohexahi/drohenzoic  Acid). 

By  Francis  William  Kay  and  William  IIenuy  Pkukin,  jun. 

In  a  iirevious  coiuiuuuication  (Trans.,  1904,  85,  418)  ifc  was  shown 
that  8-ketohexahydrobenzoic  acid  (cycfohexanone-4-carboxylic  acid) 
is  formed  when  pentane-aye-tricarboxylic  acid  is  digested  with 
acetic  anhydride  and  then    distilled  : 

CO  H-nH<^^^2*CIl2*C'02H_ 

■      CO,H-CH<^^^;^jJ^>CO  +  CO.,  +  ll.p. 

This  method  of  pi-eparation  is  very  laborious,  because  the  decomposi- 
tion cannot  conveniently  be  carried  out  with  more  than  10  grams  of 
the  tricarboxylic  acid  at  a  time  and  because  the  yield  of  keto-acid 
obtained  is,  at  the  most,  30  per  cent,  of  the  theoretical. 

Several  months,  indeed,  had  to  be  spent  in  the  preparation  of  the 
quantity  of  S-ketohexahydrobenzoic  acid  (about  300  grams)  which  was 
required  in  order  to  carry  out  the  experiments  on  the  synthesis  of 
terpineol,  dipentene,  ifec.  (Trans.,  1904,  85,  656).  While  these  experi- 
ments were  in  progress,  many  attempts  were  made  to  obtain  the 
coi  responding  cyclo^;e?i<rt«Orte-4-car6oa;?/^ic  acid  from  butane-a/38-tricarb- 
oxylic  acid  by  a  similar  series  of  reactions  : 

C02H-GH<^jj^.^jj^.^^^j^   -->      CO,H  CH<^,jj^,^^^  . 

These  were  all  unsuccessful,  since  the  tx^icarboxylic  acid  did  not  yield 
more  than  traces  of  a  keto-acid  when  it  was  heated  alone  or  when  it 
was  digested  with  acetic  anhydride  and  then  distilled. 

The  reason  for  this  difference  in  behaviour  is  difficult  to  understand, 
especially  in  view  of  the  fact  that  homocamphoronic  acid  (which  is  a 
trimethyi-substitution  product  of  butane-a^S-tricarboxylic  acid)  is  con- 
verted into  camphononic  acid  when  it  is  slowly  distilled  : 


CO  n-CMe^^^^^^'GO^H 


CHg-CHg-COaH 


CO,H-CMe<?,!^^2-50   +C0,-hH.,0 


CH^-CH, 


(Lapworth  and  Chapman,  Trans.,  1900,  77,  464). 
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As,  however,  cyc/opentaiione-4-carbox}'lic  acid  was  essential  as  a 
starting  point  for  further  synthetical  experiments  in  the  camphor  and 
terpene  series,  we  investigated  many  other  methods  which  appeared 
likely  to  lead  to  a  method  of  preparation  and  were  ultimately  success- 
ful. Dieckmann  {Ber.,  1894,  27,  102,  965)  had  shown  that  ethyl 
adipato  readily  undergoes  intramolecular  condensation  when  it  is  heated 
with  sodium  with  formation  of  cLhyl  cyc^opentanone-2-carboxylate  : 


,CH,.CO,Et  CH^-CO 

^CH./CHo-CO.^Et  ''^CH2-CH-C0^Et 


Since  ctliyl  hutanc-a/?8-tricarboxylate  is  a  substitution  derivative  of 
ethyl  adipate,  it  seemed  possible  that  a  similar  condensation  would 
take  place  if  it  were  treated  with  sodium  under  similar  conditions  : 

This  was  found  to  be  the  case,  and  the  resulting  ethyl  cyclopentanone- 
2  :  ^-dicarhoxTjlate,  which  we  have  prepared  by  this  method  in  large 
quantities,  is  readily  decomposed  by  boiling  with  dilute  sulphuric  acid, 
with  elimination  of  carbon  dioxide  and  alcohol  and  formation  of  cyclo- 
penianoiie-i-carboxyUc  acid : 

^  ^CHo-CH-COoEt 

CTT  'CO 

This  interesting  acid  melts  at  65°  and  shows  all  the  properties  of  a 
keto-acid.  It  yields  an  oxime  and  a  semicarbazone  and  is  readily 
reduced  by  sodium  amalgam,  but  the  detailed  description  of  its  other 
properties  must  be  reserved  for  a  future  communication. 

It  is  hoped  that  this  acid  may  serve  as  a  convenient  starting  point  for  a 
new  series  of  synthetical  experiments  in  the  camphor  and  terpene  series. 

The  method,  Avhich  has  so  far  been  the  only  one  available  for  the  pre- 
paration of  8-ketohexahydrobenzoic  acid,  is,  as  has  already  been  men- 
tioned, exceedingly  laborious,  and  the  above  experiments  suggested  that 
this  important  acid  might  possibly  be  more  readily  prepared  by  employ- 
ing a  process  similar  to  that  which  had  proved  so  successful  in  the  case 
of  cycZopentanone-4-carboxylic  acid. 

We  therefore  investigated  the  action  of  sodium  on  ethyl  pentane- 
aye-tricarboxylate  and  found  that  the  decomposition  proceeded  normally 
and  with  the  formation  of  eih)/l  cyc\ohexa7W7ie-2  :  i-dicarhoxylate  : 

CO,Et.CH<C|:CHj:CO,Et    _^  
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When  this  cstor  is  digested  with  dihite  sulphuric  acid,  it  is  readily 
decomposed  with  formation  of  S-ketohexahydrobonzoic  acid, 

CO,Et.CH<g;^J— --^^PCO  +  2H,0  = 

CO.,H-CH<^g<^^2>cO  +  CO2  +  2EtOH. 

This  new  method  of  px'eparation,  although  still  laborious,  is  more 
rapidly  carried  out,  and  gives  a  much  better  yield  than  that  described 
at  the  commencement  of  this  paper. 

Experimental, 

Butane-apUricarhoxylic  A cid,  C02H-OH2-CH(CO^H) •CHg'CHg-COaH. 

This  acid  was  first  prepared  in  small  quantities  by  Auwers,  Kobner. 
and  Meyenburg  [Ber.,  1891,  24,  2895)  by  condensing  ethyl  itaconate 
with  the  sodium  derivative  of  ethyl  malonate,  and  the  subsequent 
hydrolysis  of  the  ethyl  butane-a/38S-tetracarboxylate  thus  produced  : 

C02EfCH2-C(C02Et):CH2  +  CH2(C02Et)2  -^ 

C02Et-CH2-CH(COoEt)-OH2-CH(C02Et)2— > 

C02H-CH2-OH(C02H)'CH2-CH2-C02H. 

It  was  subsequently  obtained  by  Guthzeit  and  Engelmann  (J.  pr. 
Chem.,  1902,  66,  104;  compare  Emery,  Ber.,  1891,  24,  282),  who 
prepared  it  from  ethyl  malonate  by  the  following  series  of  reactions  : 

(CO,Et),CHNa  +  I-CH2-CH2'C02Et  = 

(C02Et)2CH-CH2-CH2-C02Et  +  Nal, 

C02Et-CH2Br  +  CNa(C02Et)2-CH2-CH2-C02Et  =  | 

C02Ef  CH2-C(C02Et)2-CH2-CH2-C02Et  +  NaBr. 

The  ethyl  butane-a/3/3S-tetracarboxylate  thus  produced  yielded 
butane-a^S-tricarboxylic  acid  when  it  was  digested  with  dilute  hydro- 
chloric acid.  In  order  that  the  experiments  described  in  this  paper 
could  be  carried  out,  it  was  necessary  to  employ  large  quantities  of 
this  butanetricarboxylic  acid,  and  we  therefore  instituted  a  series  of 
comparative  experiments  with  the  object  of  discovering  the  most  satis- 
factory method  of  preparation.  We  found  that  the  process  described 
by  Guthzeit  and  Engelmann  [loc.  cit.)  gave  the  best  results,  with,  how- 
ever, the  important  modification  that  the  sodium  derivative  of  ethyl 
malonate  is  first  treated  with  ethyl  bromoacetate  and  then  with  ethyl 
/i-iodopropionate.  When  ethyl  /3-iodopropionate  I'eacts  with  the  sodium 
derivative  of  ethyl  malonate,  there  is  much  loss   of  valuable  iodo-ester 
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owiug  to  elimination  of  liydiojjjen  iodide  and  formation  of  etliyl  acryl- 
ate.  If,  however,  ethyl  etlianotiicaibo.xylate,  CO,Kt-ClI./CM((JO.Et)._„ 
is  fii'st  prepared  and  the  sodium  derivative  of  this  ester  treated  with 
ethyl  ^-iodopropionate,  elimination  of  hydrogen  iodide  from  the  latter 
takes  place  only  to  a  slight  extent.  The  detxils  of  the  preparation  are 
as  follows. 

Sodium  (23  grams)  is  dissolved  in  absolute  alcohol  (350  c.c),  and, 
after  cooling,  mixed  with  ethyl  malonate  (160  grams)  and  ethyl 
bromoacetate  (160  grams),*  the  vigorous  reaction  being  controlled  by 
cooling  in  running  water.  After  isolating  in  the  usual  way,  the  ethyl 
ethauetricarboxylate,  (C02Et2)oCH"Cno*C02Et,  is  separated  from  the 
ethyl  propanetctracarboxylato,  (COoKt)2CI(CIIo'C02Et)2,  which  is 
always  produced,  by  repeated  fractionation  under  reduced  pressure. 
The  avex'age  yield  of  ethyl  ethanetricarboxylate  distilling  at  160 — 170° 
(15  ram.)  was  about  140 — 150  grams.  This  ester  (246  grams)  is  now 
mixed  with  a  well-cooled  solution  of  sodium  (23  grams)  in  alcohol 
(350  CO.),  and  then  ethyl /3-iodopropionate  (228  grams)  gradually  added, 
care  being  taken  that  the  temperature  does  not  rise  above  35°,  other- 
wise some  of  the  iodo-ester  will  be  decomposed  with  formation  of 
acrylic  ester.  After  remaining  for  twenty-four  hours,  the  product 
is  heated  on  the  water-bath  for  half  an  hour,  mixed  with  water,  and 
extracted  with  ether.  The  ethereal  solution  is  well  washed  with  water, 
dried  over  calcium  chloride,  evaporated,  and  the  ethyl  butane- 
a^ySS-tetracarboxylate  purified  by  fractionation  under  reduced  pressure, 
when  almost  the  whole  quantity  distils  at  200 — 203°  (12  mm.),  the 
yield  being  about  85  per  cent,  of  that  theoretically  possible. 

0-1562  gave  03171  CO,  and  0-1056  HA     C  =  55-3  ;  H  =  7-5. 
C^i-HggOg  requires  C  =  55*5  ;  H  =  7*5  per  cent. 

Hydrolysis. — When  ethyl  butane-a/3^S-tetracarboxylate  is  digested 
with  hydrochloric  acid  it  is  directly  converted,  by  hydrolysis  and 
elimination  of  carbon  dioxide,  into  butane-a^S  tricarboxylic  acid.  The 
ester  (150  grams)  is  mixed  with  concentrated  hydrochloric  acid  (300 
CO.),  and  heated  to  boiling  in  a  large  flask  fitted  with  a  ground-in  tube 
in  such  a  way  that  the  alcohol  formed  by  hydrolysis  escapes  through 

*  The  theoretical  amount  is  167  grams,  but  the  smaller  quantity  is  employed  in 
order  to  ensure  that  no  ethyl  bromoacetate  is  left  after  the  reaction  is  complete.  If 
the  theoretical  quantity  is  used,  some  ethyl  bromoacetate  is  liable  to  remain  un- 
changed and  wliGu  the  product  of  the  reaction  is  worked  up,  the  presence  of  even 
traces  of  this  bromo-ester  exerts,  as  is  well  known,  a  most  painful  action  on  the 
eyes  and  skin.  Unfortunately,  if  ethyl  chloroacetate  is  employed,  the  yield  of  ethyl 
ethauetricarboxylate  is  not  much  more  than  half  that  obtained  when  the  bromo- 
ester  is  used  owiug  to  the  formation  of  larger  quantities  of  ethyl  propauetetracarb- 
oxylatc,  (C02Et)2C:(CH./C02Et)2  (compare  liischoff  and  Kuhlberg,  Bcr.,  1890,  23, 
634). 
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the  end  of  the  tube.  After  about  an  hour,  most  of  tlie  oil  will  have 
passed  into  solution,  and  at  this  stage  the  evolution  of  carbon  dioxide 
is  sometimes  so  vigorous  that  care  has  to  be  taken  to  avoid  loss  by 
frothing.  The  heating  is  continued  for  six  hours,  water  (150  c.c.)  is 
then  added,  and  the  liquid  boiled  for  a  further  six  hours,  and  then 
evaporated  as  far  as  possible  on  the  water-bath.  The  syrupy  residue 
gradually  crystallises  and  ultimately  becomes  almost  solid  and,  if  the 
mass  is  then  left  in  contact  with  porous  porcelain  for  a  couple  of  days, 
the  colourless  crystalline  cake  consists  of  almost  pure  butane -a^8-tri- 
carboxylic  acid.  A  small  quantity  of  the  acid  was  further  purified  by 
crystallisation  from  acetone,  from  which  it  separated  in  prisms  melting 
at  116—118°. 

0-1452  gave  0-2355  CO^  and  0-0704  HgO.     C=  44-3  ;  H  =  5-4. 
OyHjoOg  requires  C  =  44-2  ;  H  =  5-3  per  cent. 

Ethyl  Butane-afiS-tricarboxylate, 
C02Et'CH2-CH(C02Et)-CH2-OH2-COoEt. 

This  ester  is  best  prepared  from  the  crude  syrupy  tribasic  acid  (as 
obtained  by  evaporating  the  product  of  the  hydrolysis  of  ethyl  butane- 
a^^S-tetracarboxylate  on  the  water-bath),  but  some  difficulty  was 
experienced  in  obtaining  a  good  yield  owing  to  the  fact  that,  when  the 
alcoholic  solution  of  the  acid  is  treated  with  hydrogen  chloride  in 
the  usual  manner,  a  good  deal  of  the  acid  is  only  partially  esterified. 
The  best  results  were  obtained  by  digesting  the  acid  (100  grams)  with 
alcohol  (500  c.c.)  and  sulphuric  acid  (50  c.c.)  for  two  days  on  tho 
water-bath.  The  product  is  mixed  with  much  ether,  the  ethereal 
solution  washed  with  water  and  extracted  several  times  with  sodium 
carbonate,  the  sodium  carbonate  solution,  which  contains  much  partially 
esterified  acid,  is  evaporated  to  dryness  and  treated  directly  with 
alcohol  and  sulphuric  acid,  this  operation  being  repeated  until  the 
whole  of  the  tribasic  acid  has  been  converted  into  the  neutral  ester. 
The  ester  is  then  purified  by  fractionation  under  reduced  pressure, 
Avhen  almost  the  whole  quantity  passes  over  at  183 — 185°  (20  mm.)  or 
at  205—206°  (60  mm.). 

0-1511  gave  0-3142  CO2  and  0-1091  HgO.     0  =  56-6;  H  =  8-0. 
^13^22^0  I'squires  C  =  56-9  ;  H  =  8-0  per  cent. 
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Action  of  SoiJiuiii  on  Etlnjl  Bulane-afih-tricarho.vylate.     Formalion  of 
Ethyl  cyc\orentanone-2  :  ^-dicarhoxyhUe, 
,CH2-C0 


CO=^'-°«<CIi:.6H-00,Ef 


In  carrying  out  this  condensation,  sodium  (23  grams)  is  melted 
under  boiling  toluene  and  shaken  vigorously  in  order  to  bring  it  into 
as  fine  a  state  of  division  as  possible.  The  toluene  is  then  poured  off, 
the  sodium  washed  into  a  2-litre  flask  with  dry  benzene,  ethyl 
butane-a/38-tricarboxylate  (137  grams)  diluted  with  twice  its  volume  of 
benzene  is  added,  and  after  attaching  a  long  reflux  condenser  the 
whole  is  gradually  heated  on  the  water-bath.  In  a  short  time  the 
reaction  commences  and  may  become  so  vigorous  as  to  necessitate 
cooling  with  water ;  ultimately  the  decomposition  is  completed  by 
heating  on  the  water-bath  untrl  the  sodium  has  completely  dissolved. 
The  yellow  product  is  decomposed  by  dilute  hydrochloric  acid  and  ice, 
the  oily  layer  separated,  washed  well  with  sodium  carbonate,  dried  over 
calcium  chloride  and  fractionated  under  reduced  pressure.  After  the 
benzene  has  passed  over,  the  residue  distils  almost  completely  at 
160 — 170°  (18  mm.),  and,  after  refractionating,  a  portion  boiling  at 
166°  (18  mm.)  gave  the  following  results  on  analysis  : 

0-1843  gave  03920  CO.,  and  0-1160  Hp.     G-58-1  ;  H  =  7-0. 
0-1656     „     0-3537  CO2    „    0-1053  HgO.     C  =  58-2 ;  H  =  7-l. 
Cj^HjgOg  requires  C  =  57-9  ;  H  =  7-0  per  cent. 

£thylcyc\o2)entanone-2  :  i-dicarboxylate  is  a  colourless  oil  with  a  pale 
blue  fluorescence  and  an  odour  somewhat  resembling  that  of  ethyl 
acetoacetate.  Its  alcoholic  solution  is  coloured  an  intense  crimson  by 
the  addition  of  ferric  chloride.  The  yield  of  the  pure  keto-ester  from  the 
quantities  stated  above  is  often  only  about  50  grams,  or  not  moi'e  than 
45  per  cent,  of  the  theoretical  amovmt.  This  is  due  to  the  fact  that  a 
large  quantity  of  dark  coloured  oil  is  extracted  by  the  treatment  with 
sodium  carbonate.  If  this  alkaline  extract  is  acidified  with  dilvite  sul- 
phuric acid  and  heated  to  boiling  under  the  conditions  described  in  the 
next  section,  considerable  quantities  of  crude  c^c^opentanone-4-carb- 
oxylic  acid  may  be  extracted  with  ether. 

This  crude  acid  is  best  purified  by  esterification  and  fractionation  of 
the  ester  under  reduced  pressure. 
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cjc\oPentanone-i-carboxylic  Acid,  CO^H'CHxc;^       "   i      . 

This  acid  is  formed  from  ethyl  c2/cfopentanone-2  : 4-dicarboxylate  by 
hydrolysis  and  elimination  of  carbon  dioxide,  a  change  which  is  readily 
brought  about  by  boiling  with  dilute  mineral  acids,  but  the  acid 
employed  must  be  very  dilute,  because  concentrated  acids  such  as  hydro- 
chloric acid  give  rise  to  the  formation  of  uncrystallisable  resins  of  high 
molecular  weight.  The  ester  is  digested  with  ten  times  its  volume  of 
8  per  cent,  sulphuric  acid  in  a  ilask  fitted  with  a  ground-in  condenser 
for  about  three  hours  and  until  solution  is  complete.  The  clear  liquid  is 
neutralised  with  sodium  carbonate,  evaporated  on  the  water-bath  until 
free  from  alcohol,  acidified,  saturated  with  ammonium  sulphate,  and 
extracted  with  ether  at  least  ten  times,  preferably  on  the  shaking 
machine.  After  drying  over  calcium  chloride  and  evaporating,  a  viscid 
gum  is  obtained  which,  with  the  exception  of  a  small  quantity  of  sub- 
stance of  high  boiling  point,  distils  almost  constantly  at  197°  (30  mm.). 
The  distillate  sometimes  remains  liquid  for  several  days,  but  if  a 
crystal  of  the  keto-acid  is  introduced,  the  whole  is  rapidly  converted 
into  a  solid  mass.  For  analysis,  the  substance  was  crystallised  from 
benzene. 

0-1370  gave  0-2823  CO2  and  0-0767  H.,0.     C  =  56-2;  H  =  6-2. 
0-1501     „     0-3106  CO2    „    0-0845  H^O.     C  =  56-4;  H  =  6-3. 
C^HgOg  requires  C  =  56-3  ;  11  =  6-2  per  cent. 

cyc\oPentanone-i-carboxylic  acid  crystallises  from  benzene,  in  which 
it  is  very  readily  soluble,  in  hard  crusts  melting  at  64 — 65°.  It 
dissolves  readily  in  water  and  in  most  organic  solvents,  but  is  sparingly 
soluble  in  light  petroleum.  The  basicity  of  the  acid  was  determined 
by  titration  with  decinormal  caustic  potash,  when  0-3242  neutralised 
0-1417  KOH,  whereas  this  amount  of  a  monobasic  acid,  CgHgOg,  should 
neutralise  0-1419  KOH. 

The  Oxime. — In  order  to  prepare  this  derivative,  the  pure  acid 
(2  grams),  dissolved  in  the  minimum  quantity  of  water,  was  mixed  with 
a  concentrated  aqueous  solution  of  hydroxy lamine  hydrochloride 
(2  grams)  and  caustic  potash  (4  grams)  and  allowed  to  stand  for  three 
days.  The  alkaline  solution  was  acidified  and  extracted  at  least 
twenty  times  with  ether,  the  extract  was  dried  over  calcium  chloride 
and  evaporated,  when  a  yellow  oil  was  obtained  which  soon  solidified. 
After  remaining  in  contact  with  porous  porcelain  until  quite  dry,  the 
oxime  was  recrystallised  from  ether,  in  which  it  is  sparingly  soluble. 

01230  gave  10-2  c.c.  of  nitrogen  at  18°  and  766  mm.     N  =  9-5. 
CjjHyOgX  requires  N  =  9-8  per  cent. 
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l-Oximinocyc\opentanone-4:  carhoxylic  acid  is  a  colourless,  ci-ystalliiie 
solid  which  molts  at  141°  and  is  very  readily  soluhlo  in  water  or 
alcohol,  but  sparingly  so  in  benzene  or  light  petroleum. 

The  seinicarhazone  separates  gradually  in  nodular  masses  when  a 
concentrated  aqueous  solution  of  the  acid  is  mixed  with  semicarbazide 
hydrochloride  and  sodium  acetate.  It  dissolves  readily  in  boiling 
water,  and  crystallises  on  cooling  in  hard  crusts  which  decompose  at 
about  190°. 

0-2573  g.ive  5M  c.c.  of  nitrogen  at  19°  and  767  mm.     N  =  23-0. 
C-Hj^OgN  requires  N  =  22-7  per  cent. 

Ethyl  cyc\oIIexanone-2  : 4:-dicarboxylafe, 

^^2E*'^^^CH'-CH(C02Etp^'^' 
a7id    cyclo IlexanoneA-carboxylic    Acid    (8-Ketohexahydrobenzoic    Acid), 

The  ethyl  pentane-aye-tricarboxylate, 

C02EfCH2-CH2-CH(CO^Et)-CH,-CH2-C02Et, 

which  was  required  for  the  following  experiments  had  not  previously 
been  described,  but  it  may  be  conveniently  prepared  as  follows. 
Ethyl-y-cyanopentane-ayc-tricarboxylate, 

C02Et-CHo-CH2-C(CN)(C02Et)-CH2-CH2-C02Et, 

prepared  by  the  action  of  ethyl  )8-iodopropionate  on  the  sodium 
derivative  of  ethyl  cyanoacetate  (Trans.,  1904,  85,  422),  is  digested  in 
quantities  of  100  grams  with  concentrated  hydrochloric  acid  (200  c.c.) 
for  several  hours  and  until  the  evolution  of  carbon  dioxide  has  ceased 
(compare  p.  1643). 

Water  (100  c.c.)  is  then  added,  and,  after  boiling  for  six  hours,  the 
whole  is  evaporated  to  dryness  and  the  mixture  of  crude  pentane-aye- 
tricarboxylic  acid  and  ammonium  chloride  digested  for  two  days  with 
alcohol  (300  c.c.)  and  sulphuric  acid  (30  c.c),  the  product  being  then 
treated  exactly  as  described  in  the  case  of  the  preparation  of  ethyl 
butane-aj88-tricarboxylate  (p.  1644).  Ethyl  pentane-aye-tricarboxylate 
is  a  colourless  oil,  which  distils  at  195°  (20  mm.)  and  at  210^^(50  mm.). 

0-2568  gave  05431  CO^  and  0-1982  Hf).     C  =  57-8;  H-8-7. 
0^^11240^  I'equires  C  =  58-3  ;  H  =  8-3  per  cent. 

Ethyl  cycloIIexano7ie-2  :  ^-dicarhoxylate. — The  prepai-ation  of  this 
keto-ester  by  the  action  of  sodium  (23  grams)  on  ethyl  pentane-aye- 
tricarboxylate  (144  grams)  was  carried  out  in  benzene  solution  under 
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conditions  substanLially  the  same  as  those  describeil  in  tlie  case  of  the 
preparation  of  ethyl  cyc^opentanone-2  : 4-dicarboxylate  from  ethyl 
butane-a/3S-tricarboxylate  (p.  1645). 

After  the  product  had  been  decomposed  by  hydrochloric  acid,  the 
benzene  layer  was  separated,  washed  with  sodium  carbonate,*  dried 
over  calcium  chloride,  and  fractionated,  when  almost  the  whole  of  the 
oil  distilled  at  about  180°  (20  mm.). 

0-2117  gave  0-4693  CO,  and  0-1444  H2O.     C  =  59-2  ;  H-7-3. 
Cj.iH^gOg  requires  C  =  59-5  ;  H  ==  7-4  per  cent. 

EOnjl  cyclo/<e.rrt??one-2  :  i-dicarhoxylate  is  a  colourless  oil  possessing 
an  odour  closely  resembling  that  of  ethyl  acetoacctato  and  the  alcoholic 
solution  of  which  is  coloured  an  intense  crimson  by  the  addition  of 
ferric  chloride.  The  yield  of  pure  keto-ester  obtained  under  the  above 
conditions  is  not  more  than  50  per  cent,  of  that  theoretically  possible. 

cjc\oIIexanone-i-carboxijlic  Acid  (^8-Ketohexahydrobenzoic  Acid). — 
This  acid  is  readily  obtained  when  ethyl  c?/c/ohexanone-2  :  4-dicarb- 
oxylate is  digested  with  dilute  sulphuric  acid  (10  per  cent.)  for  two  or 
three  hours  and  until  the  evolution  of  carbon  dioxide  has  ceased. 

The  clear  liquid  is  then  neutralised  with  sodium  carbonate  and 
evaporated  with  the  frequent  addition  of  small  quantities  of  water 
until  quite  free  froai  alcohol ;  it  is  then  acidified  and  saturated  with 
ammonium  sulphate,  when  the  keto-acid  soon  separates  as  a  voluminous 
precipitate.  This  precipitate  is  collected  at  the  pump,  dried  over 
sulphuric  acid  in  an  evacuated  desiccator,  and  the  keto-acid  separated 
from  inorganic  matter  by  extracting  several  times  with  boiling  light 
petroleum.  The  light  petroleum  is  then  removed  by  distillation,  the 
residue,  w^hich  soon  crystallises,  left  in  contact  with  porous  porcelain 
until  quite  dry,  and  finally  crystallised  from  a  mixture  of  benzene  and 
light  petroleum. 

01 369  gave  0-2952  COo  and  0-0872  Bp.     C  =  58-8;  H  =  7-l. 
C^H^oOg  requires  C  =  59-l  ;  H  =  70  per  cent. 

Prepared  in  this  way,  8-ketohexahydrobenzoic  acid  melted  at 
67 — 68°,  and  proved  to  be  identical  in  all  respects  with  the  acid  which 
had  previously  been  obtained  from  pentane-ayc-tricarboxylic  acid  by 
treatment  with  acetic  anhydride,  and  subsequent  distillation  (Trans., 
1904,  85,  425). 

The  Sciiunck  Laboratory, 

The  Victoria  UNmiRsiTy  of  Manchester. 

*  Wheu  the  alkaline  extract  was  acidified  with  dilute  sulphuric  acid,  boiled  until 
the  evolution  of  carbon  dioxide  had  ceased,  and  then  saturated  with  ammonium 
sulphate,  the  solution  gradually  deposited  a  large  quantity  of  nearly  pure  5-keto- 
liexali3'drobenzoic  acid. 
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CLXVI. — Some  Derivatives  of  Cafecliol,  Pf/i-oc/allol, 
Benzopheiione,  and  of  Substances  allied  to  tJw 
Natural  Colouring  Matters. 

By  William  Henry  Perkin,  jun.,  and  Carl  Weizmann, 

This  communication  contains  the  description  of  a  number  of  new 
substances  which  have  been  prepared  at  different  times  in  connection 
with  researclies  on  the  constitution  of  hrazilin,  htematoxylin,  and 
other  natural  colouring  matters. 

It  also  contains  the  x-esults  of  the  investigation  of  a  considerable 
number  of  new  derivatives  of  benzoi)henone,  most  of  which  have 
been  prepared  by  students  in  the  laboratoiies  of  the  University  of 
Manchester.* 


Preparation  of  Veratrole,  C,;H^(OMe).„  a7id  Dimelhylhoinocatechol 

C,H.,Me(OMe),="l:3:4. 

During  the  course  of  a  large  number  of  experiments  on  the  methyla- 
tion  of  brazilin,  hjematoxylin,  and  other  phenolic  substances  by  means 
of  methyl  sulphate,  we  have  repeatedly  noticed  that  such  methylation 
takes  place  almost  quantitatively  if  the  following  conditions,  which 
we  describe  in  the  case  of  veratrole  and  dimethylliomocatechol,  are 
observed. 

(1)  Catechol  (100  grams)  is  dissolved  in  methyl  alcohol  (200  c.c.) 
mixed  with  methyl  sulphate  (75  grams)  and,  after  cooling  to  -  5°,  a 
solution  of  caustic  potash  (150  grams)  in  water  (350  c.c.)  is  added 
all  at  once.  A  vigorous  action  takes  place  and  the  methylation  is 
complete  in  about  three  minutes. 

After  diluting  with  water,  the  oil  is  extracted  with  ether,  the 
ethereal  solution  well  washed  with  water,  dried  over  calcium  chloride, 
evaporated,  and  the  residue  distilled,  when  pure  veratrole  is  at 
once  obtained  as  a  crystalline  mass  which  melts  at  15°  and  distils  at 
205°.     The  yield  is  95  per  cent,  of  that  theoretically  possible. 

(2)  An  almost  quantitative  yield  of  dimethylhomocatechol  is  readily 
obtained  when  creosol,   CgH3Me(0Me)'0H  =  1  : 3  : 4,   is  treated  with 

*  Small  investigations  of  this  kind,  canied  out  after  the  usual  course  of  about  50 
preparations,  not  only  arouse  much  more  interest  and  enthusiasm  than  a  longer 
course  of  preparations  could  do,  but  they  also  serve  as  a  valuable  introduction  to  the 
methods  of  research  and  create  a  desire  for  further  inquiry  and  original  work.  The 
share  which  each  worker  has  taken  is  shown  by  attaching  his  name  to  the  section  for 
which  he  is  responsible. 
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methyl  sulphate  and  caustic  potash  undei'  the  above  conditions.     It 
distils  at  128 — 130°  (25  mm.)  and  at  216*^  under  tlie  ordinary  pressure. 

0-2750  gave  0-7258  CO,  and  0-1900  n.,0.     C  =  71-5;  H  =  7-7. 
CgHjoOo  requires  C  =  71  -7  ;  H  =  7-9  per  cent. 

Large  quantities  of  pyrogallol  triraethyl  ether,  CeH3(OMe)3,  were 
also  prepared  in  a  similar  manner,  and  the  above  conditions  are 
especially  suited  to  the  case  of  phenolic  substances,  such  as  pyrogallol, 
which  oxidise  rapidly  in  alkaline  solution. 

]\Ie_ 
Dimethoxy-o-tolualdehyde,  CHO<^       ^OMe. 

~OMe 

This  interesting  substance,  which  had  not  previously  been  described, 
may  be  prepared  in  the  following  manner.  Dimethylhomocatechol 
(40  grams)  is  mixed  with  freshly  prepared  and  finely  powdered 
aluminium  chloride  (60  grams)  in  a  flask  attached  to  a  reflux  con- 
denser through  which  ice-water  circulates.  After  cooling  the  flask  to 
—  5°,  anhydrous  hydrocyanic  acid  (40  grams)  is  added,  and  a  slow 
current  of  dry  hydrogen  chloride  is  then  passed  through  the  cold  liquid 
for  four  hours,  during  which  operation  the  contents  of  the  flask 
gradually  solidify  to  a  crystalline  mass.  After  remaining  for  ten 
hours,  hydrogen  chloride  is  again  passed  for  two  houi-s,  the  flask  being 
removed  from  the  freezing  mixture  and  the  temperature  allowed  to 
rise  to  40°. 

The  product  is  then  poured  into  ice  and  dilute  hydrochloric  acid, 
and,  when  the  aluminium  compound  has  been  completely  decompo.sed, 
the  whole  is  extracted  with  ether  and  the  ethereal  solution  shaken 
four  or  five  times  with  fresh  quantities  of  sodium  hydrogen  sulphite. 
The  extract  is  then  decomposed  by  sodium  carbonate,  when  the  new 
aldehyde  separates  as  an  oil  which  soon  crystallises. 

For  analysis,  the  substance  was  crystallised  from  methyl  alcohol. 

0-1385  gave  0-3381  CO,  and  00836  H2O.     C  =  66-6;  H  =  6-7. 
CjoHj.^Og  requires  C  =  66-7 ;  H  =  6-7  per  cent. 

4 :  b-Divuthoxy-o-tolualdehyde  separates  from  methyl  alcohol  in 
colourless  needles,  melts  at  76'^,  and  has  an  odour  similar  to  that  of 
vanillio.  The  yield  obtained  in  the  above  process  was  about  35  per 
cent,  of  that  theoretically  possible.  When  the  aldehyde,  dissolved  in 
methyl  alcohol,  is  mixed  with  a  concentrated  aqueous  solution  of  semi- 
carbazide  hydrochloride  and  sodium  acetate,  the  semicarbazone  separates 
as  a  crystalline  powder  which  crystallises  from  methyl  alcohol  in 
leaflets  and  melts  at  216—218°. 
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The  hydrazone  separates  in  yellow  needles  when  the  alcoholic  solu- 
tion of  the  aldehyde  is  mixed  with  phenylhydrazine  and  allowed  to 
stand  for  twenty-four  hours.     It  melts  at  118°. 

Oxidation   of  Dimethoxy-o-lolualde.Uyda.      Formation   of  Dimethoxy-o- 
M.Q_  CO.,H 

toluic  Acid,  C02H<^       ^OMe,awcZ  m-IIemipinic  Acid, CO.JI'('       ^OMe. 

~OMe  ~OMe 

In  studying  this  oxidation,  the  aldehyde  (9  grams)  was  ground  with 
water  to  a  fine  paste  and  oxidised  at  the  ordinary  temperature  with  a 
2  per  cent,  solution  of  potassium  permanganate  (22  grams).  After 
heating  to  boiling  and  filtering,  the  filtrate  and  washings  of  the 
manganese  precipitate  were  concentrated  and  acidified,  when  a  solid 
acid  separated  which,  after  crystallising  from  much  water,  yielded  the 
following  results  on  analysis  : 

0-1901  gave  0-4266  COo  and  0-1037  Hp.     0  =  61-2;  H  =  6-l. 
CioHj2^4  requires  0  =  61'2  ;  H  =  6-l  per  cent. 

^ :  5-Dimethoxy-o-toluic  acid  melts  at  145°  with  decomposition  and  is 
almost  insoluble  in  cold  water ;  it  dissolves,  however,  appi'eciably  in 
boiling  water  and  separates,  on  cooling,  as  a  voluminous  mass  of 
needles. 

The  mother  liquors  from  a  number  of  preparations  of  dimethoxy-o- 
toluic  acid  were  concentrated,  repeatedly  extracted  with  ether,  and  the 
extract  evaporated,  when  a  solid  remained  which  was  found  to  be 
a  mixture  of  dimethoxy-o-toluic  acid  and  m-hemipinic  acid.  These 
acids  were  separated  by  repeated  i-ecrystallisation  from  water,  and 
pure  7>i-hemipinic  acid  was  thus  obtained  in  hard,  colourless  prisms 
which  contained  water  of  crystallisation. 

The  anhydrous  acid  gave  the  following  results  on  analysis  : 

0-2130  gave  0-4139  COg  and  0-0884  H^O.     C  =  53-0;  H  =  4-6. 
CjoHjoOg  requires  0  =  53*1 ;  H  =  4-5  per  cent. 

That  this  acid  was  7?i-hemipinic  acid  was  conclusively  proved  by 
converting  it  into  the  characteristic  ethylimide  (Goldschmiedt,  Monatsh., 
1888,  9,  339),  which  was  sparingly  soluble  in  alcohol  and  melted 
at  230°. 

The  yield  of  this  acid  was  small,  and  experiments  which  were  made 
with  the  object  of  increasing  the  yield  (by  using  larger  quantities  of 
permangunate  and  of  other  oxidising  agents)  were  only  partially 
successful.  This  is  due  to  the  slight  tendency  which  the  methyl 
group  in  dimethoxy-o-toluic  acid  exhibits  to  become  oxidised  to  the 
carboxyl  group,    and    if    large    quantities    of    oxidising    agent    are 


1G52  PEHKIX    AND    WEIZ.MANX  :    SOME    DERIVATIVES    OF 

employed  at  the  tenipevatnre  of  the  water-l)ath,  soiiio  of  the  acid 
escapes  oxidation  and  most  of  the  remainder  is  completely  decomposed, 
with  formation  of  much  oxalic  acid. 


Me 

o  Methoxy  o-tolualdehyde,     CHOy        yOMe,  aiul   its  Conversion   into 

3-Metho,ri/-o-toli//acr>/lic     Acid,     C02H-CH:CH(^     ^OMe. 

The  methoxy-o-tohialdehyde,  employed  in  these  experiments,  was 
prepared  as  follows  :  ??i-cresol  methylether  (25  grams),  was  mixed  with 
anhydrous  hydrocyanic  acid  (30  grams),  cooled  to  -  5°,  and  powdered 
aluminium  chloride  (20  grams)  gradually  added.  Dry  hydrogen 
chloi'ide  was  then  passed  for  five  hours  at  0°,  and  then  at  the  ordinai-y 
temperature  for  two  hours.  The  crystalline  mass  which  separated 
was  decomposed  with  ice  and  dilute  hydrochloric  acid,  the  solution 
extracted  with  ether,  the  ethereal  extract  shaken  with  sodium 
hydrogen  sulphite,  and  the  crystalline  bisulphite  compovmd  which 
separated  decomposed  by  sodium  carbonate.  The  aldehyde  was  then 
recrystallised  from  methyl  alcohol. 

d-Methoxy-o-toJylacrylic  Acid. — The  ester  of  this  acid  is  readily 
obtained  and  in  a  good  yield  by  employing  a  method  similar  to  that 
described  by  Claisen  {Ber.,  1890,  23,  976)  for  the  preparation  of  ethyl 
cinnamate. 

Methoxy-o-tolualdehyde  (1  mol.),  is  dissolved  in  pure  ethyl  acetate 
(5  mols.),  and  molecular  sodium*  {\h  mols.)  added,  when  a  brisk 
reaction  soon  sets  in  which  is  moderated  by  cooling  the  flask  in  ice- 
water.  After  remaining  for  twenty-four  hours,  the  product  is  treated 
with  dilute  acetic  acid,  the  oil  extracted  with  ether,  and  the  ethereal 
solution  dried  and  evaporated.  The  brown  oil  is  left  over  sulphuric 
acid  in  an  evacuated  desiccator  until  semi-solid,  the  mass  is  then 
drained  on  porous  porcelain,  and  the  crude  ethyl  methoxy-o-tolyl- 
acrylate  hydrolysed  by  boiling  with  excess  of  methyl-alcoholic 
potash. 

After  adding  water  and  evaporating  until  free  from  methyl  alcohol, 
the  alcoholic  solution  is  acidified,  when  the  new  acid  separates  as  a 
sparingly  .soluble,  crystalline  precipitate,  and  is  purified  by  crystallisa- 
tion from   acetic  acid. 

0-1648  gave  0-4132  CO^  and  0-0889  H.p.     C  =  68  5;  H  =  6-0. 
CjjHjgOg  requires  C  =  68  8  ;  H  =  62  per  cent. 

*  Prepared  by  melting  sodium  under  boiling  tolueue  and  vigorously  shaking 
(compare  Trans.,  1906,  89,  783). 
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3-Jfethoxi/-o-toli/lacrylic  acid  melts  at  about  185  ,  ami  is  almost  in- 
soluble in  cold  water.  It  dissolves,  however,  appreciably  in  boiliii*,' 
water  and  separates  on  cooling  in  voluminous  colourless  needles  ;  it  is 
also  readily  soluble  in  acetic  acid. 


Condensation    of    Resacetophenone    Diuietliyl    Ether    with    Piperonal. 
Formation  of  riperonylideneresacttophenone  Diiaelhijl  Ether 

_OMe 

CH2<^>C^H3.CU:CH-Co/     \  ■ 

~OMe 

The  resacetophenone  dimethyl  ether  re(iuired  for  those  cxpeiimenLs 
was  prepared  by  methylating  resacetophenone  in  methyl-alcoholic 
solution  with  methyl  sulphate  and  caustic  potash  according  to  the 
directions  given  on  p.  1649. 

Molecular  proportions  of  piperonal  and  resacetophenone  dimethyl 
ether  were  dissolved  in  absolute  ether  and  treated  with  molecular 
sodium*  (1  mol.),  the  mixture  being  cooled  at  first  in  a  freezing 
mixture,  and  afterwards  left  at  the  ordinai'y  temperature  for  forty- 
eight  hours.  The  reaction  was  then  completed  by  heating  at  30 — 40° 
for  two  days  ;  the  yellow  crystals  were  then  collected  and  purified  by 
recrystallisation  from  acetic  acid. 

0-2090  gave  0-5288  CO,  and  0-1040  H,0.     C  =  69-l ;  11  =  5-4. 
CigHjgOg  requires  C  =  69-2  ;  H  =  5'l  per  cent. 

Piperonylideneresacetophenone  Dimethyl  ether  melts  at  139°  and  is 
obtained  by  the  above  process  in  a  nearly  quantitative  yield. 


Condensation  of  Ethyl   Verairale  vnth  liesacetojihenone  Dimethyl  Ether. 
Formation  of  Frotocalechuoylresacelophenone  Tetramelhyl  E titer, 

OMe 

MeO<^         ^C0-CH2-C0<^         \ 

OMT  OMe 

When  a  mixture  of  ethyl  veratrate  (1  mol.),  and  resacetophenone 
dimethyl  ether  (1  mol.)  is  treated  with  molecular  sodium  (1  mol.), 
under  the  conditions  described  in  the  last  section,  the  yellow,  crystalline 
sodium  derivative  of  the  above  condensation  product  is  gradually 
deposited.  This  is  collected,  washed  with  ether,  and  then  suspended 
in  other  and    cautiously   decomposed    by  means    of    ice    and    dilute 

■'  C'umpaic  Ibotnotc,  p.  1G52. 
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hydrochloric  acid.  The  brown  ethereal  solution  is  decolorised  by 
animal  charcoal,  evaporated,  and  the  residue  crystallised  from  methyl 
alcohol. 

0-1400  gave  0-3338  CO2  and  00750  K^O.     0  =  66-1  ;  H  =  5-9. 
CjgHgoO^,  requires  0  =  66-3  ;  H  =  5-8  per  cent. 

Protocatechuoylresacetophenone  Tetramethyl  Ether  melts  at  115°,  and  is 
of  special  interest  on  account  of  its  close  relationship  to  brazilin,  but 
the  yield  obtained  by  the  above  process  is,  unfortunately,  so  small 
that  its  detailed  examination  will  be  a  matter  of  considerable  difficulty. 
It  dissolves  readily  in  alcohol  and  gives  a  red  coloration  on  the 
addition  of  ferric  chloride. 

OH_OMe 

Gallacetophenone  Dimethyl  Ether*  OHg'CG'^^  J>OMe. 

This  substance  has  been  prepared  in  considerable  quantities  for  use 
in  a  series  of  synthetical  expei"iments  which  are  not  yet  complete. 

Pyrogallol  trimethyl  ether  (30  grams)  was  dissolved  in  carbon 
disulphide,  and,  after  adding  acetyl  chloride  (16  grams),  the  solution 
was  well  cooled  and  gradually  mixed  with  aluminium  chloride  (20 
grams).  A  brisk  reaction  soon  set  in,  which  was  moderated  by  cooling 
in  ice-water,  and  after  twenty-four  hours  the  decomposition  was 
complete  and  a  deep  red  aluminium  compound  had  separated. 

The  jjroduct  was  decomposed  by  the  addition  of  ice  and  dilute 
hydrochloric  acid,  when  an  oil  separated  which  soon  solidified. 

The  crystalline  mass  was  collected  at  the  pump,  washed  well  with 
water,  and  purified  by  recrystallisation  from  methyl  alcohol,  from  which 
the  substance  separated  in  colourless  needles  melting  at  77°. 

0-1728  gave  0-3854  00^  and  0-0966  HgO.     0  =  60-9  ;  H  =  6-3. 
0-1384     „     0-3096  OO2  and  00768  H2O.     0  =  61-1  ;  H  =  6-2. 
OjqHjjO^  requires  0  =  61-2;  H  =  6-l  per  cent. 

The  analyses  and  properties  of  this  substance  clearly  prove  that  it  is 
gallacetophenone  dimethyl  ether,  that  is  to  say,  one  of  the  three  methyl 
groups  present  in  the  pyrogallol  trimethyl  ether  employed  in  its  pre- 
paration has  been  eliminated  by  the  hydrogen  chloi'ide  formed  during 
the  above  reaction.  There  can  be  little  doubt  that  the  methyl  group 
so  removed  is  that  of  the  methoxy-group  adjacent  to  the  ketone  group 

*  Wliile  the  present  paper  was  in  the  jiress,  the  Editor  drew  the  attention  of  the 
authors  to  the  fact  tliat  a  gallacctoplienoiie  dimothyl  ether,  evidently  identical  with 
the  substance  here  described,  had  already  been  ol)taiiicd  by  A.  G.  Pirkin  (Tian.s., 
1895,  67,  997.  Compare  A.  G.  Parkin  and  C.  R.  AVilson,  Proc.,  1902,  18,  215) 
from  gallacetophenone  by  the  action  of  sodium  methoxide  and  methyl  iodide.  The 
melting  point  given  by  these  authors  is  77 — 78". 
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and  that  the  substance  has  the  constitution  given  to  it  at  the  head  ot" 
this  section.  The  presence  of  the  hydroxyl  group  is  shown  by  the  fact 
that  the  substance  is  soluble  in  dilute  -caustic  potash,  and  that  its 
alcoholic  solution  gives  a  deep  red  coloration  on  the  addition  of  ferric 
chloride.  The  hydrazone  was  prepared  by  treating  the  solution  of  the 
substance  in  acetic  acid  with  phenyl  hydrazine  in  the  usual  manner, 
and  crystallises  from  methyl  alcohol  in  palo  yellow  needles  which 
melt  at  171°. 

0-2026  gave  0-5014  CO^  and  0-1099  HoO.     C  =  67-4  ;  H  -  G-:]. 
Cj,.Hjg03N2  requires  C  =  67'l  ;  H  =  6-3  per  cent. 

OMe 

Gallic  Acid  Trhmihjl  Ether,  CO.^h/     NoMe. 

~OMe 

Gallic  acid  trimethyl  ether  was  first  prepared  by  Graebo  (Annalen, 
1905,  340,  219),  but  we  found  that  the  following  modification  of 
Graebe's  method  was  advantageous  in  preparing  the  large  quantities  of 
this  acid  which  we  required  for  our  experiments.  Gallic  acid  (200 
grams)  is  dissolved  in  methyl  alcohol  (250  c.c),  methyl  sulphate  (300 
grams)  is  then  added,  and  the  whole  treated  with  a  large  excess  of  a 
25  per  cent,  solution  of  caustic  potash,  the  vigorous  action  being 
moderated  by  cooling  in  water.  As  soon  as  the  decomposition  is 
complete,  the  same  quantities  of  methyl  sulphate  and  caustic  potash  are 
again  added,  and  after  fifteen  to  twenty  minutes  the  gallic  acid 
trimethyl  ether  is  px^ecipitated  by  hydrochloric  acid  and  purified 
by  crystallisation  from  acetic  acid.  The  yield  obtained  is  150 — 170 
grams. 

Galhjl  chloride  trimethyl  ether,  (MeO)3C,.H2'COCl,  may  be  prepared  by 
heating  gallic  acid  trimethyl  ether  (100  grams)  with  phosphorus 
pentachloride  (105  grams)  on  the  water-bath  for  ten  minutes.  The 
product  is  distilled  when  the  acid  chloride  passes  over  at  185°  (18  mm.) 
and  crystallises  on  cooling.  It  separates  from  a  mixture  of  benzene 
and  light  petroleum  in  colourless  needles  and  melts  at  77 — 78°. 

Ethyl  3:4:  ^-Trimethoxyhenzoylacetoaceiate, 

_OMe 

CO.,Et-CHAc-CO<^     ^OMe. 

OMe 

This  ester  was  prepared  by  the  action  of  gallyl  chloride  trimethyl 
ether  on  the  sodium  derivative  of  ethyl  acctoacetate,  the  conditions 
observed  being  similar  to  those  recommended   by  Claisen  {Annalen, 
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1896,  291,  67)  for  the  preparation  of  ethyl  benzoylacetate.  Sodium 
(9'2  grams)  was  dissolved  in  alcohol  (150  c.c.)  and  75  c.c.  of  this 
sohition  was  added  to  ethyl  acetoacetate  (27  grams)  dissolved  in  ether 
(150  c.c).  Gallyl  chloride  trimethyl  ether  (23  grams)  was  then 
dissolved  in  ether  (150  c.c.)  and  75  c.c.  of  this  solution  slowly  added 
to  the  ethereal  solution  of  the  sodium  derivative  of  ethyl  acetoacetate. 
After  remaining  for  half  an  hour,  half  of  the  remaining  ethoxide  and 
half  the  acid  chloride  solution  were  added,  and  after  fifteen  minutes 
the  rest  of  these  solutions.  The  product  became  very  thick  owing  to 
the  separation  of  salt  and  the  sodium  derivative  of  ethyl  trimethoxy- 
beuzoylacetoacetate,  and  after  twenty-four  hours  the  whole  was 
tiltered  at  the  pump,  washed  with  ether,  and  decomposed  by  dilute 
hydrochloric  acid,  when  an  oil  separated  and  soon  solidified.  The 
solid  was  collected,  washed  with  water,  and  purified  by  recrystallisation 
from  methyl  alcohol. 

01567  gave  0-3430  CO^  and  00856  HoO.     C  =  59-5  ;  H  =  6-l. 
CigHgyOy  requires  C  =  592  ;  H  =  6*2  per  cent. 

Ethyl  3:4:  5-trimethoxybenzoylacetoacetate  melts  at  85°  and  is  readily 
soluble  in  alcohol  and  ether ;  it  dissolves  also  in  aqueous  solutions  of 
caustic  potash  or  sodium  carbonate.  The  alcoholic  solution  gives,  on 
the  addition  of  ferric  chloride,  a  deep  purple  coloration. 

_OMe 
Etht/l  3:4:  b-Trimethoxyhenzoylacetate,  COoEt-CH2'CO<^      \OMe. 

~OMe 

In  order  to  prepare  this  substance,  ethyl  trimethoxybenzoylaceto- 
acetate  (6  grams)  is  ground  to  a  paste  with  water  (250  c.c),  mixed 
with  ammonium  chloride  (10  grams)  and  ammonia  (50  c.c  of  a  15  per 
cent,  solution),  and  well  shaken  during  ten  minutes.  The  ester  first 
dissolves,  but  an  oil  soon  begins  to  separate,  which  rapidly  solidifies, 
and  the  decomposition  is  hastened  by  gently  warming  on  the  water- 
bath. 

The  solid  ester  is  collected,  washed  well,  dried  on  poi'ous  porcelain, 
and  purified  by  recrystallisation  from  methyl  alcohol,  from  which  it 
separates  in  leaflets. 

0-1605  gave  0-3517  CO2  and  0-0949  HgO.     0  =  597;  H  =  6-4. 
0-1566     „     0-3425  CO.2    „    00905  HgO.     C  =  596  ;  11  =  6-5. 
^iJ^i^^e,  I'equires  C  =  59-6  ;  H  =  6*4  per  cent. 

Ethyl  3:4:  b-triinelhoxybenzoylacetate  melts  at  95'^,  is  readily  soluble 
iu  dilute  caustic  potash,  and  its  alcoholic  solution  gives  a  reddish- 
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vitdet  coloration  on  the  addition  of  I'eiiic  clilorido.  Wlieu  shaken 
with  ammoniacal  copper  sulphate,  it  yields  a  green  copper  derivative, 
which  may  be  recrystallised  from  toluene. 

Condensation  of  rhthalyl  Chloride  with   Veratrole  and  with  Pyrogallol 
Trimelhyl    Ether.     Formation    of    Tetraniethoxydiphevylphthalide, 

CO\_i'Q_l^C\p' '.,*;./,.   c^,  and  IIexainethoxydiphenyl2)hthalide, 

'"^^— O — ^^^C,H.,(OMe).; 

In  carrying  out  the  first-mentioned  condensation,  phthalyl  chloride 
(I  mol.)  dissolved  in  light  petroleum  (b.  p.  60 — -70'^)  was  mixed  with 
veratrole  (2  mols.),  and,  after  cooling  in  ice,  finely-powdered  aluminium 
chloride  was  added  in  small  quantities  at  a  time,  the  weight  employed 
being  half  that  of  the  combined  weights  of  the  phthalyl  chloride  and 
veratrole.  An  energetic  reaction  soon  sets  in  with  evolution  of  much 
hydrogen  chloride,  and  a  viscous,  violet  aluminium  compound  separ- 
ates. After  remaining  for  twelve  hours  in  ice-water,  the  product 
is  heated  on  the  water-bath  until  the  evolution  of  hydrogen  chloride 
has  practically  ceased,  the  light  petroleum  is  then  decanted,  and  the 
aluminium  compound  decomposed  by  the  addition  of  dilute  hydrochloric 
acid  and  ice.  At  first,  a  brown  oil  separates,  but  this  gradually 
solidifies,  and,  after  collecting  at  the  pump  and  washing  with  dilute 
hydrochloric  acid  and  then  with  sodium  carbonate,  the  residue  is  dried 
and  crystallised  from  glacial  acetic  acid. 

0-1 -U2  gave  0-3702  COo  and  0-0692  HgO.     C  =  70-5  ;  H  =  5-4. 
^'24^22^6  requires  C  =  70-9  ;  H  =  5*4  per  cent. 

Tetramethoxydiphenylphthalide  separates  from  acetic  acid  in  colourless 
needles  and  melts  at  155°.  It  is  insoluble  in  water,  sodium  cariiouate, 
or  caustic  potash,  but  dissolves  in  concentrated  sulphuric  acid,  yielding 
a  deep  red  solution. 

The  yield  obtained  in  the  above  pi'ocess  is  65  per  cent,  of  that 
theoretically  possible. 

Ihxamethoxydiphenylphthalide  was  prepared  by  condensing  phthalyl 
chloride  with  pyrogallol  trimethyl  ether  in  the  presence  of  aluminium 
chloride  under  the  same  conditions  as  those  described  above  in  the 
preparation  of  the  corresponding  tetramethoxy-compound.  It  crystal- 
lises from  acetic  acid  in  colourless,  microscopic  needles  and  melts 
at  79°. 

01764  gave  0-4308  COo  and  0'0952  U.O.     0  =  66-6  ;  H  =  6-0. 
^26^20^8  rt^qi'ii'es  C  =  67*0;  H  =  5-6  per  tent. 
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_OMe 

2-Methoxy-^-loluic  Acid,  C02H<^       "^Me. 

When  2-hydroxy-;>-toluic  acid  (wi-cresotic  acid)  is  dissolved  in  excess 
of  caustic  potash  and  shaken  in  the  cold  with  twice  the  calculated 
quantity  of  methyl  sulphate,  methylation  not  only  of  the  hydroxy-, 
but  also  of  the  carboxy-group  takes  place,  and  methyl  2-methoxi/-p- 
toluaie  separates  as  an  oil.  This  was  extracted  with  ether,  the  ethereal 
solution  washed  well,  dried  over  calcium  chloride,  the  ether  evaporated, 
and  the  ester  purified  by  distillation. 

0-1844  gave  0-4503  CO2  and  0-1062  HoO.     C  =  66-5  ;  H  =  6-7. 
C^oH^oOg  requires  0  =  66-7  ;  H  =  6-7  per  cent. 

Methyl  2-methoxy--^4oluate  is  obtained  in  a  yield  of  75  per  cent,  in 
the  above  process  ;  it  distils  at  263 — 265°  and  has  an  odour  resembling 
that  of  oil  of  gaultheria. 

The  alkaline  solution,  from  which  the  methyl  ester  had  been 
extracted,  yields,  on  acidifying  with  hydrochloric  acid,  a  precipitate 
of  2-77iethoxy-p-tohiic  acid,  which,  after  crystallising  from  acetic  acid, 
melts  at  103°,  and  the  same  acid  is,  of  course,  readily  obtained  from 
the  methyl  ester  by  hydrolysis  with  alcoholic  potash. 

We  have  found  the  above  process  very  convenient  for  the  methyla- 
tion of  salicylic,  protocatechuic,  ^-resorcylic,  and  other  hydroxy-acids 
(compare  Perkin  and  Schiess,  Trans.,  1904,  85,  160),  but  as  Graebe 
{Annalen,  1905,  340,  204)  has  in  the  meantime  given  an  account 
of  similar  observations,  we  consider  it  unnecessax'y  to  publish  a 
detailed  description  of  our  experiments. 

MeO 


1:4:5:  (j-Tetraniethoxynaphihalene,  tlt  rj        \        \ ,  and  its  Conversion 

MeO    MeO 

CO.HOMe 

into  2  •.5-Dimethoxyj)hthalic  Acid,  GO. ^<(^        y. 

MeO 

i  Tetramethoxy naphthalene  was  prepared  in  considerable  quantities, 
because  it  was  thought  that  it  might  yield  hemipinic  acid  on  oxidation, 
and  therefore  serve  as  a  convenient  starting  point  for  the  preparation 
of  this  acid.  There  is  still  no  convenient  method  available  for  the 
preparation  of  this  important  acid,  and  it  is  therefore  unfortunate 
that,  in   the  present  case,  the  oxidation  should  proceed  in  the  other 
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possible   direction    with    tlio   almost   cxclusivo    formation    of    2  :  5(li- 
methoxyi)hth:ilic  acid. 

The  preparation  of  tetramethoxynaplithalone  was  accomplished  as 
follows:  1  :  4  :  5  :  6-tetrahydroxynaphthalone,  obtained  by  the  reduc- 
tion of  naphthazarin  by  means  of  stannous  chloride  and  hydrochloric 
acid  (Zincke  and  Schmidt,  Annalen,  1895,  286,  37),  was  dissolved  in 
methyl  alcohol,  the  solution  cooled  in  a  freezing  mixture,  and  mixed 
with  the  calculated  Cjuantity  of  methyl  sulphate  and  excess  of  caustic 
potash.  When  the  vigorous  action  had  subsided,  half  the  quantities 
of  methyl  sulphate  and  caustic  potash  were  added,  and  after  remaining 
for  twenty-four  hours  the  product  was  diluted  with  water.  The 
crystalline  precipitate  which  separated  was  collected,  washed  well,  and 
crystallised  from  glacial  acetic  acid. 

0-1754  gave  0-7372  CO,,  and  0-0968  HoO.     0  =  67-9  ;  H  =  6-3. 
^14^10^4  requires  0  =  67'8  ;  H  =  6-4  per  cent. 

\  :  i  :  ^  :  ^-Tetramethoxynaphthalene  melts  at  about  170"^  and  dis- 
solves readily  in  acetic  acid,  toluene,  or  xylene.  It  separates  from 
solvents  usually  in  the  form  of  grey,  silky  needles. 

2  :  b-Dbnethoxyphthalic  Acid. — In  investigating  the  oxidation  of 
tetramethoxynaphthalene,  the  pure  substance  was  ground  to  a  very 
fine  paste  with  water,  a  little  sodium  carbonate  was  added,  and  the 
whole  was  then  shaken  on  the  machine  with  the  gradual  addition  of  a 
2  per  cent,  solution  of  potassium  permanganate.  The  oxidation  was 
at  first  very  rapid,  but  afterwards  slow,  and  two  days  were  required 
before  the  colour  of  the  permanganate  remained.  The  excess  was 
destroyed  by  the  addition  of  sodium  sulphite,  and,  after  heating  to 
boiling,  the  filtrate  and  washings  of  the  manganese  precipitate  were 
evaporated  to  a  small  bulk.  When  the  solution  was  acidified,  nothing 
separated,  but,  after  some  days,  a  quantity  of  a  pale  yellow,  crystalline 
acid  had  been  deposited,  and  a  further  quantity  was  obtained  by 
extracting  the  solution  with  ether.  The  whole  was  boiled  with  water, 
and  thus  separated  into  an  insoluble,  ochreous  substance  (-4),  which 
was  removed  by  filtration,  and  an  acid  which  crystallised  from  the 
filtrate  in  sulphur-yellow  prisms. 

After  remaining  exposed  to  the  air  until  quite  dry,  the  acid  yielded 
the  following  results  on  analysis  : 

0-1794  gave  0-3237  00^  and  0-0769  HgO.     0  =  49-1 ;  H  =  4-8. 
0-1876     „     0-3356  OO2    „    00774  HgO.     0  =  48-8 ;  H  =  4-6. 
<^ioHio06,H20  requires  0  =  49-2  ;  H  =  4-9  per  cent. 

This  acid,  which  is  doubtless  2  : 5-diviethoxyphthalic  acid,  melts,  or 
rather  decomposes,  at  about  183 — 186°  and  contains  1  molecule  of 
water  which  does  not  appear  to  be  removed  at  90°. 
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2  :5-Dimel/ioxi/j>hthalic  Anhydride. — The  ochreous  substance  {A),  in- 
soluble in  water  and  dilute  potash,  is  also  very  sparingly  soluble  in 
all  the  usual  organic  solvents,  but  it  dissolves  in  boiling  acetic  anhy- 
dride, and  separates,  on  cooling,  as  a  bright  yellow,  crystalline  powder, 
which,  under  the  microscope,  is  seen  to  consist  of  short,  glistening 
prisms  not  unlike  sugar  crystals. 

0U30  gave  03025  CO,  and  0-0517  H.,0.     C  =  57-7  ;  H  =  4-0. 
0-1853     „     0-3884  COo     „   0-0670  IIA     C  =  57-4 ;  H  =  4-0. 
Cj^HgOj  requires  C  =  57-7;  II  =  3 -8  per  cent. 

2  :5-DimetIiOxyphth(dic  anhydride  melts  at  260 — 261°,  and  is 
characterised  by  the  fact  that  its  dilute  solutions,  and  notably  its 
solution  in  ethyl  acetate,  exhibit  a  niagnilicent  pale  blue  fluox'e.scence. 
It  dissolves  in  concentrated  sulphuric  acid,  yielding  a  pale  yellow 
solution,  which  has  a  striking  pale  green  fluorescence  like  that  of 
uranium  glass.     Thiele  and  Giinther  {Annalen,   1906,  349,  64)  have 

lately    obtained    2  :  5-dimethoxyphthalimide,    (MeO)^,C^Ho<CrY)^NH, 

from  dicyanoquinol  dimethyl  ether,  (]\reO)2CgHo(CN)2,  by  treatment 
with  sulphuric  acid.  When  this  imide  was  digested  with  alcoholic 
hydrogen  chloride,  it  was  converted  into  2  :  5-dimethoxyphthalic 
anhydride,  which  melted  at  259^,  and  is  evidently  identical  with  the 
anhydride  described  above.  These  experiments,  together  with  the 
observations  which  we  have  made,  seem  to  indicate  that  2  : 5-di- 
methoxyphthalic acid  is  converted  into  its  anhydride  with  unusual 
ease,  and,  indeed,  simply  boiling  with  water  seems  to  bring  about  this 
change,  at  all  events  partially. 

Condensation  of  Phthalic  Anhydride  loith  Dimethylhomocatechol . 
Formation  of  Methylalizarin  Dimethyl  Elher, 

^^         OMe 

This  condensation  was  carried  out  by  dissolving  molecular  propor- 
tions of  phthalic  anhydride  and  dimethylhomocatechol  (p.  1649)  in 
light  petroleum  and  gradually  adding  a  quantity  of  aluminium  chloride 
equal  to  their  combined  weights,  the  whole  being  well  agitated  after 
each  addition.  When  all  the  aluminium  chloride  had  been  added,  the 
mixture  was  heated  on  the  water- bath  for  ten  hours,  and  the  dark- 
coloured,  viscous  aluminium  compound  was  decomposed  by  ice  and 
hydrochloric  acid  in  the  usual  manner.  The  yellow  oil,  thus  obtained, 
was  digested  several  times  with  hydrochloric  acid,  but  we  were  unable 
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to  obtain  fioiu  it,  in  a  pure  state,    the  dimetlioxytoluylbenzoic  aciil 
which  it  undoubtedly  contained. 

The  crude  product  was  next  heated  with  concentrated  sulphuric  acid 
at  80°  until  a  drop  of  the  red  solution,  on  dilution  with  water  and 
treatment  with  excess  of  caustic  potash,  yielded  an  insoluble,  yellow 
precipitate.  The  solution  was  then  poured  on  ice,  the  [)recipit;ite  col- 
lected, washed  well  with  water  and  sodium  carbonate,  and  recryslal- 
lised  fi'ora  acetic  acid. 

0  1 634  gave  0-4296  CO^  and  00706  llgO.     C  -  71-9  ;  H  =  4'8. 
CiyHi/)^  requires  C  =  72-3  ;  H  =  4"9  per  cent. 

\-}[elhylalizarin  dimethyl  etJier  (l-melhi/l-3  :  \-dimetlioxy(inthra- 
quinone)  melts  at  224°  and  is  sparingly  soluble  in  benzene,  light 
petroleum,  or  cold  acetic  acid  ;  it  crystallises  from  acetic  acid  in 
yellow  needles  and  dissolves  in  sulphuric  acid,  yielding  a  brilliant  led 
solution.  That  this  methylalizarin  dimethyl  ether  has  the  con- 
stitution assigned  to  it  at  the  head  of  this  section  can  scarcely  be 
doubted,  since  Lagodziuski  (Tier.,  1895,  28,  118)  has  shown  that 
hystazarin  dimethyl  ether  is  produced  when  phthalic  anhydride  is 
condensed  under  similar  conditions  with  veratrole. 

MeO  _  _0M6 

S-A:3' •A'-l'etrameihoxi/henzop/i^no7ie,MeO^      /^^^\       /^Me 

[Henry  Llewellyn  Smith,  B.Sc.]. 

This  derivative  of  benzophenone  is  readily  prepared  by  condensing 
veratryl  chloride  with  veratrole  in  the  presence  of  aluminium  chloride. 

Veratryl  chloride  (20  grams)  and  veratrole  (14  grams)  are  dissolved 
in  carbon  disulphide,  aluminium  chloride  (25  grams)  is  gradually 
added,  and  the  whole  heated  on  the  water-bath  for  three  hours.  The 
product  is  decomposed  by  ice  and  hydrochloi'ic  acid  and  the  ketone 
purified  by  crystallisation  from  methyl  alcohol. 

0-1485  gave  0-3681  CO,  and  0-0827  H^O.     C  =  67-6  ;  H  =  6-2. 
Cj^H^gOg  requires  0  =  676  ;  H  =  6-0  per  cent. 

The  determination  of  the  methoxy-groups  by  Perkin's  modification 
of  Zeisel's  method  (Trans.,  1903,  83,  1367)  yielded  the  following 
x'esults  : 

0-1925  gave  0-5667  Agl.     MeO  =  39-0. 

C^yH^gOj  containing  4MeO  requires  MeO  =  41'0  per  cent. 

3:4:3':  ^'-Tetramethoxybenzojihenone  crystallises  from  alcohol  in 
colourless  needles  melting  at  144°.  It  is  soluble  in  benzene  and 
alcohol,  less  soluble  in  light  petroleum,  insoluble  in  caustic  potash. 
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The  o.vime  was  prepared  by  treating  the  ketone  witli  hydroxylamine 
hydrochloride  and  caustic  potash  in  the  usual  manner.  It  crystallises 
from  alcohol  and  melts  at  145*^. 

0-1700  gave  6'6  c.c.  nitrogen  at  15°  and  758  m.m.     N  =  4-5. 
CijHjgOjN  requires  N  =  4*4  per  cent. 


3'  :  4:'-Methylenedioxy-S  :  i-dmiethoxyhenzoj)henone, 
CHg-O  _  _OMe 

O ^     ^CO<f     ^OMe  [Norman  Allen  Creeth,  B.Sc.]. 


This  ketone  was  prepared  by  mixing  piperonyl  chloride  (IS  grams) 
and  resorcinol  dimethyl  ether  (14  grams)  in  carbon  disulphide,  adding 
aluminium  chloride  (20  grams),  and  heating  on  the  water-bath  for 
live  hours.  After  decomposing  with  ice  and  hydrochloric  acid,  the 
ketone  was  collected  at  the  pump,  washed  with  sodium  carbonate,  and 
recrystallised  from  methyl  alcohol.  It  crystallises  in  yellow  needles, 
soluble  in  alcohol,  ether,  or  benzene,  less  soluble  in  light  petroleum. 

0-1827  gave  0-4491  COg  and  0-0723  HgO.     C  =  66-9  ;  H  =  4-4. 
CjflHj^Oj  requires  C  =  67-l  ;  H  =  4-9  per  cent. 

The  determination  of  the  methoxy-groups  gave  the  following 
result  : 


0-2761  gave  0-4100  Agl.     MeO  =  19-6. 
^ifi-^14^5  containing  2MeO  require 


requires  MeO  =  200  per  cent. 


3'  4'  -Methylenedioxy-Z  :  i-dimethoxybeoizophenone  separates  from 
methyl  alcohol  in  pale  yellow  needles  and  melts  at  141 — 142°.  When 
treated  with  hydroxylamine  hydrochloride  and  caustic  potash  in  the 
usual  manner,  it  yields  an  oxime  which  crystallises  from  methyl  alcohol 
in  white  crystals,  but  was  not  further  examined. 

4:'-Methyl-2-hydroxi/-3' :  3  :  ^-trimethoxyhenzophenone, 

Me(OMe)C^H3-CO-CoH2(OH)(OMe)2, 

and  its  Derivatives  [Walter  Norman  Haworth,  B.Sc.]. 

The  above  ketone  was  obtained  by  condensing  pyrogallol  trimethyl 
etlier  with  the  chloride  of  2-methoxy-7>toluic  acid  in  the  presence  of 
aluminium  chloride. 

The  acid  chloride  (54  grams)  and  pyrogallol  trimethyl  ether 
(50  grams)  were  finely  powdered,  suspended  in  carbon  disulphide,  and 
heated  on  the  water-bath  with  aluminium  chloride  (56  grams)  for  about 
four  hours.  The  product  was  decomposed  l)y  ice  and  dilute  hydro- 
chloric acid,  the  carbon  disulphide  removed  by  distillation  in  steam, 
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the  dark-coloured  oil  boiled  with  dilute  sodium  carbonate,  and  allowed 
to  stand  until  it  had  completely  solidified. 

The  precipitate  was  collected  at  the  pump  and  recrystallised  from 
methyl  alcohol. 

0-1262  gave  0  3135  CO.  and  0-0691  H^O.     C  =  67-7  j  H  =  6-l. 
CjylljgOr,  requires  0  =  67-6  ;  H  =  5'9  per  cent. 

The  determination  of  the  methoxy-groups  by  Perkin's  modification 
of  Zeisel's  method  gave  the  following  results  : 

0-1195  gave  0-2746  Agl.     MeO  =  30-4. 

CjyHjgO^  containing  3MeO  requires  MeO  =  30-8  per  cent. 

MethylhydroxTjtrhaethoxijhenzoj^henone  melts  at  109°  and  separates 
from  methyl  alcohol  in  long,  yellow  needles  ;  it  dissolves  in  caustic 
potash,  and  its  alcoholic  solution  gives  with  ferric  chloride  a  blood-red 
coloration.  These  facts  prove  that  the  hydrogen  chloride  evolved 
during  the  course  of  the  above  reaction  had  converted  one  of  the 
MeO  groups  (obviously  that  adjacent  to  the  CO  group)  into  the  hydroxyl 
group  (compare  p.  1655).  The  yield  of  ketone  obtained  from  the 
quantities  employed  in  the  above  preparation  was  20  grams. 


4:'-Methyl-^'  :  2  :  3  :  ^-tetramethoxyhenzophenone, 
Me(OMe)C6H3-CO-C,.H2(OMe)3. 

In  order  to  prepare  this  substance,  the  methylhydroxytrimethoxy- 
benzopheoone  just  described  was  dissolved  in  an  excess  of  aqueous 
potash  (15  per  cent.)  and  well  shaken  in  the  cold  with  an  excess  of 
methyl  sulphate,  when  the  completely  methylated  ketone  separated  as 
a  solid  and  was  puritied  by  recrystallisation  from  methyl  alcohol. 

0-1579  gave  0-3951  CO2  and  0-0900  H2O.     0  =  683;  H  =  6-4. 
OjgHgjjOj  requires  0  =  68-4;  H  =  6-3. 

Methyltetramethoxybenzophenone  melts  at  78°,  is  insoluble  in  caustic 
potash,  and  gives  no  coloration  when  ferric  chloride  is  added  to  its 
alcoholic  solution. 


A!-Methyl-V  :  3  :  4  :  5-tetrai7iethoxybenzopheno7ie, 
_OMe        _OMe 

~bMe 

A    derivative    of    benzophenone,    which    probably    has    the    above 
.structure,  was  prepared  by  condensing  ?/i-tolyl  methyl  ether  with  gallyl 
VOL.    LXXXIX.  5    U 
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chloiide  trimetliyl  ether  in  the  presence  of  aluminium  chloride  under  the 
same  conditions  as  those  described  above. 

The  product  of  the  reaction  consisted  of  a  substance  which 
separated  from  methyl  alcohol  in  ])rown  plates  and  melted  at  97°. 

0-1144  gave  0-2875  COg  and  0-0616  H^O.     C  =  68-5  ;  H  =  6-l. 
C^gHgoOs  requires  C  =  68-4  ;  H  =  6-3  per  cent. 

This  substance  is  insoluble  in  caustic  potash  solution,  and  therefore 
the  hydrogen  chloride  formed  during  its  preparation  had  not,  as  in  two 
previous  cases,  convei'ted  the  methoxy-group  adjacent  to  the  carbonyl 
group  into  hydroxyl  (see  pp.  1655,  1663). 

OMe_  _OMe 

3  :  4  :  3'  :  4' :  b'-Penlamethoxyhenzophenone,  MeO<^        yCO<^        ^OMe, 

and  its  Derivatives  [Jonathan  Natlou,  B.Sc.]. 

Gallyl  chloride  trimethyl  ether  (23  grams)  reacts  readily  with 
veratrole  (14  grams)  when  the  solution  in  carbon  disulphide  is  heated 
on  the  water-bath  wath  aluminium  chloride  (23  grams). 

The  product  was  treated  with  ice  and  dilute  hydrochloric  acid  and 
the  carbon  disuljjhide  removed  by  distillation  in  steam ;  the  solid 
ketone  was  then  collected  at  the  .pump,  washed  with  sodium  carbonate, 
and  purified  by  crystallisation  from  methyl  alcohol. 

0-2002  gave  0-4773  CO2  and  0-1153  Hp.     C  =  650;  H  =  6-4. 
CjgHgoOg  requires  C  =  65-l ;  H  =  6-0  per  cent. 

The  determination  of  the  methoxy-groups  gave  the  following 
result : 

01997  gave  0-6868  Agl.     MeO  =  45-7. 

CjgHgoOg  containing  5 MeO  requires  MeO  =  46  7  per  cent. 

3  :  4  :  3' :  4' :  b'-Fentamethoxyhenzophenone  crystallises  from  methyl 
alcohol  in  pale  salmon-coloured  crystals  and  melts  at  119 — 120°. 
When  treated  with  hydroxylamine  hydrochloride  and  caustic  potash 
in  the  usual  manner,  it  yields  an  oxime  which  crystallises  from  benzene 
in  white  needles  and  melts  at  143°. 

0'1666  gave  6-3  c.c.  nitrogen  at  16°  and  758  mm.     N  =  4  4. 
CjigHg^OgN  requires  N  =  4-0  per  cent. 


i 
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2-IIi/droxi/-3  :  4  :  3' :  4' :  b' -  PejUumethoxijbenzop/ienone, 
MeO_         OH_OMe 

Meo/     /CO^     ^OMe, 

MeO"  ~ 

a7i(l  its  Derivatives  [VicToii  John  Harding,  B.Sc.]. 

In  preparing  tliis  derivative  of  benzophenone,  gallyl  chloride  tri- 
methyl  ether  (39  grams)  was  mixed  with  pyrogallol  trimethyl  ether 
(31  grams)  and  heated  in  carbon  disul[>hide  sohition  on  the  water- 
bath  with  ahiininium  chloride  (30  grams)  in  the  manner  already 
described  (p.  1664).  The  ketone  was  purified  by  recrystallisation  from 
methyl  alcohol. 

0-1447  gave  0-3290  COg  and  00734  H.p.     C  =  62-0  ;  H  =  5-6. 
0-1661     „     0-3748  CO2    „    0-0820  H^'o.     C  =  62-l  ;  H  =  5'5. 
^18^20^7  I'equires  C  =  62-l  ;  H  =  5-7  per  cent. 

2-IIydroxi/-3  :  4  :  3'  :  4'  :  5'-2)entamethoxybenzophenone  melts  at 
133 — 134°,  dissolves  in  dilute  potash  with  an  intense  yellow 
colour,  and  the  solution  in  alcohol  gives  with  ferric  chloride  an 
intense  blood-i-ed  coloration.  These  properties  prove  that  the  sub- 
stance contains  a  hydroxyl  group,  the  presence  of  which  is  due  to 
the  action  of  the  hydrogen  chloride  produced  in  the  above  condensa- 
tion :  the  position  of  this  hydroxyl  group  is  doubtless  that  shown  in 
the  formula  at  the  head  of  this  section. 

The  oxime,  prepared  by  the  action  of  hydroxylamine  hydrochloride 
and  caustic  potash  in  the  usual  manner,  separates  from  alcohol  in 
feathery  crystals  and  melts  at  178 — 179°. 

0-1609  gave  6-2  c.c.  nitrogen  at  15°  and  752  mm.      N  =  4-4. 
CjgHjiOyN  requires  N  =  3-9  per  cent. 

2:3:4:  3'  -A' •.b'-Hexamethoxybenzophenone  is  produced  when  hydroxy- 
pentamethoxybenzophenone  is  treated  with  aqueous  caustic  potash  and 
methyl  sulphate  (p.  1663). 

It  melts  at  121°,  crystallises  fi-om  methyl  alcohol  in  glistening 
prisms,  is  insoluble  in  caustic  potash,  and  gives  no  coloration  when 
ferric  chloride  is  added  to  its  alcoholic  solution. 

0-1867  gave  0-4306  CO^  and  0-0971  H,0.     0  =  62-9  ;  H  =  5-8. 
CjgHggOj.  requires  C  =  63-0  ;  H  =  6-1  per  cent. 

The  University, 

Manchester. 
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CLXYIl. — Tlie  Nature  of  Ammoniacal  Copper  Solutions. 

Harry  Medforth  Dawson. 

In  two  previous  papers  (Dawson  and  McCrae,  Trans.,  1900,  77,  1239  ; 
1901,  79,  1072)  experimental  data  have  been  recorded  which  tend  to 
throw  some  light  on  the  nature  of  aqueous  solutions  of  certain  metal- 
ammonia  compounds.     In  the  former  paper  ammoniacal   solutions  of 
copper,  zinc,  cadmium  and  nickel  salts  were  investigated  and  the  con- 
clusion was  drawn  that  these  metals  form  ammonia  compounds  of  the 
same   type.      The   method   of  investigation   employed    consisted     in 
measuring  the  total  and   free  ammonia   in   the  ammoniacal  solutions. 
The  free  ammonia  was  determined  by  measuring  the  amount  extracted 
when   the   solutions    were   shaken   up   with   chloroform  at  a  definite 
temperature.     The  molecular  ratio  of  combined  ammonia  to  metal  was 
found  to  vary  between  3'15   and  4'0.     For  a  given  concentration   of 
the  metallic  salts  the  ratio  was  found  to  inci'ease  with  the  quantity  of 
ammonia  present,  and  with  a  fixed  proportion  of   total   ammonia   to 
metal,  the  molecular  ratio  of  combined  ammonia  was  found  to  increase 
with  the  absolute  concentration.     Dissociation  phenomena   were  thus 
indicated    by  the  experimental  data,  and  it   was   suggested  that  the 
changes   which   take  place   when  ammonia   is   gradually  added  to   a 
solution  of  one  of  these  salts  (for  example,  copper  sulphate)  might  be 
represented  by  the  scheme  : 

CUSO4-H2NH4OH  =  Cu(0H)2  +  (NH4)2S04 
Cu(0H)2  +  WNH3  ^  Cu/iNH3(OH)2 

CuwNH3(OH)2  +  (NHJ^SO^  ::^  CuiNHgSO^  +  (w-2)NH3  +  2H/J, 

n  being  less  than  4  and  probably  equal  to  2.* 

According  to  this  scheme  the  ammoniacal  solution  of  copper  sulphate 
represents  a   complex  system,  in  which  the  copper  is  present  in  the 

•   •  •    •  «    • 

form  of  three  different  ions,  CU4NH3,  CuwNHg,  and  Cu,  the  relative 
proportions  of  these  depending  upon  the  concentration  of  the  solution 
and  the  relative  proportions  of  ammonia  and  copper  salt. 

Since  the  publication  of  these  results,  Locke  and  Forssall  (Amer. 
Ch':7n.,  J.,  1904,  31,  268)  have  investigated  ammoniacal  solutions  of 
copper  sulphate,  and  arrived  at  the  conclusion  that  the  copper  in  such 
solutions  is  almost  entirely  present  in  the  form  of  a  very  stable  ion, 

Cu4NHo.     The   differences   in   the   value   of  the  molecular  ratio  of 

*  The  value  of  n,  previously  supposed  equal  to  2,  will  not  be  discussed  in  this 
paper. 
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combined  ammonia  to  copper  with  varying  concentration  of  the  sohi- 
tions  as  found  by  McCrae  and  myself,  are  stated  to  be  due  to  the  fact 
tliat  the  method  employed  by  us  does  not  give  the  correct  values  for 
the  concentration  of  free  ammonia  in  the  solutions.  The  experimental 
method  of  Locke  and  Forssall,  which  consisted  in  passing  a  current  of 
electrolytic  gas  througli  a  column  of  the  solution  immersed  in  a 
thermostat,  and  measuring  the  amount  of  ammonia  removed  by  a 
known  volume  of  the  gas,  does  not,  however,  differ  essentially  from  the 
mode  of  examination  adopted  by  us.*  It  is  precisely  on  this  account 
that  the  conclusions  deduced  from  the  two  series  of  experimental  data 
might  be  expected  to  agree.  Locke  and  Forssall,  however,  found  that 
the  molecular  ratio  of  combined  ammonia  to  copper  is  constant,  and 
independent  of  the  total  ammonia  concentration,  and  this,  they  point 
out,  is  not  consistent  with  the  view  that  more  than  one  complex 
copper  compound  is  present  in  the  solution.  The  fact  that  the 
experimentally  determined  values  of  the  ratio  NHg  :  Cu  are  considerably 

smaller  than  four,  as  required  by  the  complex  ion  CU4NH3.  is 
supposed  to  be  entirely  due  to  the  smaller  solubility  of  ammonia  in 
ammoniacai  copper  solutions  as  compared  with  pure  water.  Not  only 
is  this  assumption  made,  but  from  the  difference  between  the  required 
molecular  ratio  and  that  actually  found  in  the  case  of  the  least  con- 
centrated copper  solution  examined,  a  measure  of  the  decrease  in  the 
solubility  is  deduced.  By  means  of  the  empirical  formula  suggested 
by  Jahn  (Zeit.  phrjsikal.  Cheni.,  1895,  18,  8),  to  express  the  influence 
of  concentration  on  the  lowering  of  the  solubility  of  certain  gases  in 
water  on  the  addition  of  electrolytes,  values  are  then  deduced  as  cor- 
rection factors  for  the  two  more  concentrated  solutions  examined. 
The  actual  values  recorded  by  these  authors  for  the  constant  molecular 
ratio  NH3  :  Cu  are  403,  3-98  and  3-95  for  0-0235,  0-0470  and  0-1175 
molecular  copper  solutions  respectively. 

The  conclusions  drawn  from  numbers  so  obtained  can,  ol:)viously, 
not  lie  accepted.  The  value  of  the  correction  introduced  for  the 
diminished  solubility  of  ammonia  in  the  copper  solutions  is,  in  the 
first  instance,  perfectly  arbitrary,  and  the  application  of  Jahn's 
formula  to  solutions  of  ammonia  is  not  justified  by  any  experimental 
evidence.t 

*  It  may  be  noted  that,  according  to  Carveth  and  Fowler  {J.  Physical  Chem., 
1904,  8,  313),  exact  measurements  of  vapoiu-  pressure  cannot  be  at  all  readily  ob- 
tained by  tbe  method  of  air  bubbling.  On  the  other  hand,  Permaii  (ibid.,  1905,  9, 
36)  asserts  that  the  method  yields  accurate  results. 

t  More  recent  experiments  havre  led  to  the  setting  up  of  other  formulae  to  express 
the  influence  of  electrolytes  on  the  solubility  of  non-electrolytes  in  water  (compare 
Rothmund,  Zeit.  physikal.  Chem.,  1900,  33,  401;  Euler,  iUd.,  1904,  49,  303; 
Dawson  and  McCrae,  Trans.,  1901,  79,  493). 
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The  purely  experiuienLal  ri^sults  obtained  by  Locke  and  Forssall  ap- 
peared, however,  to  warrant  a  further  inquiry  into  the  matter,  and  the 
present  investigation  has  been  instituted  with  this  object.  In  the 
first  paper  by  McCrae  and  the  author  {loc.  cit.)  the  primary  object  was 
to  obtain  a  general  survey  of  the  nature  of  the  ammoniacal  solu- 
tions and  to  compare  the  behaviour  of  different  metals  rather  than  to 
ascertain  with  the  maximum  degree  of  accuracy  the  phenomena  in 
the  case  of  any  particular  metal.  The  experiments  described  in  this 
paper,  however,  represent  an  attempt  to  elucidate  the  nature  of 
ammoniacal  solutions  of  copper  sulphate  as  accurately  as  is  possible  by 
the  method  of  examination  employed. 

The  actual  experimental  work  was  carried  out  in  the  manner 
previously  described,  but  in  order  to  obtain  greater  accuracy, 
especially  in  the  case  of  the  more  dilute  solutions,  much  larger 
quantities  of  aqueous  solution  and  of  chloroform  were  employed,  and 
the  thermostat,  in  which  the  experiments  were  made,  was  so  arranged 
that  the  temperature  variations  did  not  exceed  ±  0"025°. 

In  reference  to  the  distribution  of  ammonia  between  pure  water  and 
chloroform,  it  has  already  been  shown  that  the  concentration  ratio 
Choo/^chci3  decreases  with  increasing  ammonia  concenti-ation,  but  the 
relationship  between  these  two  factors  could  not  be  determined  with 
a  desirable  degree  of  accuracy  in  the  case  of  dilute  solutious 
containing  less  than  0*5  mol.  of  ammonia  per  litre  of  aqueous 
solution.  On  this  account,  further  measurements  have  been  made 
according  to  the  improved  experimental  method.  The  data  are 
collected  in  Table  I ;  c  and  c'  denote  the  molar  concentration  of 
ammonia  in  water  and  chloroform  respectively,  and  h  the  distribution 
ratio  =  cjc  .  The  temperature  at  which  all  experiments  were  made  was 
19-5°. 

Table  I. 

c     0-1540         0-1885         0-2011         0-2074         0-3336       0-3958       0-4898 
c'    0-005919     0-007283     0-007759     0-008028     0-01299     0-01545     0-01923 
k  26-01  25-87  25-92  25-83  25-67         25-61         25-46 


c  0-5207 

0-6247 

0-6674 

0-7554 

0-8796 

c'  0-02043 

0-02463 

0-02646 

0-03005 

0-03522 

k   25-49 

25-36 

25-23 

25-14 

24-98 

If  the  values  of  k  are  graphically  represented  as  a  function  of  c, 
the  points  so  obtained  lie  \ery  approximately  on  the  straight  line 
corresponding  to  the  equation  : 

/c  =  26-16- 34-14  c (1) 

The  supposed  deviations  from  this  linear  relationship,  indicated  by  the 
earlier  experiments  at  small  ammonia-concentrations,  are  not  confirmed 
by  these  more  accurate  measurements. 
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Before  a  knowledge  of  the  ratio  of  distribution  of  uiuiuunia  between 
water  and    cliloroform   can    be   utilised  to  determine   accurately  the 
quantity  of  free  ammonia  in  ammoniacal  solutions  of  copper  sulphate 
several   points  require   consideration.     Firstly,  water  and  chloroform 
represent  a  pair  of  liquids   whicli    at  the   ordinary    tenqici'ature   are 
slightly  miscible.     According  to  Herz  {Ber.,  1898,  31,  2669),  at  22", 
100  c.c.  of  water  dissolve  0'420  c.C/  of  chloroform  and  give  100'39  c.c.  of 
solution,  whilst  100  c.c.  of  chloroform  dissolve  0'152  c.c.  of  water  and 
the  volume  of  the  solution  is  99'62   c.c.     The  extent  of  this  mutual 
solubility  is  no  doubt  altei-ed  when   ammonia   is   present  in  the  two 
liquids    and    copper    salt    in    the    water.     Secondly,    when    a    copper 
sulphate  solution  of  definite  concentration  is  shaken  up  with  chloro- 
form, this  concentration  will  undergo  a  slight  change,  the  amount  of 
which  depends  at  a  given  temperature  on   the   original  concentration 
and  on  the  relative  volumes  of   the  solution  and  of  chloroform  which 
are  brought  together.     In  ammoniacal  solutions  the   change  of  con- 
centration from  this  cause  will  also  no  doubt  depend  on  the  ammonia 
concentration.       This    change    of    concentration    cannot    be    directly 
ascertained    from    the    data    which   measure   the   miscibility    of  pure 
water  and  pure  chloroform,  for  the  mutual  solubility  is  altered  by  the 
presence  of  the  foreign  substances  (ammonia  and  copper  salt)  in  the 
two  liquids.     Thirdly,  the  influence  which  the  dissolved  copper   com- 
pound (or  compounds)  exerts  on  the  distribution  of  the  free  ammonia 
between    water   and   chloroform   must  be   taken   into   account.     This 
influence  is  no  doubt  very  considerable  and  an  accurate  knowledge  of 
it  is  necessary  for  the  determination  of  the  true  values  of  the  combined 
ammonia,  but  its  magnitude  cannot  be  determined   by  direct  experi- 
ment.    On  the  basis  of  the  numerous  data  already  obtained  for  salts 
of  the   alkali  metals  (Dawson  and  McCrae,  Trans.,  1901,  79,  493),  it 
may  be  inferred,  however,  that  the  direction  of   this  influence  is  such 
that    the   relative    solubility   of    the   free    ammonia    in   the   water  is 
diminished.    In  the  case  of  these  salts,  it  is  impi'obable  that  the  effect 
of  the  dissolved  electrolyte  is  complicated  to  any  appreciable  extent  by 
chemical    interaction    with    the    ammonia.      The    magnitude    of    the 
influence  is  dependent  on  the  nature  of  the   component  ions  and  is 
additive  in   character.     The   carbonates,  sulphates,  and   oxalates   are 
much   moi'e  active  than   the   iodides,   bromides,  and  nitrates   of  the 
same  metal. 

The  experimental  method,  having  regard  to  the  first  two  disturbing 
factors,  may  now  be  considei'ed.  If  the  relative  volumes  of  water 
and  chloroform  are  suitably  chosen,  the  volume  of  the  aqueous  solution 
will  not  be  altered  after  shaking  with  cliloroform.  Utilising  Ilerz's 
data,  it  can  be  easily  shown  that  the  volume  of  chloroform  which 
must  be  shaken  up  with  100  c.c.  of  water,  in  order  that  this  condition 
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100     /^^^     (100)2  \ 
may  lie  satisfied,  is  given  by  the  equation  :  x  =  VyT^')  [  ^^  ""  1 00-39  /' 

from  which  a;  =  256  c.c.  If  we  assume  that  the  ammonia  and  copper 
salt  do  not  appreciably  affect  the  mutual  solubility  of  the  two  liquids, 
it  follows  that,  l>y  employing  ammoniacal  copper  solutions  and  chloro- 
form in  the  volume  ratio  1  : 2'56,  the  concentration  of  the  dissolved 
copper  will  be  unchanged.  This  conclusion  and  the  somewhat  arbitrary 
assumption  involved  were  submitted  to  the  test  of  experiment.  Sixty 
c.c.  of  an  ammoniacal  copper  sulphate  solution  (NH^  =  I'OO 
Cu  =  0*0501  mol.  per  litre)  were  shaken  up  with  150  c.c.  of  chloroform 
and  the  resulting  aqueous  solution  was  found  to  contain  0*0502  mol. 
Cu  per  litre.  The  concentration  of  the  dissolved  copper  is  evidently 
unaltered  in  these  circumstances,  and  in  the  experiments  to  be 
described  the  relative  volumes  were  chosen  in  accordance  with  this 
condition. 

In  respect  of  the  third  disturbing  factor,  it  has  already  been  found 
that  the  influence  of  alkali  salts  on  the  ammonia  distribution  is 
proportional  to  their  concentration.  This  proportionality  has  been 
confirmed  by  a  new  series  of  more  accurate  experiments  with  sodium 
sulphate.  In  these  experiments,  the  ammonia  concentration  in  the 
chloroform  was  very  nearly  constant  and  equal  to  0*015  mol.  per  litre, 
for  which  concentration  the  distribution  ratio  in  the  case  of  pure 
water  k  is  equal  to  25*64.  In  the  table,  the  sodium  sulphate  (?»)  and 
ammonia  (c  and  c)  concentrations  in  mol.  per  litre  are  given  in  the 
first,  second,  and  third  columns  ;  the  fourth  contains  the  values  of  the 
distribution  ratio  k',  the  fifth  the  values  of  (k  —  k')lm.  For  the  purpose 
of  comparison,  the  values  of  ^  -  k'/m^  are  also  given. 


Table 

II 

• 

m. 

c  (H,0). 

C'  (CHCI3). 

Ic'. 

k  -  k'/m. 

k-k'Imi 

0-156 

0-3694 

0-01534 

24-07 

10-05 

5*41 

0-313 

0-3411 

0*01512 

22-56 

9-84 

6*68 

0*469 

0-3196 

0-01512 

21*13 

9*62 

7-47 

The  values  of  ^  —  k'/m  are  very  nearly  constant  and  indicate  that 
the  "  salting-out "  effect  is  very  approximately  proportional  to  the 
concentration  of  the  dissolved  salt,  and  not  to  the  (concentration)  ^  as 
was  gratuitously  assumed  by  Locke  and  Forssall  in  the  case  of  the 
vapour  pressure. 

In  a  second  series  of  experiments  the  concentration  of  the  sodium 
sulphate  was  in  every  case  0'313  mol.  per  litre,  whilst  the  ammonia 
concentration  was  varied. 
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Table  III. 

c  (H^O). 

c'  (CHCl.,).  k  (from  equation  1).      /.•'. 

k  ~  k'/m 

0-1755 

0-007668                 25-90                 22-88 

9-65 

0-3411 

0-01512                   25-64                 22-56 

9-84 

0-6543 

0-02956                  25-15                22-14 

9-62 

Tlie  numbers  indicate  that  the  "salting-out  "  action  of  the  sodium 
sulphate  is  independent  of  the  ammonia  concentration  within  the 
limits  of  concentration  employed. 

On  the  basis  of  these  experimental  results  the  distribution  ratio  k' 
of  ammonia  between  an  aqueous  solution  of  an  electrolyte  and 
chloroform  may  be  expressed  by  the  equation  : 

/(;'  =  ;5;-am  =  26-16- 34-14  c' -  8m (2) 

in  which  c  is  the  ammonia  concentration  in  the  chloi'oform,  m  the 
concentra,tion  of  the  electrolyte  in  the  aqueous  solution,  and  S  the 
"salting-out  "  effect  produced  by  the  electrolyte  at  a  concentration  of 
1  mol.  per  litre. 

By  means  of  this  equation  the  concentration  of  the  free  ammonia  in 
an  aqueous  solution  of  the  electrolyte  can  be  determined,  and  if  the 
total  ammonia  concentration  is  known,  the  combined  ammonia  is  given 
by  the  difference.  For  the  molecular  proportion  of  combined  ammonia 
in  an  ammoniacal  copper  solution,  we  have  then  i 

TIT  1       J.-    Combined  NH,         c  —  k'c      c  —  kc   ,  «  ,  /o\ 

Mol.  ratio ^    = = +dc    .  .  .   .  [S) 

Cu  m  m 

The  value  of  S,  which  measures  the  "  salting-out  "  or  ammonia  dis- 
placing effect  of  the  dissolved  cupriammonia  compound,  is,  of  course, 
unknown,  but  the  calculation  of  the  combined  ammonia  may  be  carried 
out  with  two  limiting  values  of  S,  such  that  the  true  value  is  in  all 
probability  intermediate.  As  a  lower  limit  8  =  0  has  been  taken,  and 
as  a  higher  limit  8=  10,  which  is  the  value  found  in  the  case  of  sodium 
sulphate,  and  represents  an  ammonia  displacing  power  of  considerable 
magnitude. 

Before  the  experimental  numbers  are  communicated,  it  may  be 
noted  that,  according  to  equation  (3),  the  measurement  of  the  combined 
ammonia  depends  on  the  difference  between  two  quantities,  both  of 
which  increase  with  increasing  total  ammonia  concentration.  For  this 
reason  the  accurate  determination  of  combined  ammonia  in  the  case  of 
solutions  containing  considerable  excess  of  ammonia  is  impracticable. 
On  the  other  hand,  the  concentration  of  ammonia  in  the  chloroform  is 
so  small  in  the  case  of  aqueous  solutions  containing  little  free  ammonia 
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that  a  limit  to  the  accurate  experimental  determination  of  combined 
ammonia  is  also  fixed  in  this  direction.  These  considerations  have 
determined  the  limits  of  the  investigation  which  on  general  grounds 
has  been  confined  to  dilute  solutions. 

Four  series  of  experiments  have  been  carried  out  in  which  the  con- 
centration of  the  copper  salt  was  respectively  0'0125,  0025,  005,  and 
0"10  mol.  per  litre.  In  each  of  these  series  the  ammonia  concentra- 
tion was  varied,  the  extreme  values  for  the  molecular  ratio  NHg :  Cu 
being  5 '5  and  24.  In  most  cases,  the  experiments  were  made  in 
duplicate.  In  the  table  the  successive  columns  contain  (1)  the 
ammonia  concentration  of  the  aqueous  solution  in  mols.  per  litre,  (2) 
the  molecular  ratio  of  total  ammonia  to  copper,  (3)  the  ammonia  con- 
centration of  the  chloroform  solution,  (4)  the  distribution  ratio  k 
calculated  from  equation  (1),  and  (5)  the  molecular  i"atio  of  combined 
ammonia  to  copper  calculated  for  8  =  0  and  8  =  10  according  to  equa- 
tion (3). 

Table  IV. 

Co7icentration  of  Copjjer,  0'0125  mol.  per  litre. 


Mol.  ratio, 
NH3  (H2O).  total  NH3/CU.    NH3(CHCl3). 
0-1042  8-34  0-002438 

0-1055  8-44  0-002479 

0-1975  15-80  0-005940 

0-2001  16-01  0-00()040 

0-2981  23-84  0-009860 

Concentration  of  Copper,  0*025  mol.  per  litre. 

0-00347  26-04  3-40                 3-43 

0-00358  26-04  3-37                 3-41 

0-00500  25-99  3-48                 3-53 

000502  25-99  3*49                 3-54 

0-01121  25-78  3-64                375 

0-01123  25-78  3-62                 3-73 

Concentration  of  Copper,  0'05  mol.  per  litre. 

0-00492  25-99  3-53                 3-58 

000613  25-95  3-55                 3-61 

0-00616  25-95  3-54                 3-60 

0-01466  25-66  3-62                 3-77 

001463  25-66  3-67                 3-82 

0-01605  25-61  3-70                 3-86 

002658  25-25  3-61                3-38 

Concentration  of  Copjier,  0*10  mol.  per  litre. 

0-00711  25-92  3-64                 3-71 

0-00710  25-92  3-65                 3-72 

0-02275  25-38  3-71                 3-94 

0-02315  25-37  3-73                3-96 


Mol. 

ratio, 

Combined  NHg/Cu. 

k. 

5  =  0. 

8  =  10. 

26-08 

3-25 

3-27 

26-08 

3-27 

3-29 

25-96 

3-46 

3-52 

25-96 

3-46 

3-52 

25-82 

3-46 

3-56 

0-1754 

7-02 

0-1776 

7-10 

0-2169 

8-68 

0-2177 

8-71 

0-3799 

15-20 

0-3800 

15-20 

0-3042 

Cona 
6-08 

0  3367 

6-73 

0-3370 

6-74 

0-5572 

11-14 

0-5590 

11-18 

0-5964 

11-93 

0-8521 

17-04 

0-5476 

Cone 

5-48 

0-5486 

5-49 

0-9488 

9-49 

0-9605 

9-60 
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In  regard  to  the  two  serie.s  of  nuraber.s  in  column  (5),  it  is  to  be 
noted  that  the  true  vahies  of  the  combined  ammonia  are  in  all  prob- 
ability intermediate  to  the  two  values  given.  Although  the  true 
values  ai'e  not  determinable  by  the  experimental  method  employed  in 
thi.s  investigation,  yet  the  numbers  indicate  with  certainty  that,  for 
a  given  copper  concentration,  the  molecular  ratio  of  combined  ammonia 
to  copper  increases  with  increase  in  the  total  ammonia  concentra- 
tion. The  variation  of  the  proportion  of  combined  ammonia  for  a 
given  alteration  in  the  ammonia  concentration  is  evidently  greater 
when  the  ammonia  displacing  influence  of  the  dissolved  complex 
comjiound  is  taken  into  account  in  the  calculation. 

The  following  numbers,  which  are  interpolated  from  the  data  in  the 
previous  table,  show  the  variation  of  the  proportion  of  combined 
ammonia  with  the  concentration  of  the  solution  when  the  ratio  of 
total  ammonia  to  copper  is  kept  constant. 


Concentration  of 
coi>per  salt, 
mo  .  per  litre. 
0-0125 
0  025 
0-05 
0-10 

Table 

Mol.  ratio, 
total  NH3/CU. 
8-0 
8-0 
8-0 
8-0 

V. 

com 

Mol.  ratio, 
bini'd  Nlis/Cu. 

5  =  0. 
3-25 
3-43 
3-58 
3-69 

5  =  10. 

3-27 
3-49 
3-67 
3-86 

It  is  clear  that  with  increasing  dilution  the  proportion  of  combined 
ammonia  decreases  to  a  considerable  extent,  and  the  variation  is 
greater  when  it  is  assumed  that  8=  10  than  when  8  =  0. 

Some  experiments  carried  out  with  solutions  of  the  crystalline  salt, 
CuS04'4NH3,H20,  may  now  be  described.  The  cupriammonia  sul- 
phate was  prepared  according  to  the  method  described  by  Andre 
{ComjH.  rend.,  1885,  100,  1138)  by  passing  ammonia  into  a  con- 
centrated and  well-cooled  solution  of  copper  sulphate,  washing  the 
separated  crystals  with  aqueous  ammonia  and  drying  over  lime. 
Analysis  of  the  crystals  gave  Cu  =  25-85,  NH3=  27*86,  the  formula 
requiring  Cu  =  25*85  and  NFr„  =  27*76  per  cent. 

Concentrated  solutions  of  this  salt  appear  to  be  quite  stable,  but  on 
dilution  precipitation  takes  place.  A  freshly-prepared  solution  con- 
taining approximately  0*1  mol.  per  litre  appears  to  be  optically  clear, 
but  care  must  be  taken  in  the  preparation  of  the  solution  if  the  forma- 
tion of  a  precipitate  is  to  be  avoided.  On  standing  for  some  days,  a 
portion  of  the  copper  is  precipitated  from  such  a  solution.  It  was  of 
some  intex-est  to  determine  the  proportion  of  combined  ammonia  in 
these   solutions,   and   two   freshly -prepared   approximately   O'l   molar 
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solutions  were  examined,  the  data  obtained  being  given  in  the  follow- 
ing table.  In  the  case  of  the  second  solution,  the  copper  concentra- 
tion was  determined  both  before  and  after  shakinof  with  chloroform. 
The  difference  in  the  two  values  indicates  that  a  small  proportion  of 
the  copper  was  removed  from  the  aqueous  solution  liy  the  process  of 
extracting  with  chloroform,  and  it  is  possible  that  this  represents 
copper  already  present  in  the  form  of  colloidal  or  suspended  copper 
hydroxide.  In  the  interpretation  of  the  experimental  data,  this  possi- 
bility must  be  kept  in  mind. 


Table  VI. 


Copper 


Mol.  ratio, 
;'Oiiibined  Nil  /('u. 


couceutratioi),                 NH3  (H.,0),  NH3  (CHCI3).  5^:0.  5  =  10. 

0'1021                             0--1044  0-001995  3-45  3-47 

/  0-0990  (before  cxpt.)    0-3918  0-00'210  3-40  3-42\ 

1 0-0985  (after      ,,     )    0-3918  0-00'210  3-42  3-44/ 

The  values  of  the  ratio  of  combined  ammonia  to  copper  indicate 
that  an  aqueous  solution  of  the  substance  CuS04'4NH3,H20  contains  a 
considerable  quantity  of  free  ammonia  resulting  from  the  dissociation 
of  the  complex  compound,  and  the  data  agree  satisfactorily  with  those 
obtained  in  the  examination  of  solutions  containing  larger  quantities 
of  ammonia. 

The  observations  recorded  in  this  paper  lead  the  author  to  conclude 
that  the  view  of  Locke  and  Forssall,  according  to  which  ammoniacal 
solutions  of  copper  sulphate  contain  copper  exclusively  in  the  form  of 

a  stable  complex  ion,  Cu'iNHg,  is  untenable. 

In  concentrated  solutions  or  solutions  containing  considerable  excess 
of  ammonia,  the  copper  appears  to  be  present  very  largely  in  the  form 
of  this  ion,  but  on  dilution  of  the  solution  or  decrease  in  the  relative 
proportion  of  the  ammonia,  this  complex  ion  undergoes  dissociation 
with  the  separation  of  ammonia,  the  process  leading  ultimately  to  the 
precipitation  of  copper  hydroxide  from  solution.  Although  the  exact 
nature  of  the  changes  is  not  yet  known,  yet  the  experimental  facts 
are  in  agreement  with  the  equations  on  p.  1666.  It  is  hoped  that 
experiments  which  ai*6  in  progress  will  throw  further  light  on  the 
nature  of  this  complex  system. 

The  University, 
Leeds. 
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CLXVlll. — A  Development  of  the  Atomic  Theory  which 
Correlates     Chemical    and     Crystalline     Structure 
and  leads    to   a  Demortstration   of  the    Nature  of 
Valency. 

By  William  Barlow  and  William  Jackson  Pope. 

The  morphotropic  relationships  observed  between  related  chemical  sub- 
stances, fragmentary  as  they  are,  indicate  convincingly  that  crystal 
structure  is  a  function  of  chemical  constitution,  although  no  satis- 
factory suggestion  as  to  the  nature  of  this  function  has  yet  been  made. 
Further,  the  simple  character  and  wide  applicability  of  the  doctrine  of 
valency  su^'gests  that  valency  is  capable  of  a  perfectly  definite  physical 
interpretation  ;  the  failure  of  the  njimerous  attempts  which  have  been 
made  to  convert  the  doctrine  of  valency  into  a  concept  comparable  in 
definiteness  with  the  atomic  theory  does  not  weaken  the  conviction  as 
to  its  possibility. 

The  determination  of  the  nature  of  valency  and  of  the  connexion 
existing  between  chemical  constitution  and  crystal  form  is  a  problem 
affecting  the  foundations  of  both  chemistry  and  crystallography.  By 
adopting  a  very  simple  fundamental  conception  as  to  the  nature  of  the 
environment  of  the  atoms  in  a  chemical  molecule  which  will  be  accept- 
able to  the  chemist  and  applying  to  it  methods  of  ti-eatment  which  will 
be  acceptable  to  both  crystallographer  and  chemist,  we  find  ourselves 
able  to  offer  a  scheme,  which,  whilst  in  entire  harmony  with  current 
views  of  molecular  constitution,  indicates  quantitatively  the  relation 
of  chemical  constitution  and  crystalline  form  for  any  compound  sub- 
stance, and  interprets  valency  as  a  simple  volume  relation. 

The  fundamental  conception  which  forms  the  basis  of  the  present 
work  is  briefly  stated  below,  and  this  statement  is  followed  by  a  discus- 
sion in  which  the  conception  is  expanded  or  developed  into  a  form  sus- 
ceptible of  treatment  by  the  geometrical  methods  of  crystallography. 

The  Ftmdamental  Conception. 

Each  chemical  atom  present  in  a  compound  occupies  a  distinct  por- 
tion of  space  by  virtue  of  an  influence  which  it  exerts  uniformly  in 
every  direction.  The  domain  of  a  chemical  molecule  is  the  space-unit 
consisting  of  one  or  more  of  these  distinct  portions  of  space,  obtained 
by  homogeneously  sub-dividing  into  units  a  homogeneous  structure 
built  up  of  the  spheres  of  influence  of  a  number  of  associated  atoms. 
The  form  of  aggregation  of  the  spheres  of  influence  of  the  atoms  thus 
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associated  iu  a  molecule  constitutes  the  stereometric  arrangement  of 
these  atoms  and  thus  the  chemical  molecule  acquires  a  definite  shape. 
A  crystal  is  the  homogeneous  structure  derived  by  the  symmetrical 
arrangement  in  space  of  an  indefinitely  large  number  of  spheres  of 
atomic  influence.* 


Development  of  the  Fundamental  Concejition. 

A  meclianical  assemblage  of  the  nature  contemplated  by  the  above 
fundamental  conception  may  be  a  stable  one  if  subject  to  the  operation 
of  two  opposing  influences  acting  between  the  atomic  centres,  namely, 
(1)  a  repellent  force,  which  may  be  attributed  to  the  kinetic  energy  of 
the  atoms,  (2)  an  attractive  force  of  the  nature  of  gravity.  The 
simplest  premise  is  that  these,  and  no  other  opposing  forces,  are  opera- 
tive. The  nature  of  the  equilibrium  in  such  an  assemblage  is  repre- 
sented by  the  hypothesis  that  space  is  filled  by  spheres  of  atomic 
influence  which  are  in  mutual  contact  at  their  boundaries  ;  for  most 
practical  purposes  it  suffices  to  regard  the  assemblage  as  in  static  equi- 
librium under  the  influence  of  the  two  opposing  forces,  although  the 
spheres  of  atomic  influence  are  doubtless  the  seat  of  considerable 
activity  of  movement. 

It  is  noteworthy  that  the  assumption  of  simultaneously  operative 
attractive  and  repulsive  forces  acting  between  the  atoms  has  been 
made  in  every  serious  attempt  to  visualise  atomic  and  molecular  action. 
Boscovich  in  1758  premised  that  the  atoms  are  held  apart  and  at 
equilibrium  distances  as  the  result  of  an  equilibrium  established 
between  the  attractive  and  repulsive  forces  acting  between  them ;  by 
postulating  the  existence  of  similar  forces  acting  between  the  mole- 
cules of  gases  and  liquids,  van  der  Waals  has  more  recently  succeeded 
in  accounting  almost  perfectly  for  the  physical  behaviour  of  fluids. 
The  conclusion  that  the  atoms  appropriate  distinct  and  characteristic 
portions  of  space  in  the  manner  now  premised  has  been  rendered  un- 
questionable by  the  unique  compai-ative  work  of  Tutton  on  the  alkali 
sulphates  and  double  sulphates  and  the  corresponding  selenates. 
(Compare  also  Sollas,  Proc.  Roy.  Sac,  1898,  63,  271.) 

The  attractive  forces  acting  between  the  atoms  will  cause  the 
portions  of  space  which  they  respectively  appropriate,  supposed  as 
spherical   as   possible,    to   be   in    contact   one   with  another,    at   the 

*  The  meaning  attached  to  the  term  ' '  homogeneous "  in  the  present  paper  is 
indicated  by  the  following  definition  :  a  homogeneous  structure  or  assemblage  is 
one  in  which  every  point  or  unit  possesses  an  environment  identical  with  that  of  an 
infinitely  large  number  of  other  similar  points  or  units  in  the  assemblage  if  the 
latter  is  regarded  as  indefinitely  extended  throughout  space  (compare  Barlow,  Min. 
Mag.,  1897,  11,  120;  Hci.  Froc.  Roxj.  Dull.  ,SVc.,  1897,  8,  528). 
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maximum  uuiuber  of  poiiils  ;  and  as  a  result  of  this  the  atoms  com- 
posing a  chemical  molecule  will  lie  as  closely  together  as  possible  whilst 
the  molecules  themselves  will  also  pack  closely  together  into  the 
minimum  compass.  In  other  words,  the  spheres  of  influence  of  the 
atoms  composing  a  molecule  will  be  forced  into  such  relative  positions 
as  will  permit  of  the  molecules  themselves  packing  together  closely. 
The  total  effect  produced  is  thus  one  corresponding  to  that  of  a 
uniform  compression  exerted  upon  a  concourse  of  elastic  bodies  in 
contact,  the  necessary  result  of  which  would  be  to  leave  a  minimum  of 
interstitial  space. 

Now  the  maximum  closeness  of  packing  of  a  number  of  similar 
bodies  is  commonly  attained  in  some  homogeneous  arrangement  of 
them,  that  is,  in  sotue  arrangement  in  which  the  distribution  of  the 
structural  units  is  the  same  about  every  unit.  And,  since  all  crystal- 
line structures  are  homogeneous  assemblages  built  up  of  certain  units, 
which  units  we  conceive  to  bo  the  chemical  molecules,  we  develop  from 
our  fundamental  conception  the  view  that  a  crystalline  structure  is  a 
close-packed,  homogeneous  assemblage  of  the  spheres  of  influence  of 
the  component  atoms. 

The  close-packed,  homogeneous  assemblage  of  spheres  of  atomic 
influence  derived  by  the  comparatively  simple  process  of  development 
just  indicated  is  partitionable,  homogeneously,  into  cells  which  are  all 
exactly  similar  and  each  of  which  contains  a  chemical  molecule.  The 
essential  feature  of  the  new  method  of  investigation  introduced  in  the 
present  paper  is  the  formation  of  close-packed  assemblages  corre- 
sponding to  different  chemical  compounds  and  the  study  of  the  par- 
titionings  of  them  which  can  be  effected.  Inasmuch  as  the  close- 
packed  assemblage  must  coincide  in  symmetry  and  relative  dimensions 
with  the  crystalline  structure  of  the  substance  represented,  our  method 
may  be  checked  to  a  large  extent  quantitatively  by  reference  to  the 
crystallographic  measurements ;  and  since  the  assemblage  itself  can  be 
partitioned  into  units  identical  in  composition,  configuration,  and  shape 
with  the  chemical  molecule,  the  study  of  this  partitioning  at  once 
reveals  a  number  of  important  geometrical  properties  of  the  molecule. 
Many  of  these  properties  furnish  immediate  explanations  of  observed 
peculiarities  of  chemical  behaviour,  such  as  those  relating  to  tauto- 
meric or  isodynamic  compounds,  to  substitution  in  aromatic  nuclei,  and 
the  like.  In  the  present  work,  the  necessity  never  arises  for  intro- 
ducing the  common  conception  that,  within  the  molecule,  the  portions 
of  space  appertaining  to  different  atoms  overlap — that,  like  figure- 
skaters  associated  in  the  production  of  some  complex  figure,  the 
different  atoms  folio  nf  paths  which  cross  or  interweave  —  and  thereby 
give  rise  to  tautomerism  and  intermolecular  change.  Further,  the 
ambit   of    this    inquiry    does    not    involve   the   assumption    that    the 
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individual  atoms  possess  polarity,  although  the  derived  cluster  or 
molecule  may,  and  indeed  often  does,  exhibit  polai-ity  as  a  conse- 
quence of  the  arrangement  of  the  atoms. 

The  construction  of  close-packed  assemblages  representing  molecular 
complexes  by  the  packing  together  of  the  spheres  of  atomic  influence 
of  various  elements  naturally  involves  the  assignment  of  specific 
volumes  or  diameters  to  the  latter.  It  might  therefore  seem  at  first 
sight  that  fresh  assumptions  defining  these  volumes  are  necessary,  and 
that  these  would  be  as  axiomatic  in  character  as  is  our  fundamental 
conception  ;  this,  however,  is  not  the  case,  and  for  a  reason  which 
will  be  fully  developed  later,  but  which  may  be  indicated  briefly 
here. 

On  studying  the  methods  by  which  one  close-packed  homogeneous 
assemblage  of  spheres  may  be  converted,  geometrically,  by  substitution 
of  certain  of  its  pai'ts,  into  related  close-packed  homogeneous  as- 
semblages, geometrical  properties  governing  the  substitution  become 
revealed  which  are  of  perfectly  general  applicability  and  which  lead  at 
once  to  a  geometrical  interpretation  of  valency.  These  geometrical 
properties  are  discussed  later,  but  one  must  be  noted  here.  It  is  that 
if  some  set  of  spheres  in  the  assemblage  is  to  be  replaced  by  another 
set  which  is  to  occupy  the  same  cavities,  and  in  such  a  way  that  the 
new  and  also  homogeneous  assemblage  shall  retain  the  same  general 
arrangement  of  parts  and  the  same  density  of  packing  as  the  old  one, 
the  total  solid  volume  of  the  substituting  and  substituted  spheres 
must  be  almost  the  same.  Thus,  for  instance,  in  the  close-packed 
homogeneous  assemblage  representing  benzene,  groups  are  found  of 
three  hydrogen  spheres,  one  of  the  three  spheres  belonging  to  each  of 
three  adjacent  molecules ;  if  one-sixth  of  these  groups  are  to  be 
symmetrically  replaced  each  by  one  nitrogen  sphere,  so  as  to  produce  the 
assemblage  for  triphenylamine,  the  sphere  representing  nitrogen  must 
have  about  three  times  the  volume  of  that  representing  hydrogen.  If 
these  relative  volumes  are  chosen,  the  replacement  can  be  effected  so 
that  close-packing  and  homogeneity  are  retained  practically  unim- 
paired ;  if  other  relative  volumes  are  assigned  to  the  spheres  repre- 
senting nitrogen  and  hydrogen,  the  derived  assemblage  cannot  be 
rendered  homogeneous  and  as  close-packed  as  before  without  such  a 
re-arrangement  of  its  parts  that  it  no  longer  represents  chemically 
the  triphenyl  derivative  of  ammonia. 

The  ordinary  law  of  valency  is  thus  merely  an  interpretation  of  a 
simple  geometrical  property  of  close-packed  homogeneous  assemblages 
of  spheres ;  the  other  aspects  of  valency,  such  as  multivalency, 
the  valency  of  compound  radicles,  etc.,  are,  as  will  appear  later, 
also  directly  traceable  to  simple  geometrical  properties  of  such 
as.semblage.s. 
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To  prevent  misunderstanding,  three  remarks  must  at  once  be  made 
concerning  this  application  of  geometrical  principles.  First,  it  is  not 
to  be  supposed  that  the  whole  numbers  by  which  we  ordinarily  repre- 
sent the  valency  of  the  dili'urent  elements  stand  precisely  in  the  ratios 
of  the  volumes  of  the  spheres  of  atomic  inliuence ;  these  numbers  are 
merely  approximations  and  the  spheres  of  atomic  influence  of  the 
univalent  elements,  for  instance,  are  not  quite  the  same.  Indeed, 
peculiarities  in  the  types  of  combination  occurring  between  allied 
elements  of  the  same  valency  may  be  traced  to  slight  deviations  from 
this  geometrical  interpretation  of  the  valency  numbers.  Secondly,  the 
volume  ratios  of  the  spheres  of  influence  uf  different  elements  do  not 
remain  quite  constant  under  changes  of  condition ;  thus,  differences 
exhibited  between  the  types  of  combination  effected  between  two 
given  elements  at  different  temperatures  may  be  tiaced  to  slight 
differences  in  the  relative  rate  of  increase  of  the  volumes  of  the  atomic 
spheres  of  influence  as  the  temperature  rises.  Thirdly,  in  passing 
from  compound  to  compound,  the  absolute  magnitudes  of  the  spheres 
of  atomic  influence  often  change  considerably,  although  the  relative 
magnitudes  are  but  slightly  affected. 

These  three  I'emarks  are  not  the  direct  outcome  of  the  fundamental 
conception,  but  are  the  result  of  a  consideration  of  the  observed  facts 
in  the  light  of  that  conception.  The  third  is  of  importance  in  connex- 
ion with  the  theory  of  molecular  volumes,  in  that  it  indicates  that  the 
molecular  volume  is  not  an  additive  property  which  can  be  summed  up 
from  component  atomic  volumes  in  the  simple  manner  attempted  in 
the  past.  An  example  which  will  make  this  clear  may  be  drawn  from 
the  data  (p.  1699)  relating  to  benzene  and  its  dei-ivatives  containing 
halogen.  It  is  there  shown  that,  taking  the  spheres  of  atomic  influence 
of  carbon  as  of  volume  four,  those  of  hydrogen,  chlorine,  and  bromine, 
as  of  volume  one,  benzene  and  its  per-halogen  derivatives  are 
characterised  by  presenting  an  almost  identical  spatial  arrangement  of 
the  component  spheres  of  atomic  influence.  Now  this  could  not  be 
the  case  if  the  atoms  of  carbon,  hydrogen,  chlorine,  and  bromine, 
in  these  compounds  actually  appropriated  respectively  the  atomic 
volumes  ll'O,  5'5,  22'8,  and  27'8  stated  by  Kopp.  The  inter- 
pretation of  the  evidence  adopted  in  this  paper  is  that  in  benzene 
of  molecular  volume  7 7 '4  and  tetrabromobenzene  of  molecular  volume 
130'2,  the  sphere  of  influence  of  the  carbon  atom  is  about  four  times 
as  large  as  those  of  either  hydrogen  or  bromine ;  but  that  on  intro- 
ducing the  bromine  atoms  into  the  benzene  molecule  the  volumes  of 
the  spheres  of  influence  of  both  carbon  and  hydrogen  expand  propor- 
tionally in  the  ratio  of  77'4: 130-2  (compare  Thorpe,  Trans.,  1893, 
63,  811). 

The  x'ational  character  of  the  conclusion  now  drawn  is  well  ilius- 
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ti'ated  by  the  axial  ratios  antl  molecular  volumes  of  potassium  and 
ciesium  sulphates  (Tuttou,  Trans.,  1905,  87,  1188). 

K.SO^    Mol.  vol.  =64-91.     a;  :?>:  c  =  0-5727  :  1  :  0-7418. 

CS0SO4  ,,        =84-58.     «:  6  :  c  =  0-5712  :  1  :  0-7531. 

It  will  be  seen  that  in  passing  from  potassium  to  civsium  sulphate 
the  molecular  volume  increases  by  about  one-third,  whilst  the  axial 
ratios  remain  almost  unchanged  ;  it  is  inconceivable  that  this  close 
adherence  to  the  type  would  survive  a  large  increase  in  size  of  only 
one  constituent  atom  of  the  molecule,  but  if,  as  we  now  conclude,  the 
substitution  of  caisium  for  potassium  merely  expands  the  whole  mole- 
cule uniformly  from  the  volume  64-91  to  84-58,  the  sphei'es  of 
influence  of  the  atoms  of  different  valency  preserving  the  same 
ratios,  the  retention  of  the  original  crystalline  structure  would  be 
expected. 

During  recent  years  much  attention  has  been  devoted  to  the  study 
of  the  so-called  "  topic  axial  ratios  "  of  crystalline  substances,  these 
values  being  calculated  in  the  most  general  case  of  an  anorthic 
substance  from  the  axial  ratios,  a  :!  :  c,  the  interaxial  angles,  a,  fi,  and 
y,  and  the  molecular  volume,  V,  by  means  of  the  formulae. 


3/            »'"^^  /         /  1 

y=  // . —  -—. — ,  4'  —  \  a,  and  ia  =  C\l/. 

^     V  csinasinySsiny    ^     ^'    '  "^ 

If  proper  axial  directions  are  selected,  and  if  proper  multiples  of  the 
axial  ratios  are  used  in  calculating  the  topic  axial  ratios,  «',  6',  and  c , 
and  a",  h",  and  c"  of  two  comparable  substances,  the  ratios  a  :  a",  h' :  b", 
and  c  :  c",  represent  the  relative  distances  at  which  the  units  of  the 
structures  are  distributed  in  space  in  the  three  axial  directions,  a,  h, 
and  c,  respectively.  The  topic  axial  ratios,  however,  have  no  significa- 
tion which  assists  in  the  detection  of  relationships  between  crystal- 
line form  and  molecular  constitution  ;  and  it  is  for  this  reason  that 
their  study  has  hitherto  afforded  no  information  on  the  subject  which 
could  not  have  been  equally  well  derived  from  the  consideration  of  the 
ordinary  axial  ratios. 

For  our  present  purpose,  it  is  of  service  to  learn  for  series  of 
crystalline  substances  the  dimensions  of  the  molecule  in  three  properly 
selected  axial  directions  and  its  volume  in  terms  of  the  dimensions  and 
volume  of  the  valency  unit,  which  consists  of  the  portion  of  space 
allotted  to  a  univalent  atom  present  in  the  molecule,  half  that  occu- 
pied by  a  bivalent  atom,  one-third  that  occupied  Vjy  a  tervalent  atom, 
ttc.  The  volume  occupied  by  the  molecule,  which  is  the  sum  of  the 
volumes  of  the  component  spheres  of  atomic  influence,  may  thus  be 
taken  as  the  sum  of  the  valencies  of  the  component  atoms ;  this  sum 
of  the  valencies  we  term  the  valency  volume,  W.     The  valency  volume 
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thus  derived  involves  the  assumption  that  the  spheres  of  atomic  influ- 
ence fill  space  without  interstices. 

The  molecular  dimensions  referred  to  are  given  by  the  "  equivalence 
paramotei's,"  x,  y,  and  z,  calculated  in  tlio  following  manner  from  the 
axial  ratios  and  the  valency  volume. 


x=  ./ —, ; — —-. y  =  xa,iindz  =  cy. 

V   c  sin  a  sin  p  sin  y, 

The  equivalence  parameters  are  naturally  the  products  of  the  corre- 
sponding topic  axial  ratios  by  3  J{W/V).* 

The  axial  directions  to  which  crystalline  substances  are  ordinarily 
referred  for  descriptive  purposes  are  not,  in  general,  directions  along 
which  occur  the  minimum  distances  separating  the  centres  of  the 
structural  units.  Thus,  one  important  type  of  cubic  crystalline  sub- 
stances is  that  in  which  the  centre  points  of  the  structural  units  lie  at 
both  centres  and  angles  of  a  cubic  partitioning  of  space,  and  in  this 
system  the  distance  separating  centi'es  of  structural  units  is  a  minimum 
along  the  trigonal  axes,  this  separating  distance  being  ^3/2  of  that 
along  the  rectangular  cubic  axes  ordinarily  used.  If,  therefore,  the 
topic  axial  ratios  or  the  equivalence  parameters  are  to  express  the 
minimum  distances  separating  centres  of  structural  units  in  the 
crystal,  they  mvist  be  stated  with  relation  to  the  appropriately  selected 
directions  in  which  those  minimum  distances  occur ;  in  the  particular 
cubic  system  instanced  above,  the  directions  to  be  selected  would  be 

*  For  the  information  of  non-crystallographic  readers,  it  may  be  stated  that  crys- 
talline substances  are  classified  according  to  their  symmetry  in  six  systems,  wliich 
are  themselves  subdivided  into  thirty-two  crystal  classes.  A  crystalline  substance 
is  characterised,  first,  by  its  symmetry,  or  the  crystal  class  to  which  it  belongs,  and, 
second,  by  stating  the  ratio  a:b:c  between  the  lengths  of  the  three  edges  of  a 
paralleloiiipedal  figure  from  which  the  crystal  structure  may  be  regarded  as  built  up  ; 
the  angles  be,  ac,  and  ab,  between  the  axial  directions  a,  b,  and  c,  are  termed  a,  j3, 
and  y.  Certain  of  these  constants  are,  in  general,  fixed  by  the  symmetry  of  the 
crystal  system,  and  the  appended  list  states  the  crystal  systems  in  order  of  symmetry 
and  those  constants  (marked  :)  which  are  not  defined  by  the  symmetry  and  which 
therefore  have  to  be  determined  by  goniomutric  measurement. 

Cubic  system    «  :  6  :  c=:l  :  1  :  1.  a  =  0  =  y  —  9O°. 

Hexagonal  system   a  :  b  :  c  =  l  :  1  :  1.  a  —  fi  =  y—  ?   . 

Tetragonal  system    a  :  b  :c=l  :  1  :  ?.  a  =  0  =  y  =  90°. 

Orthorhombic  system «:&:c=?  :1:  ?.  a  =  (8  =  7  =  90°. 

Monosymmetric  system  «  :  &  :  c=?  :  1  :  ?.  0  =  7  =  90°,  ;3  =  ?. 

Anorthic  system  a  :  b  :  c  =  ?  :  1  :  ?.  a  =  ?,  y3  =  ?,  7=?. 

Tlie  rhombohedral  system  is  a  subdivision  of  the  hexagonal  system,  and  the  con- 
stants appertaining  to  botli  are  similarly  stated  ;  both  of  these  systems  are  frequently 
r  furred  to  axes  of  the  form  «  :  « :  «  :  c=l  :  1  :  1  :  ?,  the  three  equal  axes  a  lying  in 
a  plane  at  mutual  inclinations  of  120°  and  [lerpendicular  to  the  c-axis. 

5  s  2 
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those  of  the  trigonal  axes  of  symmetry.  Appropriate  intercepts  of 
the  ordinary  crystallographic  axes  will,  however,  serve  for  the  pur- 
pose of  dividing  space  into  parallelopipedal  cells  equal  in  volume  to 
the  molecular  or  the  valency  volume,  the  three  dimensions  of  the 
parallelopipedon  giving  the  ratios  of  the  minimum  translations  of  the 
structure  in  the  three  axial  directions.  This,  in  most  instances,  suffices 
for  purposes  of  comparing  substances  of  similar  crystalline  structure, 
for,  although  the  values  compared  do  not  necessarily  express  the 
minimum  distances  separating  unit  centres  in  the  structure,  they  ai'e 
similar  functions  of  such  distances. 

The  sets  of  equivalence  parameters  stated  below  will  show  that  a 
method  of  calculation  is  now  available  which  enables  us  to  correlate 
the  apparently  very  incongruent  crystallographic  data  relating  to 
series  of  compounds  which  may  be  regarded  chemically  as  derived  from 
the  same  parent  substance. 

The  appended  table  gives  the  axial  ratios  and  topic  axial  ratios 
(Gossner,  Zeit.  Kryst.  2Iin.,  1904,  38,  154)  for  the  orthorhombic 
hexa-halogen  derivatives  of  ethane,  together  with  the  corresponding 
equivalence  parameters.  Gossner's  axial  ratios  {loc.  cit.,  504)  for  the 
monosymmetric  pentabromoethane,  namely,  a  :  6  :  c  =  0  8353  :  1  :  0"5655, 
)8=111°5',  are  also  included,  but  have  been  transposed  by  making 
a(OOl),  m{012),  and  5(lll);this  gives  a  :  6  :  c  =  0-5650  :  1  :  1-5590, 
)S  =  91°19',  numbers  which  are  more  in  accordance  with  the  distorted 
orthorhombic  character  of  the  crystals.  The  length  of  the  c-axis  of 
pentabromoethane  has  been  divided  by  five  for  the  purposes  of  the 
following  calculation  of  the  equivalence  parameters  : 

a   :   b  :    c.  V.          x      •     "^     •     "•  W.  x     :     y     :     z. 

CCls'CCls    0-5G77  :  1  :  0-3160  113-3-1  4-8713  :  8-5808  :  2-7115  14  2 -■} -260  :  4-2733  :  1-3503 

CBr..Cl-CCl3  0-5012  :  1  : 0-8171  llU-72  4-8760:8-6884:2-7551  14  2-4047:4-2849:1-3587 

CBr01o-CBrCl.> 0-5646:1:03192  120-16  4-9647:8-7949:2-7520  14  2-4090:4-2669:1-3020 

CBrs'CBrs  ...'. 0-5639  :  1  :  03142  131-83  5-1099  :  9-0618  :  2-8472  14  2-4197  :  4-2911  :  1-3483 

CHBr2*CBr3 0-5650:1:0-3118  126-46                 ^=91°19'  14  2-4-294:4-2995:1-3400 

Chlorobromonitro-  1-0470  :  1  :  0-5994  118-7  G-2043  :  5-9257  :  3-5519  38  4-2443  :  40537  :  2-4298 

phenol  /3=114"3S' 

Dibromonitro-  1-0302  : 1  :  0-5912  121  1  62069  :  6-0249  :  3-5619  88  4-2179  :  4-0942  :  2-4205 

phenol  ^=114''37' 

Bromoiodonitro-  1-0400  :  1  :  05802  129-03  0-4133  :  6-1607  :  3-5779  38  4-2669  :  4-1028  :  2-3804 

phenol  /3=114'14' 

The  second  part  of  the  table  deals  with  Gossner's  data  {Zeit.  Kryst. 
Mill.,  1905,  40,  84)  for  those  derivatives  of  l-chloro-3-bromo-5-nitro- 
6-hydroxybenzene  in  which  the  1 -chlorine  atom  is  replaced  by  bromine 
and  iodine. 

Throughout  the  above  two  series  the  equivalence  parameters  are 
distinctly  less  variable  than  are  the  corresponding  topic  axial  ratios, 
and  in  so  far  support  our  contention  that  the  volumes  of  the  spheres 
of  atomic  influence  of  hydrogen,  chlorine,  bromine,  and  iodine  bear 
almost  the  same  ratio  to  the  corresponding  molecular  volumes.     A 
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careful  inspection  of  the  above  table  will  show,  however,  that  the 
equivalence  paraiueters  have  most  advantage  over  the  topic  axial 
ratios,  as  a  measure  of  the  similarity  of  type  of  two  allied  substances, 
in  those  cases  in  which  the  molecular  volumes  differ  most.  It  some- 
times happens  that  the  equivalence  parameters  preserve  their  constancy 
no  better  throughout  a  series  of  related  compounds  than  do  the  topic 
axial  ratios ;  this  is  only  the  case,  however,  when  the  molecular 
volumes  are  practically  constant  throughout  the  series.  The  values 
obtained  by  Jaeger  (Zeit.  Kryst.  Min.,  1904,  38,  595)  for  the  six 
isomeric  tribromotoluenes  afford  an  example  of  this  kind. 

When  dealing  with  a  series  of  related  compounds,  it  often  happens 
that  the  observed  axial  ratios  of  one  or  more  members  of  the  series  do 
not  give  dii'ectly  equivalence  parameters  in  harmony  with  those  of  the 
rest  of  the  series :  in  these  cases,  the  selection  of  certain  simple 
multiples  of  one  or  both  of  the  axial  ratios,  a/6  and  cjb,  as  a  basis  from 
which  to  calculate  the  equivalence  parameters,  generally  brings  the 
substance  into  agreement  in  this  respect  with  the  other  members  of 
the  series.  The  selection  of  these  multiples  is  arbitrary,  in  that  it  is 
made  without  other  directing  indication  than  an  approximate  know- 
ledge of  what  values  the  equivalence  parameters  should  possess  ;  its 
arbitrary  character  is  connected  with  the  fact  that  the  numerical 
values  of  the  axial  ratios  themselves  are  arbitrarily  fixed,  in  that  it  is 
usually  possible,  on  the  basis  of  the  goniometrical  examination,  to 
assign  to  a  crystalline  substance  several  sets  of  indices  and  axial 
ratios,  all  of  which  have  the  same  experimental  justification.  And 
amongst  these  alternative  sets  of  axial  ratios  one,  in  general,  leads, 
without  previous  reduction,  to  the  deduction  of  equivalence  parameters 
in  harmony  with  those  of  other  members  of  the  series. 

An  inspection  of  the  possible  simple  multiples  which  can  be  selected 
shows  that  in  most  of  the  cases  now  dealt  with  only  one  leads  to 
the  required  conformity  of  the  equivalence  parameters ;  this  fact  is 
the  ground  for  the  selection  of  that  particular  multiple.  Thus,  in  the 
previous  table,  the  fact  that  the  only  simple  way  of  bringing  the 
equivalence  parameters  of  pentabromoethane  into  congruence  with 
those  of  the  hexa-halogen  derivatives  is  by  taking  one-fifth  of  the 
length  of  the  c-axis  in  calculating  the  values  of  x,  y,  and  z,  determines 
the  choice  of  this  multiple. 

It  may,  however,  be  contended  that  by  suitable  manipulation  of  the 
most  unfavourable  set  of  axial  ratios,  any  desired  result  may  be 
obtained,  and,  without  further  discussing  this  point,  we  may  admit 
that  if,  in  any  particular  case,  it  is  found  necessary  to  select  fractional 
multiples  of  the  recorded  axial  ratios  in  order  to  exhibit  relationships 
between  the  equivalence  parameters,  the  demonstrative  value  of  that 
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case  is  diminislied.  For  the  elucidation  of  every  important  point  we 
have  therefore  selected,  from  the  mass  of  crystallographic  data  avail- 
able, cases  in  which  couiplex  fractionation  of  the  axial  ratios  is 
unnecessary.  All,  however,  who  are  experienced  in  crystallographic 
measurement  recognise  that  two  independent  observers  very  commonly 
assign  different  parametral  schemes  to  the  same  substance,  and  it 
cannot  therefore  be  legitimately  urged  that  in  any  large  proportion  of 
instances  the  stated  axial  ratios  can  without  reduction  be  taken  as 
referring  to  the  molecular  unit  itself.  And  the  fact  that  it  is 
possible,  throughout  this  paper,  to  offer  a  complete  argumentative 
sequence  based  on  unmanipulated  axial  ratios  fully  justifies  the 
quotation  for  illustrative  purposes  of  a  number  of  cases  of  the  other 
kind. 

It  should  perhaps  be  pointed  out  that  the  detection  or  indication  of 
morphotropic  relationships  between  two  substances  exhibiting  the 
axial  ratios,  a  :  h'  :  c  and  a  :  h"  :  c",  is  generally  effected  by  showing  a 
correspondence  between  one  or  more  of  the  ratios  a/6,  c/6,  or  «/c  in 
both.  As  the  only  numerical  data  available  are  thus  the  values  a  Ih' , 
a  jo  ,  c  jo  and  c" jh",  fallacy  may  well  arise  if  too  great  advantage  is 
taken  of  the  fact  that  these  ratios  are  simple  fractiooal  multiples  of 
molecular  dimensions  in  the  several  axial  directions  in  the  crystal 
structure.  The  extent  to  which  the  selection  of  simple  multiples  of 
the  axial  ratios  may  be  legitimately  applied  is,  however,  much  greater 
in  the  case  of  the  equivalence  parameters,  because  here  the  conditions 
are  much  more  narrowly  limited.  Instead  of  having  to  select  numbers 
which  are  consonant,  as  simple  multiples,  with  the  ratios  ajh  and  cjb, 
we  have  here  to  satisfy  the  following  much  more  rigid  conditions. 
Given,  for  two  instances,  the  axial  ratios,  a  :h'  -.c  and  a"  :  h"  :  c",  and 
the  valency  volumes,  W  and  IF",  select  such  simple  multiples,  ;W, 
qb',  re,  ha",  kb",  and  Ic",  of  the  axial  ratios  for  the  calculation  of  the 
equivalence  parameters,  x',  y ,  z,  x" ,  y" ,  and  z",  as  will  satisfy  the  con- 
ditions that  x'y'z'^  W,  x'y'z"=  W",x/pa'^7y/qb'  =  z'/rc,  x"/ha"  =  y"/kb" 
=  z  jlc  ,  and  will  make  one,  two,  or  all  of  the  values  x,  y',  and  z  equal 
to  one,  two,  or  all  of  the  values  x",  y",  and  z". 

As  a  somewhat  extreme  instance  of  the  method  of  treatment 
adopted  we  submit  the  following  table,  from  which  we  conclude  that 
the  quantitative  data  referring  to  camphor  and  its  orthorhombic 
halogen  derivatives  are  wholly  in  accordance  with  the  hypothesis  as  to 
molecular  constitution  now  put  forward ;  in  this  series,  the  valency 
volume  ir=  60.  The  axial  ratios  for  the  hexagonal  form  of  camphor, 
namely,  a:c=l  :  1-6202,  are  thrown  into  the  orthorhombic  form  of 
a:i:c  =  0-8660  :  1  :l-6202.  In  this  table,  as  in  others  given  later, 
the  values  of  x,  y,  and  z  are  tabulated  in  such  an  order  as  reveals  the 
relation  between  the  several  sets. 
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jM 111 ti [lies  of 
axial  ratios 
Substance.  a     :    h    :     c.       selected.        x       :      y      :      z. 

Camphor  *  0-8660  :  1  :  1-6202  2-9943  :  3-4577  :  5-6021 

a-Dibroniocaini)liort  ...  0-7925:1:0-5143  2n,5c/S  2-9959  :  3-4949  :  5'5395 
5-Dibroniocainphort...  0-9527  :  1  :  0-5186  36/5  3-0107  :  3-4832  :  5-5.30S 
o-TT-Dibroniooaniphor :;:  0-6S60  :  1  :  0-3323  5«/4,5c  29498  :  3-4400  :  5-7156 
3-Monobroniocaiiiphor§    1-06-20  :  1  :  0-8220         n/2       2-9084  :  .'5-5:?82  :  5-6303 

The  above  sets  of  figures  show  that  tlie  axial  ratios  of  members  of  a 
series  of  related  substances  having  the  same  valency  volume  may  bo 
interpreted  by  means  of  the  equivalence  parameters  so  as  to  indicate 
similarity  of  chemical  structure.  Camphor  and  its  various  halogen 
derivatives  may  be  supposed  to  have  practically  identical  molecular 
configurations,  and,  in  accordance  with  the  views  expressed  above, 
should  po.ssess  nearly  identical  relative  molecular  dimensions  if  really 
built  up  from  spheres  of  atomic  influence  of  the  volumes  four,  two,  and 
one  ;  the  possibility  of  assigning  almost  the  same  set  of  equivalence 
parameters  to  all  the  members  of  the  series  is  in  entire  harmony  with 
this  conclusion.  But  before  proceeding  to  a  closer  study  of  the 
assemblages  repre.senting  chemical  substances,  it  is  desirable  to 
demonstrate  that  the  new  kind  of  axial  ratios  render  valual)le  service 
in  expressing  and  elucidating  morphotropic  and  constitutional 
relations  between  substances  of  different  valency  volumes. 

The  following  table  gives  data  for  the  orthorhombic  d-  w-  and  dl-  w- 
bromocamphoric  anhydrides  (Acta  Soc.  Scient.  Fenn.,  1896,  21,  204) 
(the  value  of  a  being  reduced  to  2/3),  for  the  monosymmetric 
(Z-TT-bromocamphoric  anhydride  (Titans.,  1897,  71,  970)  (the  a  value 
being  reduced  to  4/3),  the  orthorhombic  c?-camphoric  anhydride  and 
the  orthorhombic  addition  compound  of  cZ-camphoric  acid  with 
acetone  (Trans.,  1896,  69,  1696)  (the  axial  lengths  being  unaltered). 

Substance.  W.  a     :    b    :     c.                 x      :      i/       :      z, 

f^-co-CioHisBiOg  60  0-5920:1:0-5775  3-3145:3-2332:5-5988 

rfZ-w-CioHigBrOs      60  0-5816:1:0-5799  3-2710:3-2615:5-6241 

d-7r-CioH,.;Bi0.j  60  1-0835  :  1  :  1-6453  3-4985  :  3-2286  :  5-3125 

)8  =  88°59'30" 

(i-CioHiA  60  1-0011  :  1  :  1-7270  3-2654  :  3-2618  :  5-6331 

rf-CjoHi604,i(CH3)2CO  74  1-2386  :  1  :  1-7172  4-0435  :  3-2646  :  5-6060 

Avery  close  approximation  to  agreement  between  the  equivalence  para- 
meters is  ob.'^erved  throughout  the  table  ;  the  largest  discrepancies  ai-e 
to  be  noted  in  the  x  and  z  values  for  the  (Z-7r-bromocamphoric  anhydride, 
and  the  reason  lies  in  the  fact  that  the  directions  x  and  z  are  affected 
by  the  shear  which  gives  the  crystals  their  monosymmetric  symmetry. 
But  on  comparing  the  values  for  the  addition  compound  of  camphoric 
acid  and  acetone  with  those  of  the  previous  substances,  it  is  seen  that 

*  des  Cloizeaux,  Co7)ipt.  rend.,  1859,  48,  1064. 

t  Zepbarovich,  Zr.it.  Krijst.  Miv.,  1883,  7,  588. 

X  Kipping  and  Pope,  Trans.,  1895,  67,  371. 

§  Armstrong  and  Lowry,  Trans.,  1902,  81,  1466. 
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whilst  tlie  values  y  and  z  agree  closely  right  through  the  table,  the  x 
value  for  the  addition  compound  is  much  in  excess  of  the  other  x  values. 
This  suggests  that  on  introducing  water  and  acetone  into  the  close- 
packed  assemblage  representing  camphoric  anhydride,  the  new  assem- 
blage retains  the  y  and  z  dimensions  of  the  original  one,  and  that  the 
anhvdride  assemblage  merely  opens  out  in  the  direction  of  x  to  admit 
of  the  new  components  entering  as  a  close-packed  layer  or  pad  between 
the  two  surfaces  exposed. 

The  kind  of  relation  thus  shown  to  exist  between  the  camphoric 
anhydride  and  the  camphoric  acid  addition  compound  assemblages 
is  of  frequent  occurrence,  notably  in  the  case  of  double  salts  and  sub- 
stances crystallising  with  the  solvent.  The  interpretation  of  the 
relationship  in  the  light  of  our  fundamental  conception  with  the  aid  of 
the  equivalence  parameters  at  once  elucidates  a  number  of  miner- 
alogical  observations  which,  in  spite  of  their  important  character,  have 
hitherto  remained  without  explanation.  Thus,  it  has  long  been  known 
that  the  monosymmetric  mineral  chondrodite,  Mg3(Si04)2,  2Mg(F)(0H), 
the  orthorhombic  humite,  Mg5(SiO^)3,  2Mg(F)(0H),  and  the  mono- 
symmetric  clinohumite,  Mg.(Si04)4,  2Mg(F){0H),  in  each  of  which  the 
angle  )8  =  90~^,  are  morphotropically  related  in  such  a  way  that,  whilst 
the  ratio  ajh  is  practically  the  same  in  all,  the  ratio  cjh  is  in  the  propor- 
tion of  5  :  7  :  9  for  the  three  substances  respectively  (Penfield  and  Howe, 
Zeit.  Kryst.  Min.,  1894,  23,  78).  On  summing  up  the  valency  volumes  of 
these  substances,  regarding  the  isomorphous  constituents  F  and  OH  as 
present  in  equivalent  proportion,  the  values  38,  54,  and  70  are  obtained  ; 
these  numbers  are  practically  in  the  ratio  of  5:7:9.  On  calculating 
the  equivalence  parameters  as  in  the  appended  table,  it  is  seen  that  the 
values  of  X  and  y  remain  almost  the  same  throughout  the  series, 
whilst  s  increases  in  the  proportion  stated  ;  the  values  of  z\W  are  given 
in  the  last  column. 


Mineral.  W.           a     :     b     :    c.                x       :      y 

Chr.ndrodite 38  1-08630  :  1  :  3-14472  2-4-249:2-2323 

Humite 54  1-080-21:1:4-40334  2-4-278:2-2475 

Clinohumite 70  1-08028  :  1  :  5-65883  2-4:349  :  2-2540 


z.  z/W. 

7-0199  0-18473 

9-8965  0-18327 

12-7547  0-18221 


The  practical  constancy  of  the  values  x,  y,  and  zlW  indicates  that  the 
increment  of  the  series,  MggSiO^,  is  introduced  as  a  layer  parallel  to 
the  directions  a  and  b  and  perpendicular  to  the  direction  c,  so  that  the 
dimension  of  the  latter  is  the  only  one  of  the  three  which  is  materially 
affected  ;  it  is  further  clear  that  the  effect  produced  upon  the  c-axis  by 
insertion  of  the  group  is  proportional  to  its  valency  volume. 

The  increment  of  composition  in  the  series  is  MgoSiO^,  the  composi- 
tion of  forsterite  ;  by  subtracting  this  increment  from  the  composition 
of  chondrodite,  the  residue  MgSiO^,  2Mg(F)(0H),  is  obtained  ;  this  is 
ihti  composition  attributed  to  prolectite  (Sjogren,  Zeit.  Kryst.  Min.,  1896, 


f 

i 
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26,  103).  The  equivalence  pai'ameters  and  the  axial  ratios  for  the  two 
latter  minerals  should  thus  be  deducible  from  the  data  given  for  the 
above  three ;  the  values  calculated  on  this  assumption  and  those  actually 
observed  are  given  in  the  following  table.  The  determined  length  of 
the  axis  b  has  been  halved  in  the  numbers  given  for  forsterite. 

riolcctite,   Jr=22: 

a     :    b    :    c.  x      :      y 


Observed 1-0803  :  1  :  1-88G2  2-3877  :  2-2102 

Ciilculatod    1-0822  :  1  :  1-S500  2-4292  :  2-2446 


4-1689 
4-1526 


Forsterite,   0^=16: 

Observed  0-9296  :  1  :  ri714  2-4492  :  2-2769  :  2-8691 

Calculatud    0-9240  :  1  :  1-1S04  2-4292  :  2-2446  :  2-8674 

It  will  be  admitted  that  the  agreement  between  the  observed  and 
calculated  numbers  is  very  close  in  view  of  the  comparatively  rough 
manner  in  which  these  two  minerals  have  been  characterised. 

The  above  results  may  be  summarised  by  saying  that  in  the  crystal- 
line state  the  spaces  occupied  by  the  groups  or  radicles  common  to  the 
several  members  of  the  series  assume  similar  forms,  and  the  amount  of 
space  occupied  by  any  such  radicle  or  group  bears  to  the  amount  of 
space  occupied  by  the  whole  molecule  the  ratio  borne  by  the  valency 
volume  of  the  component  group  to  the  valency  volume  of  the  molecule. 
Results  of  a  similar  nature  are  repeatedly  stated  in  the  course  of  this 
paper,  and  it  is  claimed  that  these  are  observations  of  fact  which  must 
be  accepted  quite  independently  of  any  judgment  which  may  be  passed 
upon  the  theoretical  views  advanced  to  explain  them. 

The  extent  to  which  the  present  mode  of  treatment  is  independent 
of  crystalline  system  is  worthy  of  note ;  the  monosymmetric  chondro- 
dite  becomes  orthorhombic  by  the  addition  of  Mg2Si04,  whilst  the 
addition  of  the  second  increment  of  Mg2Si04  reduces  the  symmetry  to 
that  of  the  monosymmetric  clinohumite.  This  fact  has  interesting 
applications  to  the  isomorphism  and  morphotropic  relationships  exist- 
ing between  naturally  occurring  silicates  belonging  to  different  crystal- 
line systems. 

That  the  same  sort  of  relationship  holds  between  salts  containing 
various  proportions  of  water  of  crystallisation  is  indicated  by  the 
following  comparison  of  the  tetragonal  and  orthorhombic  nickel 
sulphates  containing  GHgO  and  7H2O  re^ectively,  and  the  two  ortho- 
rhombic sodium  carbonates  containing  IHgO  and  THgO  (from  Rammels- 

berg,  Kryst-2)hysik.  Chevi.,  I,  417  and  548). 

Multiples  of 
axial  ratios 
Salt.  W.         a     :    b    :    c.  x       :      v       '•      z.        selected. 

NiS0^,6H.,0    36     TOOOO  :  1  :  1-9060        2-6631  :  2-6631  :  .^-0760 

NiS04,711oO    40     0-5656  :  1  :  0-9815        2-5729  :  2-6214  :  6-9307         4ft 

Na.,C03,H.,0    16     0-8268:1:0-8088        2-3824:2-3306:2-8815 

Na2C03,7Hp 40     07510  :  1  :  0-3600        2-3990  :  2-5022  :  6-6637        a/2 
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It  will  be  seen  that  on  calculating  the  equivalence  parameters,  using 
the  simple  multiples  of  the  axial  ratios  noted  in  the  last  column,  two 
of  the  equivalence  parameters  remain  nearly  unchanged  during  the 
hydration  of  the  salt ;  the  whole  effect  of  the  introduction  of  the  water 
of  crystallisation  can  thus  be  thrown  upon  one  of  the  three  axial 
directions.  That  is  to  say,  the  water  entering  the  structure  may  be 
regarded  as  forming  a  layer  in  the  crystalline  structure,  and  as  being 
so  symmetrically  introduced  as  to  affect  but  one  axial  direction.  This 
same  reasoning  is  applicable  to  a  number  of  compounds  containing 
water  of  crystallisation,  but  in  some  cases  requires  modification  :  for 
examjile,  the  introduction  of  water  of  crystallisation  to  form  a  cubic 
crystalline  substance  must  take  place  symmetrically  in  the  various 
equivalent  directions  throughout  the  assemblage. 

It  is  instructive  to  notice  that  in  passing  from  the  tetragonal  salt, 
NiSO^,6HoO,  to  the  orthorhombic  hydrate,  KiSO^.THgO,  but  very 
slight  disturbance  of  the  symmetry  occurs  ;  the  orthorhombic  salt,  both 
in  crystal  habit  and  axial  ratios,  approximates  closely  to  tetragonal 
symmetry. 

The  effect  both  of  polymorphism  and  of  the  introduction  of  water  of 
crystallisation  is  seen  in  the  following  table  relating  to  the  optically 
active  ^ra?is-7r-camphanic  acids,  CjqH^^O^,  which  crystallises  with  IHgO 
in  a  monosymmetric  and  also  in  an  orthorhombic  form,  and  without  wate'r 
in  an  orthorhombic  form  (Kipping  and  Pope,  Trans.,  1897,  71,  962). 

Multiples  of 
axial  ratios 
a     :    b    :     c.         taken.  o)      :       y       :      z.  IF. 

CioHi404,H,0  ...     1-9110  :  1  :  1-4627        2b        4-4514:4-6588:3-4072        66 

/8=69"5' 
CioHiAiH.,0  ...     0-9158  :  1  :  0-3551         2c         4-2716  :  4-6643  :  3-3126        66 
C10HJ4O4  0-9584  :  1  :  0-7292  4-2745  :  4-4o00  :  3-2522        62 

The  difference  in  crystalline  form  of  the  two  hydrated  modifications 
of  the  acid  causes  change  in  the  dimensions  in  the  directions  a  and  c, 
those  namely  which  are  involved  in  the  shearing  process  by  which  the 
monosymmetric  system  is  derived  from  the  orthorhombic  ;  the  direction 
b  remains  practically  unaltered,  so  that  the  y-value  is  nearly  the  same 
for  the  first  two  substances.  The  removal  of  the  molecule  of  water  of 
crystallisation  from  the  orthorhombic  form  causes  practically  no  change 
in  the  cc-value,  and  produces  most  alteration  in  the  direction  of  the 
b-iixis. 

The  mode  suggested  above  of  regarding  molecular  complexes  such  as 
double  salts,  compounds  containing  solvent  of  crystallisation,  and  the 
like,  naturally  directs  attention  to  one  aspect  of  molecular  composition 
which  has  hitherto  not  been  considered  as  of  importance.  Some  simple 
numerical  relation  is  found  to  subsist  between  the  valency  volumes  of 
the  two  ov  iriore  molecular  components  making  up  the  system.     This 
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simple  relationship  is  most  prominent  in  tlie  doultle  salts;  the  follow- 
ing examples,  typical  of  large  classes  of  substances,  to  which  the 
valency  volumes  of  the  component  complexes  are  appended,  will 
indicate  the  kind  of  relation  observed. 

KoS04,Alo{SOJ,,24n.,0    Valency  volume  =  12 +  36 +  96 

(NHJoSO"^,Al.,(S04),,24n„0    ,,  ,,      =24  +  36  +  96 

2KCl,CnCI„,6H.,0..' .". ,,  ,,      =  4+   4  +  24 

K,SO^,CuSb4,6il20  ,,  „      =12  +  12  +  24 

In  each  of  the  above  and  in  other  cases  representing  double  salts 
the  valency  volumes  of  the  component  complexes  are  in  a  simple  ratio 
one  to  the  other  and  to  the  total  valency  volume.  In  connexion  with 
these  observations  it  may  be  remarked  that  the  close-packing  together 
of  two  molecular  surfaces  evidently  requires  that  the  spacing  of  the 
spheres  of  influence  shall  be  congruent — in  other  words,  that  the  dis- 
tances separating  corresponding  parts  on  the  one  surface  shall  be 
simple  fractions  of  such  distances  on  the  other ;  and  if  this  holds  good 
in  the  three  principal  plane  directions,  it  involves  a  simple  numerical 
relation  between  the  volumes  of  the  associated  complexes.  The 
applicability  of  this  principle  to  cases  where  the  water  of  crystallisation 
is  intercalated  in  isolated  groups  of  one  or  more  molecular  complexes 
so  as  to  produce  crystalline  assemblages  of  the  high  symmetry 
associated  with  the  cubic  or  hexagonal  systems,  as  in  the  alums,  and 
not  inserted  in  layers,  as  in  assemblages  of  lower  crystallographic 
symmetry,  is  more  directly  apparent. 


The  Partitioning  of  Close-packed  Assemblages. 

All  symmetrical  and  homogeneous  close-packed  assemblages  can  be 
partitioned  in  a  symmetrical  and  homogeneous  way  into  similar  cells 
or  units.  And,  after  an  appropriate  partitioning,  the  unit  or  cell 
into  which  the  close-packed  assemblage  is  resolved  represents  in  com- 
position, constitution,  and  configuration  the  chemical  molecule  itself  ; 
each  cell  of  the  partitioning  is  thus  occupied  by  one  chemical  molecule, 
and  the  partitioning  is  of  such  a  nature  that  the  cell  walls  do  not 
intersect  any  component  sphere.  Thus,  one  close-packed  assemblage 
of  the  general  composition,  C„Hon_6,  can  be  partitioned  symmetrically 
into  units  of  the  composition,  CgHg,  and  represents  benzene  ;  another 
representing  toluene  can  be  partitioned  into  units  of  the  composition 
C^Hg ;  and  three  others,  representing  the  three  xylenes,  are  partition- 
able  into  units  of  the  composition  CgH^,^.  In  many  cases  the  parti- 
tioning which  has  to  be  resorted  to  for  the  purpose  of  resolving  the 
close-packed  assemblage  into  the  similar  groups  i-epresenting  mole- 
cules is,  owing  to  geometrical  i-easons,  of  lower  symmetry  than  the 
original  assemblage;  the  partitioning  is  therefore  arbitrary,  in  that 
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it  leaves  unsevered  some  contacts  between  neighbouring  splieres  in 
the  jissembhige  which  are  of  precisely  the  same  quality  as  others  which 
it  ruptures  ;  and  some  of  the  spheres  left  mutually  attached  after  the 
partitioning  have,  previous  thereto,  no  closer  association  than  others 
which  the  partitioning  allots  to  different  molecules.  Many  close- 
packed  assemblages  can  be  partitioned  in  two  distinct  ways,  but  so 
that  the  units  resulting  from  both  partitionings  are  constitutionally 
identical ;  in  other  cases  two  distinct  methods  of  partitioning  are 
possible,  and  give  rise  to  units  or  molecules  exhibiting  isomerism. 
Many  of  the  peculiarities  observed  in  the  substitution  of  aromatic 
hydrocarbons  are  immediately  traceable  to  this  property  of  the  corre- 
sponding close-packed  assemblages.  Further,  many  other  close- 
packed  assemblages  can  be  partitioned  in  two  ways  in  such  a  manner 
that  the  units  or  molecules  which  result  are  constitutionally  dissimilar  ; 
these  assemblages  represent  tautomeric  or  isod3'namic  substances, 
and,  as  will  be  shown  in  a  later  paper,  the  two  kinds  of  unit  produced 
represent  in  every  way  the  two  forms  of  the  substances  concerned. 

For  a  close-packed  assemblage  to  represent  a  particular  substance,  it 
must  not  only  be  a  homogeneous  one  in  which  the  spheres  of  influence 
of  the  component  atoms  are  present  in  the  proportions  indicated  by  the 
molecular  composition,  but  it  should  exhibit  the  crystalline  symmetry 
of  the  substance  ;  moreover,  groups  of  associated  spheres  of  atomic 
influence  should  be  recognisable  in  it,  identical  in  composition  and 
configuration  with  the  chemical  molecule  itself.  And  since  the 
assemblage  is  a  homogeneous  ari-angement  of  spheres  of  atomic 
influence  grouped  to  form  similar  molecules,  it  must  be  homogeneously 
partitionable  into  space-units,  all  identical  and  each  representing  a 
chemical  molecule  in  composition  and  configuration.  It  is  evident 
that  isomerism  introduces  a  complication  ;  as  will  be  shown  later,  in 
cases  where  isomerism  is  possible  and  not  traceable  to  varieties  of 
partitioning  of  the  same  assemblage,  several  close-packed  assemblages 
are  obtainable  corresponding  in  number  and  character  to  the  various 
known  isomerides  ;  these  alternative  assemblages  are  all  close-packed, 
but  not  necessarily  all  equally  densely  packed.  We  have  therefore 
to  derive  these  isomeric  assemblages  from  others  by  a  process  of  sub- 
stitution or  distortion,  and  to  show  what  provision  can  be  made  to 
ensure  their  separate  and  individual  existence :  that  is,  to  indicate  a 
method  by  which  one  assemblage  can  be  geometrically  prevented  from 
lapsing  into  an  alternative  or  isomeric  assemblage  merely  because  the 
latter  happens  to  be  slightly  more  densely  packed.  The  necessary 
condition  in  all  cases  is  that  the  disposition  in  the  homogeneous 
assemblage  of  the  spheres  of  atomic  influence  with  respect  to  one 
another  is  such  that  if  represented  by  stacks  of  spheres  of  appropriate 
sizes,  the  arrangements  presented  are  equilibrium  ari'angements  in 
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close-packing.  An  assemblage  of  spheres  is  described  as  close-packed 
if  it  cannot  be  caused  to  pack  more  closely  by  any  process  of  shearing 
or  distortion  unaccompanied  by  **  remarshalling "  of  its  parts ;  the 
meaning  attached  to  the  term  remarshalling  is  defined  by  the  state- 
ment that  an  assemblage  retains  its  original  marshalling,  after  subjec- 
tion to  shearing  or  distortion,  when  no  sphere  of  the  assemblage  has 
been  shifted  during  the  distortioa  past  the  narrowest  part  of  one  of 
the  small  apertures  found  between  the  other  spheres  immediately  sur- 
rounding it.  This  mode  of  considering  close-packing  permits  of  the 
existence  in  close-packed  assemblages  of  groups  of  spheres  or  of 
radicles  whose  individual  shape  is  such  that  the  space  occupied  by  the 
whole  assemblage  is  greater  than  would  be  requisite  if  the  constituent 
spheres  were  separately  stacked  or  were  differently  arranged  ;  in  other 
words,  there  are  in  many  cases  several  equilibrium  arrangements  in 
close-packing  of  the  same  set  of  spheres ;  these  arrangements  present 
slightly  different  densities  of  packing.  In  the  numerous  cases  dis- 
cussed later  it  will  be  seen  that  the  alternative  arrangements  provided 
correspond  closely  with  the  number  and  nature  of  the  isomerides 
actually  obtainable. 

The  geometrical  idea  of  marshalling  acquires  further  importance 
when  it  is  considered  that  most  of  the  available  data  of  a  quantitative 
character  are  crystallographic,  and  that  by  hypothesis  the  crystal 
structure  is  a  close-packed  assemblage  of  the  molecules.  During  the 
process  of  crystallisation  the  molecules,  by  the  operation  of  the  two 
forces  previously  refei'red  to,  would  become  closely  and  homogeneously 
fitted  together,  and  be  subject  to  such  distortion  or  deformation  as 
may  be  necessary  for  this  purpose.  The  nature  of  this  distortion 
can,  in  many  cases,  be  exactly  traced,  and  is  not  of  such  a  kind  as 
leads  to  remarshalling. 

The  Representation  of  Molecular  Comjdexes. 

The  purely  mechanical  view  of  molecular  structure  above  fore- 
shadowed is  most  conveniently  depicted  by  a  purely  mechanical  method. 
The  statical  equilibrium  established  in  close-packed  molecular  as- 
semblages as  a  result  of  the  simultaneous  attraction  and  repulsion  of 
the  atoms  is  expressed  graphically  in  a  very  complete  manner  by 
representing  each  sphere  of  atomic  influence  by  an  elastic  ball  of 
appropriate  diameter  composed  of  soft,  solid  indiarubber,  which,  while 
deformable,  is  practically  incompressible,  a  very  considerable  number 
of  balls  being  employed,  and  the  mass  subjected  to  uniform  pressure 
nearly  sufficient  to  close  up  the  interstices  by  flattening  the  spheres  at 
the  places  of  contact.  For  practical  purposes  hard  balls  are  more 
convenient   to    handle ;    if    slightly  flattened  at  the  points  of   con- 
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tact,    they   represeut    sutlicieutly    well    the    aiTangement    under    con- 
sideration. 

If  balls  of  appropriate  magnitudes  and  appropriate  degrees  of 
compressibility  are  selected,  they  can  be  grouped  together  and  close- 
packed  under  a  general  pressure  so  as  to  simulite  accurately  both 
chemical  molecules  and  assemblages  of  chemical  molecules. 

The  Configuration  of  Aromatic  Compounds. 

It  will  be  convenient  at  once  to  apply  the  geometrical  principles 
developed  above  to  some  particular  series  of  chemical  compounds,  and 
for  this  purpose  we  select  a  uumljer  of  typical  aromatic  suljstances, 
because  these  have  been  so  completely  examined  crystallographically 
as  to  allow  of  a  direct  control  upon  the  validity  of  the  methods  which 
we  employ. 

The  problem  involved  in  determining  the  configuration  of  the  benzene 
complex,  stated  in  the  terms  introduced  in  the  foregoing  pages,  is  that 
of  finding  an  arrangement  of  spheres  of  two  sizes,  six  of  each,  of 
such  a  form  as  corresponds  to  the  general  properties  of  benzene,  and  of 
such  a  configuration  that  an  indefinitely  large  number  of  identical 
groups  of  the  kind  can,  without  remarshalling,  be  close-packed  so  as 
to  give  an  assemblage  exhibiting  the  crystalline  symmetry  of  benzene. 
The  problem  is  very  precisely  defined,  in  that  the  known  molecular 
composition  and  the  known  relations  between  the  six  hydrogen  atoms 
in  the  molecule  which  are  expressed  in  the  isomerism  of  the  di-  and 
tri-substitution  derivatives,  and  also  the  known  crystalline  form,  all 
limit  its  solution  ;  to  these  conditions  must  be  added  that  the 
assemblage  for  benzene  must  be  capable  of  conversion,  by  simple 
substitutions  in  which  the  type  of  the  units  is  not  changed,  into 
assemblages  which  conform  in  chemical  and  crystallographic  respects 
to  the  properties  of  benzene  derivatives  and  of  other  aromatic 
hydrocarbons.  A  further  important  limitation  is  imposed  by  the  new 
condition  that  the  relative  volumes  of  the  spheres  of  atomic 
influence  composing  the  various  assemblages  must  be  directly  pro- 
portional to  their  fundamental  valencies. 

The  solution  of  the  problem  is  the  following :  Six  spheres,  each  of 
volume  four,  are  placed  in  contact  so  that  their  centres  lie  at  the 
apices  of  a  regular  octahedron ;  six  sphex^es,  each  of  about  volume 
one,  are  then  placed  in  six  of  the  eight  similar  hollows  lying  round 
the  octahedral  group  in  such  a  manner  that  the  two  unoccupied 
hollows  are  diametrically  opposite  each  otlier.  The  resulting 
arrangement  is  shown  in  plan  in  Fig.  1  j  it  is  in  certain  respects  similar 
to  some  of  the  benzene  configurations  deduced  from  Werner's  theory 
(Bloch,   Theorie  des  Kohlenstoffatoms,   190.3,  72),  and,  like  the  latter, 
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leads  to  the  derivation  of  three  isomeric  di-derivatives.  It  indicates 
also  the  derivability  of  one,  two,  and  three  tri-derivatives  from  the 
para-  meta-  and  ortho-derivatives  of  benzene 
respectively.  The  contiguration  depicted  is, 
in  fact,  in  accordance  with  the  general  pro- 
perties of  benzene,  in  so  far  as  these  are  ex- 
pressed by  the  isomerism  of  aromatic  com- 
pounds. 

Wo  have  next  to  show  how  complexes  in 
which  the  parts  are  marshalled  as  indicated 
can  be  close-packed  so  as  to  form  a  homo- 
geneous as.semblage   exhibiting  the   symmetry 

and   axial    ratios    of    crystalline    benzene ;    this    is    accomplished    by 
the  following  series  of  numbered  steps  : 

(1.)  The  complexes  are  piled  vertically 
Fig.  2.  in    close-packed    columns,    the    faces    in 

contact  being  those  which  do  not  carry 
small  or  hydrogen  spheres  ;  in  the  column 
the  individual  complexes  have  the  same 
orientation,  and  each  small  sphere  is  in 
contact  with  three  larger  ones. 

(2.)  The  column  thus  obtained  is 
slightly  shortened  by  compression,  so 
that  the  centres  of  the  larger  spheres 
separate  until  the  smaller  spheres  touch 
four  instead  of  three  of  them ;  the 
ai'rangement  which  results,  employing 
complexes  of  hard  spheres,  is  shown  in 
plan  and  elevation  in  Fig.  2,  a,  b,  and  c. 
The  two  sizes  of  spheres  alternate  regu- 
larly in  the  vertical  column,  as  indicated 
in  Fig.  2c,  and  a  geometrical  partitioning 
divides  it  into  cells  each  containing  two 
consecutive  layers  of  the  column,  as 
shown  in  Fig.  '2h.  The  shortening  of 
the  column  does  not  so  distort  it  as  to 
lead  to  remarshalling, 

(3.)  Columns  thus  built  up  are  placed 
in  contact  side  by  side  and  similarly 
orientated  so  as  to  form  walls  having 
the  direction  G^C\  or  Cfi.^  indicated  in 
Fig.  3. 
(4.)  These  walls  are  then  packed  side  by  side  so  as  to  fill  .space  as 
shown  in  Fig.  3,  and  for  the  purpose  of  achieving  the  closest  possible 
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packing  of  a  number  of  walls,  a,  h,  c,  d,  e,  f,  kc,  the  walls  a,  c,  e  must 
be  placed  at  a  somewhat  different  level  from  the  alternate  walls,  h,  d,f; 
the  successive  walls  in  the  structure  then  interlock.  The  raising  of 
alternate  walls  with  respect  to  the  others  is  indicated  in  Fig.  3,  and 
other  subsequent  figures,  by  drawing  the  circles  representing  the  one 
level  in  single  lines,  and  those  representing  another  level  in  double 
lines. 

(5.)  The  closeness  of  the  packing  is  further  increased  by  again 
slightly  distorting  each  complex,  without  remarshalling  ;  the  nature 
of  this  di.stortion  will  be  realised   on   comparing  Fig.  1,  representing 


Fig.  3. 


B^ 


the  undistorted  complex,  with  Fig.  2a,  showing  the  effect  of  the  first 
distortion  involved  in  the  shortening  of  the  columns,  and  also  com- 
paring it  with  one  complex  of  hexagonal  contour  in  Fig.  3.  Fig.  4 
indicates  the  effect  of  the  second  distortion  on  the  elevation  of  the 
columns.  The  assemblage  which  has  thus  been  obtained  is  that  repre- 
sentative of  crystalline  benzene. 

The  several  distortions  just  above  described  are  geometrically  very 
simple,  and  assist  in  the  achievement  of  the  closest  possible  packing  of 
the  benzene  complexes,  with  the  aid  of  any  distortion  or  shear  which  does 
not  involve  a  remarshalling  of  the  parts  of  the  complexes.  We  suggest 
that  no  adjustment  other  than  tho.se  described  assists  the  close-packing, 
and  that  the  arrangement  finally  depicted  in  Fig.  3  is  the  most  close- 
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Fig.   4. 


packed  possible.  It  remains  now  to  show  that  this  a.ssemblage  is 
strictly  in  accordance  with  the  crystalliue  form  of  the  hydrocarbon, 
and  must  therefore  be  regarded  as  representing  the  distribution  in  space 
of  the  atoms  and  molecules  which  make  up  benzene  in  the  crystalline 
state. 

Benzene    crystallises    in  the    holohedral  orthorhombic    system,  and 
exhibits  the  axial  ratios  a  :6  :c  =  0-891  : 1  :  0-799  (Groth)  ;  these  values 
give,  since  the  valency  volume  W  is  30,  the  equivalence  parameters 
a; :  ?/  :  s  =  3-101  :  3-480  :  2-780.     The  structure  depicted  in  Fi<y.  3  is  also 
holohedrally  orthorhombic  in  symmetry,   Init,   in  order  that  it   may 
correctly  sinuilatc  the  crystal  structure  of  benzene,  it  must  be  possible 
to  select  three  translation  dimensions  within  it,  which  lie  in  directions 
parallel  to  the  three  axes  of  the  orthorhombic  symmetry,  and  for  these 
translations,  or  simple  multiples  of  them,  to  have  the  values  of  the 
equivalence    parameters    x,    y,    and    z.     The 
ai)pro[)riate  translation  dimensions  are  shown 
in  Figs.  3  and  4  ;  and  these   drawings   have 
been     made    to    the     scale    of     x  :  y  :  z  = 
3-101  :  3-480  :  2  780.    The  length  x  is  one-half 
a  translation  along  the  axis  a,  y  is  twice  the 
diameter  of  a  large  or  carbon  sphere,  and  z 
is,  as  indicated  in  Fig.  4,  very  slightly  less 
than    the    sum  of  the  diameters  of    a   large 
and  a  small   sphere;    the    product,    xyz=W, 
is  the  minimum  unit  volume  of  the  assembl- 
age.    The    dimensions   of    the    structure    re- 
presented in  Figs.   3  and  4,  as  Avell  as  the 
symmetry,  are  therefore  in  accordance  with 
tlio.se  of  crystallised  benzene. 

The  type  of  homogeneous  structure  thus 
assigned  to  the  benzene  assemblage  is  that  marked  No.  54  of  Barlow's 
list  {2eit.  Kryst.  Alin.,  1894, 23,  1),  and  is  No.  14  of  Sohncke's  sixty-five 
systems  with  a  centre  of  symmetry  added.  The  positions  of  the  different 
kinds  of  digonal  screw  axes  (c)  which  lie  pei'pendicular  to  the  plane  of 
Fig.  3  are  marked  (7^,  C^,  Cg,  C\.  The  digonal  screw  axes  (both  a  and  h) 
which  lie  parallel  to  the  plane  of  Fig.  3  pass  midway  between  these  axes ; 
their  projections  are  marked  A^A.^,  -^3^4,  -S^-Sg,  B.^B^.  The  centres  of 
symmetry  lie  on  the  axes  whose  projections,  A^A^,  A^A^,  are  shown  on 
Fig.  3,  and  are  found  at  the  points  where  these  axes  intei'sect  planes 
drawn  perpendicular  to  the  plane  of  the  figure  through  the  axes  B^B^, 
B^B^  ;  their  projections  are  marked  0^,  O^y  0.^,  0^.  The  axes  C\,  Cg) 
&c.,  all  lie  in  planes  of  s^^mmetry  which  are  ^perpendicular  to  the  plane 
of  Fig.  3,  and  both  the  other  sets  of  planes  of  symmetry  are  planes  of 
gliding-symmetry.  The  difference  in  level  of  the  nearest  identical 
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layei-s  of  two  interlocked  walls  of  columns  is  seen  from  Fig.  4  to  be  zji, 
z  beiug  the  prism-translatiou  which  represents  the  vertical  or  c-axis  of 
the  crystal. 

Although  the  highly  symmetrical  configuration  of  the  benzene 
molecule  depicted  in  Fig.  1  undergoes  some  distortion,  unaccompanied 
by  remarshalling,  when  packed  into  the  structure  shown  in  Fig.  3, 
it  must  be  concluded  that  the  distorted  configuration  occurs  only  in 
the  crystalline  state.  There  is  no  need  to  suppose  that  this  temporary 
distortion  survives  the  disintegration  of  the  assemblage  consequent  on 
destruction  of  the  crystalline  structure,  so  that,  for  purposes  of 
chemical  reaction,  and  when  separated  from  close-packed  association 

with  its  companion  units,  the  symmetry 
Fio.  5.  of  the  molecule  should  be  regarded  as 

the  highest  which  the  complex  repre- 
senting it  is  able  to  assume  without 
remarshalling  of  its  component  spheres. 
This  is  of  universal  application,  and  in 
this,  and  all  other  cases,  the  nature  of 
the  marshalling  must  be  regarded  as  the 
characterising  feature  of  the  chemical 
molecule. 

The   objection  may  be   taken  to  the 


benzene    configuration     now 


suggested 


which  was  raised  against,  and  which 
proved  fatal  to,  the  solid  configurations 
proposed  by  Ladenburg  (see  Lewko- 
witsch,  Trans.,  1888,  53,  781  ;  Ber., 
1883,  16,  1576),  namely,  that  all  solid 
configurations  of  the  benzene  molecule 
lead  to  enantiomorphism  amongst  the 
di-  and  tri- substitution  dex'ivatives,  an 
enantiomorphism  which  has  not  hither- 
to been  discovered.  This  objection  is,  however,  groundless  as  ap- 
plied to  the  present  work,  and  for  the  following  reason.  In  the 
column  represented  as  an  element  of  the  structure  in  Fig.  4,  the 
hydrogen  spheres  lie  three  in  each  of  a  set  of  parallel  planes  represented 
by  a,  b,  c,  d,  e,  f,  of  Fig.  5  and  at  the  numbered  jjoints.  And  in 
accordance  with  what  has  been  explained  above,  the  geometrical 
partitioning  of  the  column  involves  the  separation  of  any  two  of  its 
consecutive  layers  to  form  a  free  molecule  of  the  hydrocarbon  ;  alterna- 
tive partitionings  are  thus  possible,  giving  as  separate  complexes  the 
pairs  of  layers  ab,  cd,  ef,  or  Ic,  de,  /</.  And  if  the  hydrogen  spheres, 
1,  2,  3,  4,  5,  and  6,  are  replaced  in  any  symmetrical  manner  in  the  layers 
a,  b,  c,  &.C.,  of  the  column,  so  as  to  lead  to  enantiomorphism  on  partition- 
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ing  into  the  units  ah,  cd,  ef,  the  simultaneous  occairrence  in  another 
column  of  j)artitioning  into  the  units  be,  de,  fy,  will  lead  to  the 
production  of  units  or  molecules  enantiomorphously  related  to  the 
former,  and  the  whole  disintegrated  structure  will  be  externally  com- 
pensated. Therefore,  although  many  of  the  di-  and  tri-derivatives  of 
benzene  must  possess  enautiomorphous  configurations,  they  could  not 
exist  in  the  non-ci-ystallino  state  in  an  optically  active  form,  because 
the  alternative  partitioning  annuls  tlie  ojitical  activity. 

The  benzene  assemblage  is  thus  one  in  which  two  distinct 
geometrical  partitionings  can  be  performed,  each  leading  to  a  sub- 
division into  identical  benzene  molecules.  Such  altex'nativo  partition- 
ing is  in  many  cases  possible ;  as  already  indicated  (p.  1690),  in  certain 
cases  this  leads  to  the  production  of  alternative  constitutions.  In  a 
later  paper  we  shall  show,  for  example,  that  the  assemblage  i-epi'esonta- 
tive  of  phloroglucinol  is  partitionable  in  two  ways,  the  one  leading  to 
the  configuration  of  the  symmetrical  trihydroxybenzene,  the  other  to 
that  of  the  1:3:  5-triketohexamethylene.  The  possibility  of  such  an 
alternative  geometrical  partitioning  of  the  appropriate  homogeneous 
assembhige  affords  an  explanation  of  the  existence  of  enolic  and 
ketonic  isomerides. 

Without  at  present  pursuing  this  particular  aspect  of  alternative 
geometrical  partitioning  further,  one  application  of  it  can  at  once  be 
made  which  illustrates  the  kind  of  way  in  which  the  new  method  of 
formulating  molecular  structures  elucidates  certain  obscure  points  in 
the  behaviour  of  benzene  derivatives.  The  numbering  in  Fig.  5  is  that 
conventionally  used  for  distinguishing  the  six  hydrogen  atoms  in  the 
Kekule  formula  of  benzene,  and  the  possibilities  of  isomerism 
attending  the  formation  of  di-derivatives  of  the  hydrocarbon  can  be 
conveniently  traced  on  Fig.  5  with  the  aid  of  the  numbering  and 
lettering  given.  The  production  of  a  mono-substitution  derivative 
CijHjX  necessitates  the  replacement  of  one  hydrogen  sphere  in  each 
alternate  layer  a,  c,  e,  g,  or  b,  d,  f,  h,  by  the  gi'oup  X ;  the  introduc- 
tion of  a  second  group  X  to  give  the  derivative  Cj^H^Xg  may  be 
brought  about  in  two  generically  distinct  ways  :  the  second  group  X 
may  enter  the  column  in  the  same  layers  in  which  the  first  group  X 
was  introduced,  leaving  the  alternate  layers  still  unsubstituted,and  in 
tliis  ca;e  a  meta-di-derivative  alone  will  be  formed  ;  or  the  second 
group  X  may  be  introduced  into  the  alternate  layers,  into  which  the 
X  groups  did  not  originally  enter,  and  then  an  ortho-  or  para-di- 
derivative,  or  both,  will  be  formed.  A  complete  geometrical  difference 
in  kind  thus  exists  between  the  derivation  of  the  1  :  3-di-derivative 
and  that  of  the  1  : 2-  and  1  :  4-isomerides ;  this  is  wholly  in  harmony 
with  the  observed  chemical  facts. 

Further,    suppose    that    the    two    substituting    groups    X  are    in- 
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troduced  symmetrically  into  the  column  shown  in  Fig.  5  ;  seveial 
geometrically  distinct  possibilities  occur,  but  attention  need  here  only 
be  directed  to  one,  namely,  to  the  result  obtained  by  substituting  the 
hydrogen  spheres  a^,  b^,  Cg,  dg,  er,, /_,,  g^,  //^,  itc.,  each  by  the  group  A'. 
This  type  of  substitution  is  highly  symmetrical,  and  on  subsequently 
partitioning  the  column,  the  iniits  or  molecules,  a^b^,  c.,d^.^,  ^.J^^ffi^ii,  all 
of  the  para  constitution,  result  from  the  one  kind  of  partitioning,  whilst 
the  other  kind  of  partitioning  leads  to  the  production  of  the  ortho- 
isomeride,  b^c^,  tZgC^,  /.,gi,  h^iy  The  application,  in  different  parts  of 
the  same  assemblage,  of  the  two  partitionings  leads  to  the  simultaneous 
production  of  an  ortho-  and  a  para-di-derivative. 

From  the  foregoing  it  will  be  seen  that  our  method  of  regarding 
chemical  structure  is  at  once  applicable  to  the  facts  summarised  in  the 
para-,  ortho-,  and  meta-law  ;  it  offers,  in  fact,  a  mechanism  illustrating 
the  facts  that,  if  a  meta-di.-derivative  of  benzene  is  formed  in  any 
particular  reaction,  it  is,  in  general,  practically  the  sole  product, 
whilst  if  an  oi'tho-derivative  is  formed,  it  is,  in  general,  accompanied 
by  a  large  proportion  of  the  para-isoineride  (compare  Armstrong, 
Trans.,  1887,  51,  258). 

In  deducing  the  above  configuration  for  benzene  we  have  dealt 
only  with  close-packed  arrangements  of  sphei'es  in  contact  ;  these 
sjjheres  are  conceived  merely  as  the  regions  of  space  inhabited  by 
distinct  atoms,  and  this  method  of  treatment,  as  already  indicated, 
does  not  represent  the  truth  with  precise  accuracy.  The  real  state  of 
the  assemblage  is,  as  has  been  said,  better  represented  by  the  packing 
of  elastic  spheres  subjected  to  a  general  pressure  so  as  practically  to 
eliminate  the  interstitial  space  ;  it  is  only  for  convenience  of  rej)re- 
sentation  that  interstitial  spaces  are  shown  in  the  diagrams.  As  the 
assemblages  represented,  in  which  interstitial  space  is  shown,  would  be 
converted  into  the  correct  assemblages  containing  no  interstitial  space, 
if  the  spheres  were  supposed  elastic  and  subjected  to  appropriate  pres- 
sure, the  validity  of  the  argument  is  not  affected,  because  the  relative 
dimensions  of  the  assemblages  are  practically  unaffected  by  the 
pressure. 

The  same  type  of  assemblage  as  has  been  assigned  to  benzene  is  in 
accordance  with  the  crystallographic  data  for  hexachloro-  and  hexa- 
bi'omo-benzene  ;  these  are  pseudoti'igonal  and  have  been  described  by 
Fels  {Zeit.  Kryst.  Min.,  1900,  32,  367)  as  monosymmetric  with  the 
followinir  axial  ratios  : 


'a 


C^Cly,  a  :b:c  =  2-0903  :  1  :  4-3220,  /3=116'^52'. 
C,iBr^       „       =  2-0903  :  1  :  4-2620,  „  =  1 16°28'30". 

These   axial     ratios   are    simplified     by    changing    the    forms     {100}, 
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{00l|,    {102},   and    {llT},    to    [T01{,    jlOO|,    {101},    and    {Oil};   this 


gives 


(J,C1,;,  a:b:c  =  2-\0]-2:  1  :  S'SGIS,  /3  =  87°49'45". 
C,Bry       „       =20902  :1  :3-8183,  „  =  87''18'. 

On  taking,  in  tliesc  values,   2a  and  5b,  the  equivalence  parameters 
become  compatible  with  those  of  benzene,  namely  : 

C^H,;,  .r:2/:;s-3-101    :  3-480    :  2780,     y3  =  90° 
C«Clg,      „      =  3-0169:  3-5894  :  2-7724,  „  =  87°49'45". 
CfiBr,,,     „      =3-0181  :  8-6097  :  2-7587,  „  =  87°18'. 

So  far  as  is  known,  benzene  is  not  dimorphous,  but  it  is  in1;eresting 
to  notice  that  an  alternative  close-packed  arrangement  exists  of  units 
possessing  the  marshalling  shown  in  Figs.  1  and  2  ;  this  alternative 
crystallographic  arrangement  of  the  units  apparently  occurs  in  the 
known  crystalline  modifications  of  some  of  the  halogen  derivatives  of 
benzene. 

The  alternative  arrangement  refeirod  to  is  of  highly  symmetrical 
marshalling,  and  may  be  regarded  .as  consisting  of  layers  of  spheres 
one  of  which  is  depicted  in  Fig.  6,  arranged  one  upon  the  other  in 
rhomboliedral  symmetry ;  any  two  successive  layers  are  thus  arranged 
as  shown  in  Fig.  7a,  and  form  one  stratum  of  benzene  complexes,  the 
centres  of  the  latter  lying  at  the  points  A.  Fig.  76  shows  how  the 
next  stratum  of  two  layers  has  to  be  superposed  upon  that  of 
Fig.  7a  :  Fig.  7c,  how  the  next  stratum  lies  upon  that  of  Fig.  7b  ; 
this  mode  of  superposition,  which  is  designed  so  as  to  produce  close- 
packing,  leads  to  rhomboliedral  symmetry.  The  spheres  of  the 
fourth  stratum,  neglecting  any  slight  distortion,  come  vertically  over 
the  corresponding  ones  of  the  first,  and  thus  the  first  and  fourth 
strata  have  the  same  projection.  The  centres  of  the  small  or  hydrogen 
spheres  do  not  lie  exactly  in  the  same  planes  as  the  large  or  carbon 
spheres  of  the  same  layer.  The  contour  of  the  set  of  spheres  con- 
stituting one  benzene  unit  or  molecule  grouped  about  the  centre  A  in 
Fig.  7a  will  be  easily  distinguished  and  seen  tb  be  identical  in 
marshalling  with  that  of  Figs.  1  and  2. 

Benzene  units  or  molecules  of  the  marshalling  depicted  in  Figs.  1 
and  2  can  thus  be  packed  closely  in  two  alternative  modes,  the  one 
indicated  in  Fig.  3,  the  other  in  Figs,  7a,  b,  and  c.  The  alternative 
assemblages  thus  indicated  may  be  geometrically  distinguished  in  the 
following  way. 

It  is  well  known  that  an  indefinitely  large  number  of  equal  spheres 
can  be  close-packed  in  either  cubic  or  holohedral  hexagonal  symmetry  ; 
in  the  latter  case,  alternate  triangularly  arranged  layers  lie  vei^tically 
over  one  another,  and  the  two  sets  of  alternate  layers  of  which  the 
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assemblage  then  consists  are 
connected  by  coincidence- 
movements  about  hexagonal 
screw  axes  perpendicular  to 
the  plane  of  the  layers  (Bar- 
low, tici.  Proc.  Roy.  Duhl. 
Soc,  1897,  8,  527).  From 
either  the  cubic  or  the  hexa- 
gonal close-packed  arrange- 
ment one-fourth  of  the 
spheres  can  be  symmetrically 
removed  without  impairing 
the  symmeti^y  ;  each  layer 
then  presents  the  appeai-ance 
shown  in  Fig.  8,  and  in 
both  cases  the  assemblage 
can  be  regarded  as  made  up 
of  octahedral  groups  of  six 
spheres,  two  layers  combin- 
ing to  furnish  a  single 
stratum  of  groups  as  shown 
in  Fig.  9.  The  number  of 
cavities  being  twice  that  of 
the  octahedral  groups,  if 
three  smaller  spheres,  each 
having  one-fourth  the 
volume  of  a  larger  sphere, 
are  squeezed  into  each  cavity 
of  an  assemblage  of  either 
kind,  the  composition  C,iH,t 
is  attained,  and  since  the 
carbon  spheres  occur  in 
groups  of  six,  the  partition- 
ing yields  units  of  the  ben- 
zene composition  C^,Hg. 

After  this  replacement  of 
one-fourth  of  the  spheres  by 
sets  of  three  small  spheres 
in  either  the  cubic  or  the 
hexagonal  assemblage,acom- 
paratively  slight  distortion 
or  adjustment  suffices  to  re- 
establish close-packing  ;  the 
appropriate  distortion  of  the 
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liexagonal  assemblage  converts  it  into  the  benzene  assemblage  of  Fig.  'A, 
whilst  the  system  derived  from  the  cubic  assemblage,  l)y  a  sliglit  distor- 
tion, yields  the  rhombohedral  or  nearly  rhombohedral  assemblage  of 
Figs.  7a,  b,  and  c.  In  the  latter  case  the  distortion  consists  in  a 
compression  in  the  direction  of  one  of  the  four  trigonal  axes,  the 
planes  of  the  triads  of  small  spheres  remaining  practically  parallel 
to  the  planes  of  the  layers. 

A  comparison  of  the  diagrams  will  show  that  the  benzene  assemb- 
lage of  hexagonal  derivation  (Fig.  3)  and  that  of  cubic  derivation 
(Figs.  7a,  b,  and  c)  ai'C  geometrically  closely  related,  in  addition  to 
being  symmetrically  pirtitionablo  into  units  of  the  same  marslialling  ; 
in  both  assemblages  the  smaller  spheres  are  grouped  in  triads,  each 
group  being  contained  in  a  cavity  surrounded  by  twelve  of  the  larger 
spheres,   and  the   three  spheres   of  a  group   being  attached   to  three 
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different  benzene  complexes.  Among  the  prominent  or  singular  points 
are  found,  in  each  case,  the  centres  of  the  benzene  complexes  and  the 
centres  resembling  them  which  are  situated  midway  between  six  large 
spheres  not  belonging  to  the  same  complex  and  the  centres  of  the 
cavities  containing  the  smaller  spheres.  The  other  singular  points 
of  the  two  systems  do  not  correspond. 

In  an  undistorted  assemblage,  retaining  complete  rhombohedral 
symmetry,  as  in  that  represented  in  Figs.  7a,  b,  and  c,  the  ratio  of  the 
equivalence  parameters  x  and  ?/  corresponding  to  the  x  and  y  of 
crystalline  benzene  would  be  0'8660  :  1,  this  being  the  ratio  between  the 
lengths  of  the  side  and  the  perpendicular  to  the  side  in  an  equilateral 
triangle ;  the  value  z  would  be  rather  less  than  in  the  case  of  the 
assemblage  for  benzene  depicted  in  Fig.  3.  The  substitution  of  slightly 
different  halogen  spheres  for  hydrogen  spheres  in  certain  of  the  halogen 
derivatives  of  benzene  will  evidently  affect  the  rhombohedral  mar.^halling 
and  lower  the  symmetry  ;  the  departure  from  rhombohedral  symmetry 
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may  be  expected  to  bo  somewhat  pronoiinced.  The  values  quoted 
for  the  orthorhombic  (0)  and  monosymmetric  (J/)  benzene  halogen 
dei'ivatives  in  the  appended  table,  which  is  calculated  fi'om  data  given 
by  Fels  {Zeit.  Kryst.  Min.,  1900,  32,  358),  seem  to  indicate  that  the 
crystalline  structure  of  these  substances  is  one  derived  from  the  cubic 
marshalling  of  the  complexes  just  described, 

Multiplos  Jlole- 
of  axial  cular 
Crystal  ratios    vol- 

systoiii.  y3.    chosen,  ume.       a    :    b    :    c.  x       :      y       :      z. 

l:4-CgH4Cl2 U  100°2r)'    a/2       96-4  2-33()G  :  1  :  1-3920  3-1306  :  3-6828  :  2-6457 

l:4-C6H4Bro M     98  lU  «/2     104-4  2-4720:1  : 1-3774  3-2274  :  3-5966  :  2-6111 

l:4-CfiH4l„" 0      90    0"'&/2       —     0-4342:1:0-3653  3-1402:3-6161:2-6419 

l:2:4:5-C8H2Cl4    M     99  26      2c     116-2  0-9041:1:0-3650  3-2414:3-5852:2-6169 

Notwithstanding  difference  in  crystalline  system  and  accompanying 
differences  in  the  extent  to  which  the  assemblages  are  sheared  in  the 
various  directions,  and  the  slight  diffei'ences  in  the  I'elative  volumes 
of  the  spheres  of  influence  of  hydrogen,  chlorine,  bromine,  and 
iodine,  the  respective  x,  y,  and  z  values  agree  closely  throughout  the 
series. 

It  will  be  seen  from  the  foregoing  that  a  close-packed,  homogeneous 
assemblage  has  been  derived  which  is  entirely  representative  of  our 
chemical  and  crj^stallographic  knowledge  of  benzene  ;  also  that  the 
ci'ystal  symmetry  of  several  of  the  halogen  derivatives  of  the  hydro- 
carbon is  almost  identical  with  that  of  a  close-packed  assemblage  of  the 
benzene  molecular  units  having  the  alternative  arrangement  described. 
Having  thus  given  a  detailed  example  of  the  methods  of  working 
adopted,  it  will  be  convenient  to  summarise  briefly  as  follows  the 
salient  features  presented  by  such  close-packed  equilibrium  assemblages 
as  those  depicted. 

Any  chemical  compound  can  be  represented  by  a  close-packed  and 
homogeneously  symmetrical  assemblage  of  slightly  deformed  spheres 
of  the  appropriate  magnitudes,  A,  B,  C,  &c.,  in  which  the  numerical 
proportions  of  the  different  components  are  those  of  the  spheres  of 
influence  of  the  corresponding  atoms  present  in  the  molecule  of  the 
compoiind  repi'esented.  In  order  to  differentiate  between  organic  sub- 
stances having  the  same  percentage  composition  but  different  mole- 
cular weights  or  constitutions,  a  number  of  different  close-packed 
assemblages  of  the  same  composition  have  to  be  formed,  the  units  of 
which  are  different.  Thus  the  sevei\al  assemblages  composed  of 
spheres  representing  carbon  and  hydrogen  in  equal  proportion  are 
obtainable  which  correspond  in  nmnber  and  properties  to  the  hydro- 
carbons of  the  empirical  composition  CH,  and  differ  among  themselves 
both  in  the  magnitudes  and  configurations  of  the  units  or  molecules 
into  which  they  are  partitionable.  One,  and  only  one,  configuration  of 
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unit  represents  acetylene  ;  another  dipropargyl ;  and  a  third,  as  shown 
above,  represents  benzene.  Further,  the  comparison  of  numbers  of 
close-packed  assemblages  representing  organic  compounds  reveals  the 
existence  in  different  assemblages  of  compound  groups  identical  in  com- 
position and  configuration  ;  these  component  groups  are  the  radicles 
known  to  organic  chemistry,  and  the  persistence  of  a  particular  typo 
of  structure  as  an  element  throughout  widely  differing  assemblages 
characterises  that  particular  structural  element  as  a  radicle.  Again,  the 
fragments  of  the  close-packed  assemblages  which  represent  different 
radicles  can  be  classified  in  homologous  or  related  series  according  to 
their  composition  and  symmetry  ;  the  groups  representing  complex 
radicles,  such  as  benzyl,  benzoyl,  acetyl,  ethyl,  ^c,  contain  particular 
groups  representing  simpler  radicles,  such  as  phenyl,  methyl,  &c., 
precisely  in  accordance  with  our  knowledge  of  those  complex  radicles. 

If  the  substance  under  consideration  is  one  of  known  crystalline  form, 
it  is  found  that  the  genei'al  symmeti-y  of  the  close-packed  assemblage 
is  identical  with  that  observed  in  the  corresponding  crystal.  The  axial 
ratios  and  interaxial  angles  of  the  latter  are  also  compatible  with  the 
relative  dimensions  of  the  close-packed  assemblage  ;  the  correspondence 
also  extends  to  the  optical  properties,  to  the  twinning  and  to  any  so- 
called  optical  anomalies  exhibited  by  the  crystalline  substance,  these 
being  paralleled  by  corresponding  symmetrical  structural  features  of 
the  properly  constituted  assemblage.  In  very  many  cases  close-packed 
assemblages  of  spheres  representing  a  particular  substance  can  be  built 
up  in  two  or  more  ways,  each  being  in  accordance  with  the  chemical 
nature  of  the  substance  and  partitionable  into  identical  chemical  mole- 
cules. The  one  of  these  assemblages  can  in  some  cases  be  distorted 
symmetrically  in  such  a  manner  that  it  passes  over  into  the  other,  the 
symmetrical  distortion  thus  enabling  a  passage  from  one  type  of 
symmetry  to  the  other.  The  alternative  of  symmetrical  arrangement 
of  the  same  set  of  units,  whether  achieved  in  this  way  or  not,  indicates 
polymorjihism,  and  the  different  kinds  of  ciystallographic  symmetry 
actually  exhibited  by  the  substance  are  represented  by  the  types  and 
dimensions  of  the  two  or  more  close-packed  assemblages. 

Where,  in  consequence  of  the  presence  of  the  same  units  or  radicles 
in  two  assemblages  and  a  similar  or  partially  similar  arrangement  of 
them,  some  of  the  translations  or  other  dimensions  are  the  same  in  both 
assemblages,  difficulty  is  often  experienced  in  detecting  the  similarity 
of  dimension  ;  the  difficulty  is,  in  many  cases,  due  to  the  axial  directions 
chosen  not  corresponding  in  the  two  crystalline  structures,  similar 
directions  not  being  immediately  apparent  from  an  inspection  of  the 
crystalline  forms ;  an  instance  bearing  on  this  is  found  in  the  cases  of 
hexachloro-  and  hexabromo-benzene,  dealt  with  above.  But  when  this 
complication  does   not  arise,  the  relation  between  polymorphous   iso- 
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merides  is  frequently  seen  to  be  of  a  very  simple  character.  This  may 
be  illustrated  by  a  comparison  of  the  orthorhombic  mineral,  gerhardtite, 
4:CuO,Nr.,Or,3H20,  with  the  synthetic  monosyminetric  compound  of  the 
same  composition,  using  the  crystallogranhic  data  by  Wells  and  Penfield 
{Zeit.  Ko-i/st.  Min.,  1886,  11,  303). 

4CuO,N205,3H20. 


&. 

a      : 

b    :    c. 

X 

:     y 

c. 

Density. 

Natural    ..  . 

.     90" 

0-92175 

:  1  :  1-1562 

3-1858 

:  3-45G2 

3-9961 

3-426 

S3-nthctic    . 

.     8.5°27' 

0-9190 

:  1  :  1-1402 

.3-1976 

3-4791 

3-9673 

3-378 

Notwithstanding  the  difference  of  crystalline  system  and  of  density, 
it  will  be  seen  that  relative  lengths  of  corresponding  dimensions  in  the 
two  structures,  as  indicated  by  the  equivalence  parameters  x  :y  :  z,  are 
almost  the  same.  A  slight  shear  of  the  orthorhombic  structure  would 
bring  its  symmetry  into  congruence  with  that  of  the  monosymmetric 
one.  Tlie  monosymmetric  mineral  eudidymite,  exhibiting  a  :  h  :  c  = 
1-7107  :  1  :  M071,/3  =  86°  14' 30",andtheorthorhombicepididymitewith 
a  :  6  :  c=  1"7274  : 1  :  1-0680,  both  of  which  have  the  composition 
NaBeHSigOg,  are  related  in  precisely  the  same  manner  as  the  fore- 
going (Flink,  Zeit.  Kryst.  Min.,  1894,  23,  353).  Another  instance  of 
similar  kind  is  supplied  by  the  rhombohedral  and  monosymmetric 
forms  of  quinol,  which  are  described  in  detail  later  (p.   1704). 

The  previously  current  views  as  to  the  constitution  of  benzene  do  not, 
of  course,  lend  themselves  in  any  way  to  the  detection  of  a  connexion 
between  constitution  and  crystalline  form,  and  although  the  discussion 
of  the  initial  problem  has  led  to  a  result  which  agrees  so  well  with  the 
mass  of  available  qualitative  and  quantitative  data  that  little  doubt 
can  survive  as  to  the  general  accuracy  of  the  solution  offered,  it 
is  desirable  that  we  should  further  consolidate  our  position  by  the 
study  of  a  typical  set  of  substitution  derivatives  of  benzene.  We 
therefore  proceed  to  the  investigation  of  the  three  dihydroxybenzenes, 
triphenylmethane  and  its  derivatives,  triphenylamine,  naphthalene,  and 
anthracene,  in  order  to  show  that,  by  adhering  strictly  to  the  mode  of 
procedure  adopted  in  the  case  of  benzene  itself,  it  is  possible  to  obtain 
close-packed  assemblages  of  the  appropriate  spheres  whose  types  of 
symmetry  and  relative  axial  dimensions  are  in  agreement  with  our 
chemical  and  crystallographic  knowledge.  Although  in  some  cases 
the  arrangement  in  the  actual  crystal  may  be  other  than  that  here 
suggested,  it  is  not  probable  that  this  frequently  occurs,  as  it  would 
generally  involve  the  existence  of  two  arrangements  for  the  same 
molecular  units,  both  very  closely  packed  and  both  displaying  sym- 
metry of  structure  referable  to  the  same  one  of  the  thirty-two  crystal 
classes,  and  having  the  same  or  interconvertible  axial  dimensions. 
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Qtcinol. 

Quinol,  or  p-dihydroxybenzene,  is  dimorphous,  and  the  first 
modification  to  which  we  direct  attention  is  that  which  crystal- 
lises in  the  rhombohedral  system  and  exhibits  a  =  108°  4' 30";  a:c  = 
1  :  0*6591  (Groth).  The  occurrence  of  the  high  rhombohedral  sym- 
metry is  of  importance,  in  that  it  imposes  narrow  limitations  upon  the 
nature  of  the  close-packing  of  the  molecules  in  the  crystal  structure 
and  upon  the  configuration  of  tlie  molecules  themselves.  The  assemb- 
lage appropriate  to  quinol  is  derived  from  the  benzene  unit  or 
molecule  in  the  following  manner. 

Benzene  complexes  distorted  as  in  Fig.  3  are  arranged  in  mutual 
contact  and  similarly  orientated  upon  the  same  plane  in  such  a  way 
that  the  centres  of  the  complexes  lie  at  the  knots  of  an  equilatfrally 
triangidar  network.  Triads  of  small  spheres  are  observable  in  the 
plane  layer  thus  obtained,  just  as  in  Fig.  3,  but  the  three  individual 
spheres  forming  a  triad  are  no  longer  all  in  contact.  Substitute  now 
one  sphere  of  each  triad  by  a  sphere  of  twice  its  volume,  the  sub- 
stituted spheres  being  similarly  situated  throughout  the  plane  layer  of 
complexes,  and  being  so  selected  as  to  conserve  the  digonal  axis 
of  rotation  which  passes  through  the  centre  of  each  benzene  complex. 
The  introduction  of  this  larger  sphere  just  about  sufiices  to  bring  it 
into  contact  with  the  two  smaller  spheres  of  the  .same  triad,  but  still 
leaves  in  the  structure  a  gap  bounded  on  one  side  by  those  two  smaller 
spheres ;  this  gap  is  filled  by  the  introduction  of  another  hydrogen 
sphere,  which  then  makes  contact,  or  nearly  so,  with  five  spheres  of  a 
face  layer.  This  last  inserted  sphere  is  rather  large  for  the  narrowest 
part  of  the  gap  which  it  occupies,  and  will  therefore  project  a  little, 
either  above  or  below  the  level  of  the  hydrogen  spheres  ;  its  position 
can,  however,  be  so  adjusted  as  still  to  conserve  the  digonal  axes. 

The  arrangement  now  arrived  at  is  indicated  in  Fig.  10,  in  wliich 
the  two  layers  of  spheres  making  up  the  one  layer  of  complexes  are 
respectively  represented  by  continued  and  broken  lines ;  the  thick 
straight  lines  represent  the  projections  of  the  digonal  axes.  Each  of 
the  broken  line  hexagonal  cells  indicated  approximately  ovatlines  one 
quinol  molecule  or  one  unit  of  the  structure. 

Since  the  plane  network  formed  by  the  centres  of  the  original 
benzene  complexes  becomes  in  the  quinol  structure  an  equilaterally 
triangular  one,  successive  layers  of  complexes  identical  with  the 
first  can  be  built  up  so  that  the  set  of  digonal  axes  found  in 
any  one  layer  is  at  120°  with  the  set  found  in  the  next  layer.  The 
orientation    of   successive  layers  thus  related  is  so  chosen  that   the 
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system  forms  a  series  of  screw-spiral ;  corresponding  points  in  the 
first  and  fourth  layers  of  complexes  having  the  same  projection  on 
the  plane  parallel  to  the  first  plane  layer.  On  thus  stacking  successive 
layers,  the  spheres  of  any  layer  may  individually  move  rtp  or  down 
slightly  in  such  a  manner  as  to  accommodate  the  contours  of  neighbour- 
ing layers.  As  the  presence  of  spheres  of  different  sizes  makes  the 
layers  of  diffei'ent  thicknesses  in  different  parts,  it  is  essential  for  close- 
packing  that  the  layers  should  be  so  adjusted,  one  above  the  other, 
that  thick  portions  of  the  one  are  superposed  upon  thin  portions  of  the 
next  ;  this  is  achieved  hj  the  adoption  of  the  spiral  arrangement 
described.     The  attainment  of  close-packing  will  be  further  assisted 
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because,  since  the  mass  consists  of  elastic  deformable  spheres  and  is 
supposed  svibject  to  a  general  and  uniform  compression,  a  slight  mutual 
adjustment  of  the  relative  positions  of  the  component  spheres  will 
occur  so  as  to  produce  increased  closeness  of  packing ;  this  change 
will  be  probably  symmetrical,  .and  .therefore  unlikely  to  alter  the 
character  of  the  general  symmetry.  In  the  present  case  it  will  not  be 
neces.sary  to  indicate  the  precise  nature  of  this  adjustment,  and  the 
more  so,  as  it  consists  merely  in  a  slight  movement,  mostly  up  or  down, 
of  some  sphere  or  spheres  with  respect  to  others  in  the  layer.  For  the 
sake,  however,  of  clearness,  it  will  be  well  to  state  in  general  terms 
the  nature  of  this  mutual  accommodation  of  the  layers  of  an  assemblage 
one  to  another,  which  can  occur  without  the  accompaniment  of 
material  rearrangement  or  remarshalling. 
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If  an  assemblage  of  elastic  spheres,  mutually  iu  contact  and  subject 
to  genei'al  compres-:ion,  or  some  system  of  mutually  repellent  centres 
mechanic  illy  equivalent  to  it,  is  nearly  but  not  quite  closely-packed  or 
in  equilibrium,  the  as.semb'age  will  pass  to  a  condition  of  equilibriiini 
in  close-packing  by  executing  small  relative  mutual  adjustments  of  its 
parts.  And  if  the  original  system  is  either  symmetrical  or  so  nearly 
symmetrical  as  to  be  capable  of  becoming  completely  so  when  equili- 
brium is  ultimately  reached,  the  resultant  assemblage  will  be  a 
symmetrical  or  homogeneous  one  ;  in  other  words,  the  same  conditions 
of  equilibrium  will  continually  repeat  themselves  throughout  it.  And 
when  it  is  considered  that  the  spheres  of  influence,  which,  for  purposes 
of  simplicity,  we  are  now  ireating  statically,  are  certainly  the  seat  of 
great  dynamic  activity,  it  must  be  concluded  that  the  establishment 
of  equilibrium  as  just  indicated  will  be  a  very  ia[)id  process.  The 
question  as  to  what  equilibrium  of  composition  must  characterise  a 
system  in  order  that  it  may  be  capable  of  close-packing  in  homogeneous 
arrangement  is  discussed  in  a  later  chapter 
on  valency.  '• 

It  will  be  seen  that  the  geometrical 
partitioning  of  the  assemblage  shown  in 
Fig.  10  I'esolves  it  into  units  or  molecules 
of  the  paia-constitution,  in  which  the 
spheres  of  intermediate  size  representing 
oxygen  are  diametrically  opposite  each 
other  on  a  line  passing  through  the  centre 

of  the  molecule  (Fig.  11).  The  hydroxylic  hydrogen  spheres  are 
not  shown  in  Fig.  11,  because  their  precise  position  is  not  fixed 
by  the  symmetry ;  it  is  not  immediately  apparent  what  precise 
course  is  taken  by  the  walls  of  the  partitioning  which  separates 
the  assemblage  into  molecular  units. 

The  assemblage  depicted  in  Fig.  10  as  appropriate  for  quinol 
possesses  trigonal  symmetry,  and  in  addition  has  digoual  axes  perpen- 
dicular to  and  intersecting  the  trigonal  axes  ;  the  digonal  axes  are 
those  already  described,  and  also  an  equal  number  which  lie  midway 
between  and  parallel  to  them.  It  is  identical  in  kind  with  that 
attributed  to  quinol  on  the  basis  of  the  goniometrical  examina- 
tion, with  the  exception  that  it  possesses  no  centres  or  planes  of 
symmetry ;  the  assemlilage  is  thus  an  enantiomorphous  one,  and  is  of 
type  46  or  47  of  Barlow.  The  type  of  symmetry  of  the  measured 
crystals  of  quinol  and  of  the  structure  described  and  figured  above 
being  identical,  with  the  exception  that  the  indicated  enantiomorpliism 
has  not  been  detected,  it  remains  to  show  that  the  axial  ratios  of 
the  crystals  are  compatible  with  the  dimensions  of  tliis  structure 
and  that  attiibuted  above  to  benzene. 
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On  substituting  3rt/4  for  a  iu  the  axial  ratios  for  quiuol,  tiie 
hitter  hecome  a :  c=  1  :  0*8788,  and,  throwing  these  into  the  ortho- 
rhombic  form  of  a:6:c  =  0-8660  :  1  : 0-7610,  and  calculating  the  equi- 
valence parameters,  taking  the  valency  volume  IF  =34,  the  values 
x:y:£  =  3-2238:  3-7227: 2-8330  are  oblainei.  Fig.  10  is  drawn  to 
the  same  scale  as  the  benzene  assembhige,  employing  these  parameters  ; 
the  value  of  z  is,  as  it  should  be,  a  trifle  greater  than  in  the  case  of 
the  hydrocarbon. 

The  principal  dimensions  of  the  monosymmetric  form  of  quinol 
become  nearly  identical  with  those  of  the  rhombohedral  form  if  the 
fractions  of  the  axial  ratios  suggested  by  Arzruni  [I'/ri/sik.  Chein. 
d.  Kryst.,  1893,  227)  are  adopted,  for  then  a/3  : 6  :  c/2  =  0-8683  : 
1  :  0*7790,  /?=107°,  are  obtained.  Two  of  these  axial  values  are 
identical  with  those  of  the  rhombohedral  form,  and  the  third,  namely, 
the  c-value,  corresponds  to  an  oblique  measurement  expressing  nearly 
the  same  thickness  of  stratum  as  is  indicated  by  the  corresponding 
perpendicular  axis  c  in  the  trigonal  form.  The  equivalence  para- 
meters, a; :  y  :;s=  3-2526  :  3-7459  :  2-9184,  /3=107°,  are  obtained  from 
the  axial  data  modified  as  above  ;  in  comparing  these  values  with  those 
of  the  rhombohedral  form  it  should  be  noted  that  2-9184  x  sin  107°  = 
2-7909,  a  quantity  very  near  to  the  s-value  of  2*7800  for  benzene. 

It  is  suggested  that  the  assemblage  of  the  monosymmetric  form  of 
quinol  is  composed  of  layers  of  the  same  nature  as  those  present 
in  the  rhombohedral  assemblage  depicted  in  Fig.  10,  which  there- 
fore applies  to  both  forms,  but  that  the  disposition  of  succeeding 
layers  is  different.  The  arrangement  in  the  case  of  the  rhombohedral 
form  is  that  derived  from  the  holohedral  hexagonal  arrangement  of  the 
benzene  complexes,  whilst  in  the  monosymmetric  form  the  layers  are 
so  deposited  one  on  the  other  that  a  plane  of  symmetry  passes  through 
the  centre  of  each  benzene  complex  perpendicular  to  the  digonal 
axis.  In  other  words,  the  two  assemblages  assigned  to  quinol 
precisely  parallel  the  two  attributed  above  to  benzene ;  one  of 
these  is  found  in  the  crystalline  hydrocarbon  itself  and  its  per- 
halogen  derivatives,  and  the  other  in  its  di-  and  tetra-halogen  deriva- 
tives. 
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In  order  to  obtain  a  homogeneous  assemblage  isomeric  with  that 
lepresenting  quinol,  but  in  which  the  two  hydroxyl  groups  are 
in  the    meta-positions    as    in    resorcinol,    layers    dill'ering    distinctly, 
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though  not  greatly,  from  those  indicated  in  the  former  case  must  be 
employed.  An  a.^semblage  representative  of  the  structural  features  of 
resorciiiol  is  shown  in  l-'ig.  12,  in  which,  as  in  the  case  of  the  quinol 
assemblage  shown  in  Fig.  10,  each  considerable  gap  among  the  large 
si)heres  of  a  layer  is  o(!ciipied  by  three  of  the  smallest  or  hydrogen  size 
and  one  of  the  medium  or  oxygen  size.  In  Fig.  12  the  projection  of 
one  half  of  the  double  layer  of  splieres  or  single  layer  of  benzene 
complexes  is  represented  by  broken  lines,  the  other  half,  which  is 
either  above  or  below  the  first,  being  indicated  by  continuous  lines  ; 
the  exigencies  of  the  packing  do  not  allow  of   the  centres  of  all   the 


spheres  in  a  layer  lying  quite  in  the  same  plane,  and  the  extent  of  this 
deviation  is  indicated  by  a  slight  overlapping  in  pai-ts  of  the  projection. 
The  hydroxylic  hydrogen  sjihere  in  particular  is,  just  as  with  quinol, 
prevented  from  attaining  the  level  of  the  others  by  being  rather  large 
for  the  narrower  parts  of  the  gap  into  which  it  must  be  inserted,  and 
therefore  projects  above  the  others. 

As  before,  the  assemblage  can  be  geometrically  partitioned  into 
hexagonal  prisms  with  identical  contents  as  indicated  in  the  figure ; 
the  hexagons  are,  however,  not  now  regular.  The  molecule  is  derived 
as  before  by  associating,  in  accordance  with  the  partitioning,  a  group 
of  spheres  of  one  layer,  whoso  centres  are  contained  within  a  single 
prism,  with  a  corresponding  group  in  the  layer  immediately  above  or 
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below,  wliose  ceutres  are  contained  in  the  same  prism.  The  exact 
nature  of  the  attachment  of  the  hydroxylic  hydrogen  atom  is,  as  in  the 
case  of  quiuol,  left  undetermined  by  the  symmetry ;  but,  if  the 
centres  of  these  hydrogen  atoms  lie  all  slightly  above  or  slightly  below 
the  planes  of  the  respective  layers,  the  system  possesses  digonal 
screw  axes  perpendicular  to  the  plane  of  the  diagram  through  all  such 
points  as  Cj,  Cg'  ^3'  ^4>  ^^^®  translation  component  of  which  is  zj^, 
where  *  is  a  translation  of  the  system  in  a  direction  perpendicular  to 
the  plane  of  the  diagram.  Two  sets  of  planes  of  gliding-symmetry  per- 
l)endicular  to  the  piano  of  the  diagram  are  also  present,  and  are 
marked  AB,  DE,  and  FG,  UK,  in  Fig.  12,  The  symmetry  about  the 
digonal  axes  is  manifest  if  the  system  formed  by  the  continuous  line 
circles  is  rotated  as  a  whole  through  1 80°  about  any  one  of  the  points 
Cj,  Cg,  &c.,  when  all  its  parts  come  to  coincidence  Avith  the  system 
formed  by  the  broken  line  circles. 

The  system  displays  hemimorphous  orthorhombic  symmetry  of  the 
type  53  i5^  in  Barlow's  list  and  12  a  of  Fedoroff ;  it  is  therefore 
identical  in  crystallographic  symmetry  with  the  crystals  of  resorcinol 
which  Calderon  described  as  belonging  to  the  hemimorphous  ortho- 
rhombic  system  and  as  having  the  axial  ratios  a  :&:c  =  0'9123  : 1  :05876. 
It  remains  now  to  show  that  these  axial  dimensions  are  compatible 
with  the  figured  structure. 

On  substituting  c  by  4c/3  in  the  axial  ratios  given  above,  the  values, 
a  :&  :  4c/3  =  0'l)123  :  1  :0"7835,  are  obtained,  and,  since  Tr=34,  the 
equivalence  parameters  are  x  :y:  z:  =  3-3055  :  3'6233  :  2'8388.  It  is 
interesting  to  note  that  the  value  z,  which  represents  a  translation 
perpendicular  to  the  plane  of  Fig.  12,  is  practically  identical  with  the 
corresjjonding  value  for  quinol.  The  applicability  of  the  above 
set  of  axial  ratios  is  shown  as  before  by  drawing  the  figure  x-epresent- 
ing  the  assemblage  to  the  scale  adopted  for  benzene,  using  the  above 
equivalence  pai-ameters. 

CH 

:  //\ 

Catechol,       I        1 1 

HC      C-OH- 

CH 

Catechol,  or  o-dihydroxybenzene,  is  monosymmetric  with  the 
axial  ratios  a  :  6  :  c-=  16086  : 1  :  1-0229,  /3  =  85°45'  (Beckenkamp, 
Zeit.  Kryst.  Min.,  1900,  33,  599).  These  values  maybe  transposed  by 
writing  a^  for  b,  h^  for  c,  and  c^  for  a/2,  and  then  become  a^  :  ij  :  c^  = 
1  :  1-0229:  0-8043,  y  =  85'^45';  the  valency  volume,  ir=  34,  as  before, 
and  the  equivalence  parameters  are  x  \y  :«  =  3'4605  :  3*5398  :  2'7833. 
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The  values  of  y  and  z  thus  obtained  differ  Imt  little  from  those  of 
benzene,  and,  in  harmony  with  this,  benzene  complexes  in  which  the 
ortho-sul)stitution  of  two  oxygen  and  two  hydrogen  spheres  for  two 
hydrogen  spheres  has  been  made  can  be  fitted  together  to  form 
columns  and  walls  just  as  in  the  case  of  the  benzene  assemblage;  the 
walls  can  be  placed  at  dill'erent  levels  so  as  to  pack  together  more 
closely,  but  their  relative  positions  must  not,  as  is  the  case  with  benzene, 
be  such  as  to  produce  digonal  axes  in  the  directions  a  and  c.  If,  how- 
ever, the  digonal  axis  whic-Ii  passes  through  the  middle  of  each  unit 
taken  alone  is  made  the  direction  of  the  6-axis  in  the  assemblage,  the 
fitting  together  of  the  walls  being  effected  consistently  with  this, 
monosymmetric  symmetry  will  result. 

The  direction  of  a  in  the  axial  ratios  stated  is  possibly  ill-chosen,  but, 
premising  that  the  other  two  axial  directions  have  been  correctly 
located,  and  that  their  dimensions  are  as  indicated,  a  different  choice 
for  the  direction  a  would  cause  no  change  in  the  dimensions  indicated 
as  the  mean  thickness  of  the  walls.  And  thus,  the  selection  of  any 
other  axial  direction  for  the  a-axis,  as  according  better  with  the  con- 
struction of  the  assemblage,  will  accord  equally  well  with  the  constants 
6  and  c  or  x  and  z.  The  extent  to  which  one  wall  is  sheared  upon 
the  next  is  in  any  case  probably  not  the  same  as  in  benzene,  owing  to 
the  conditions  being  complicated  by  the  changed  configuration  of  the 
molecular  complexes. 

Without  tracing  the  precise  form  of  the  catechol  assemblage,  a 
diagrammatic  representation  of  the  symmetry  of  the  system,  in  which 
the  shear  is  not  taken  into  account,  is  given  by  Fig.  13,  which  thus 
shows  merely  the  mutual  disposition  of  the  hexagonal  cells  using  the 
equivalence  parameters  stated  above,  and  without  indicating  how  the 
walls  are  fitted  together.  The  proper  sizes  of  the  various  spheres  on 
the  benzene  scale  are  not  employed,  but  only  their  correct  relative 
ordei-s  of  magnitude. 

For  purposes  of  compai-ison  it  is  convenient  to  resume  the  data 
concerning  the  dihydroxybenzenes  in  the  accompanying  table. 

Crystal 

system.  a     :    h    \    c  oz      :       y       :      z 

Quiuol  Rh.  a=108°4'30"  3-2238  :  3-7227  :  2-8330 

„  Mo.  2-6050:1:1-5580  3-2526:3-7459:2-9184 

;8  =  107° 

Resorcinol     Or.  09123  :  1  :  0-5876        3-3055  :  3-6-233  :  2-8388 

Catechol    Mo.         1-6086:1:1-0229         3-4605  :  3-5398  :  2-7833 

;3  =  85°45' 

Trijyhenijlmethane,  (C^H5)3CH. 

The  stable  modification  of  triphenylmethane  belongs  to   the  hemi- 
morphous     orthorhombic     system     with     a  :  i  :c  =  0*5716  :  1  :  0'5867 
VOL.    LXXXIX.  5    U 
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(Hiutze,    Zeit.  Kryst,  Min.,    1884,  9,   546)  ;   the  labile  form   is  also 
ortborhoinbic,  and  gives  a  :b  :  c  =  0'788S  :  1  :  00959  (Uroth,  Zeit.  Kryst. 
Min.,  1881,  5,  478). 

An  assemblage  appro[)riate  for  the  stable  modification  of  triphenyl- 
metlianc  is  derived  by  disposing  three  benzene  complexes  (Fig.  2) 
triangularly  and  similarly  orientated  in  the  same  plane,  and  replacing 
the  single  triad  of  hydrogen  spheres  by  one  sphere  of  the  volume  used  for 
carbon  in  such  a  way  that  the  latter  makes  contact  with  the  three  com- 
plexes and  has  its  centre  in  the  same  plane  as  the  other  spheres  of  the 
layer.  The  large  complex  (Fig.  14)  now  has  the  composition  and  consti- 
tution of  the  tripheuyhuethyl  radicle,  and  a  column  of  such  double  layers 

Fig.  13. 


can  be  built  up,  just  as  in  the  case  of  benzene  (Fig.  4),  and  consists  of 
alternating  single  layers  of  two  kinds.  The  packing  of  the  benzene 
complexes  about  the  central  and  last  inserted  carbon  sphere  in  the 
assemblage  can,  however,  be  made  closer  by  effecting  a  slight  adjust- 
ment and  then  inserting  an  additional  set  of  hydrogen  sphex'es  in  the 
numerical  proportion  of  one  to  each  triad  of  benzene  complexes,  in  the 
manner  shown  in  Fig.  15.  The  centre  of  the  last  added  hydrogen 
sphere  is  not  exactly  in  the  plane  containing  the  centres  of  the 
original  spheres,  but  lies  a  little  above  or  below  that  plane,  because 
the  availaljje  space  is  rather  too  constricted  in  the  plane  of  the.se 
centres,  whilst  there  is  still  space  altove  and  below.  This  condition  is 
indicated  by  the  added  hydrogen  spheres  overlap^jiug  their  neighbours 
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slightly,  as  shown  iu  the  plan  of  tlie  complete  structure  given  in '^Fig. 
16.      Each  of   tlio   last  added  hydrogen   spheres  is  in   contact    with 
either,  but  not  with  Ijoth,  of  the  mothylic  carbon  atoms  belonging  to 
the  Layers  immediately  above 
and  below.  Fit;.  14. 

After  a  furtlier  sliirht  ad- 
justment  which  does  not  in- 
volve remarshalling,  the 
composite  columnar  groups 
thus  constituted  can  be 
aggregated  so  as  to  form 
linear  serrated  walls.  Each 
of  these  walls,  as  in  the 
case  of  resorcinol,  consists 
of  alternate  single  layers  of 
the  two  kinds  represented 
by  continuous  and  broken 
lino  circles.  Finally,  the 
walls  thus  composed  can  be 
litted  together  and  inter- 
locked by  being  placed  at  different  levels,  just  as  in  the  case  of 
benzene,  and  in  the  manner  represented  in  Fig  16.  The  nature  of 
the  geometrical  partitioning  by  means  of  which  the  structure  is 
divided  iuto    identical    molecules    is    indicated   by  the   thick  broken 

lines    in    the    figure,     the 
^^-  slight   protrusion  of  some 

of  the  spheres  of  a  molecule 
beyond  the  prism  boundary 
of  its  space-unit  being  only 
apparent,  and  accounted 
for  by  the  interlocking. 

Tt  is  not  suggested  that 
the  diagram  presents  great 
accuracy,  but  it  suffices  to 
show  the  possibility  of  com- 
bining such  molecular  com- 
plexes as  those  of  triphenyl- 
methane  so  as  to  form  a 
close-packed  assemblage, 
and,  as  before,  some  slight 
mutual  adjustment  of  the  relative  positions  diagrammatically  indicated 
is  all  that  is  necessary  to  produce  statical  equilibrium  of  such 
an  assemblage  as  tlie  one  proposed.  This  obviously  trivial  change 
can  be  made  so  as  not  to  alter  the  character  of  the  symraptry,  and 

5   U   2 
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may,  indeed,  be  regarded  as  negligible.  If  the  methane  hydrogen 
spheres  last  inserted  in  the  structure  lie  all  slightly  above  or 
slightly  below  the"  general  planes  of  their  respective  layers,  digonal 
axes  exist 'perpendicular  to  the  plane  of  Fig.  16  through  the  points 
marked  C^,  Co,  Cg,  C^  ;  these  are  the  only  ones  which  can  be  present. 
Phiues  of  symmeti-y  exist  perpendicuLir  to  the  plane  of  the  diagram 


and  at  right  angles  to  the  direction  of  extension  of  the  walls  of  com- 
plexes ;  they  pass  midway  between  the  rows  of  digonal  axes.  Consequent 
on  the  existence  of  these  planes  and  axes  of  symmetry,  there  are 
also  present  planes  of  gliding-symmetry ;  these  are  perpendicular  to 
the  plane  of  the  diagram,  and  bisect  the  walls  in  the  direction  of 
their  extension.  The  direction  of  the  shift  in  these  is  perpendicular  in 
the  plane  of  the  diagram,  namely,  in  the  direction  of  the  axis  b  or  y. 
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The  structure  displays  homimorphous  orthoi-hombic  symmetry,  and 
is  of  the  type  marked  56  B.^  in  Barlow's  list  and  6A  in  that  of  Fedoroff , 
and  the  crystallographio  symmetry  is  thus  identical  with  that  assigned 
by  ?Iintzo  to  the  stable  form  of  triphonyl methane.  That,  in  addition 
to  this  identity  in  symmetry,  the  axial  ratios  of  the  hydrocarbon  also 
agree  with  the  dimensions  of  the  assemblage,  may  be  shown  as 
follows :  The  valency  volume  of  triphenylmethane  is  92,  and,  on 
taking  in  the  axial  ratios  given  above,  hj2  and  l-c/O,  so  that 
a  :  5  :c=  1'1432  : 1  :  0"5216,  the  equivalence  parameters,  x'.y:z  = 
6'1317  : 5'3637  :  2'7973,  are  obtained;  these  numbers  have  been  used 
for  drawing  Fig.  16  to  the  same  scale  as  Fig.  3  for  benzene.  It  will 
be  seen  that  the  value  .r  =  6"1317  is  about  twice  the  corresponding 
value  a;  =  3'1001  for  benzene,  and  that  5;  =  2'7973  for  triphenylmethane 
is  slightly  greater  than  2  =  2"780  for  benzene.  The  unique  position 
of  the  methane  hydrogen  sphere 
is  observalde  in  other  cases,  and 
is  perhaps  accountable  for  the 
facility  with  wliich  this  atom  is 
exchanged  or  replaced. 

Another  arrangement  of  the 
same  complexes,  very  similar  to 
the  one  just  described,  is  pos- 
sible, which  also  exhibits  hemi- 
morphous  orthorhombic  sym- 
metry, and  which  is  perhaps  the 
more  probable  of  the  two ;  it  is 
obtained  as  follows  : 

Instead  of  placing  the  com- 
plexes   which   lie    on    the    same 

vertical  line  in  the  diagram  on  the  same  level,  let  those  lying  on  the 
same  horizontal  line  l)e  so  placed;  the  plane  assemblage  of  complexes 
thus  consists  of  horizontal  strings  on  two  levels,  as  shown  diagrammati- 
cally  in  Fig.  1  7.  On  laying  down  succeeding  layers,  let  the  orientation  of 
each  string  be  reversed  so  that  digonal  screw  axes  pass  perpendicular 
to  the  plane  of  the  diagram  through  all  points  A,  A',  B,  B' ;  planes  of 
symmetry  pass  horizontally  thi'ough  the  axes  A,  A',  B,  B',  and  planes 
of  gliding-symmetry  pass  midway  between  points  A,  A'  and  between 
points  B,  B'.  The  adjustment  of  the  parts  in  a  complex  has  to  be 
slightly  different  fi'om  that  obtaining  in  the  case  previously  described, 
in  order  that  the  axial  ratios  may  be  those  stated  ;  the  form  of  complex 
requisite  is  that  approximately  indicated  in  Fig.  18, 

The  labile  orthorhombic  form  of  triphenylmethane  with  a:b:c  = 
0"7888  : 1  : 0-6959  has  probably  not  been  so  exactly  measured  as  the 
stable  modification,    but  on    selecting  the  multiples^  3b/2    and    5c/2, 
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and  exchanging  a  and  c,  tlie  equivalence  parameters,  x:y.z  — 
6'1738  :  5'3'231  :  2-7905,  result:  these  agree  closely  with  the  corre- 
sponding values  given  for  the  stable  modification.  Holohedral 
orthorhombic  symmetry  may  be  attained  by  the  introduction  of 
additional  digonal  screw  axes  whose  projections  are  vortical  lines  in 
the  diagram,  and  which  reverse  the  orientation  of  alternate  walls  of 
complexes ;  or  the  symmetry  may  be  similarly  heightened  by  some 
other  analogous  method. 

Since  the  height  of  one  double  layer  composing  a  plane  of  packed 
triphenylmethane  complexes,  namely,  2;  =  2'7973,  is  about  the  same 
as  the  corresponding  dimension,  -■:;  — 2*780,  in  the  benzene  assemblage, 
and  since  the  contour  and  dimensions  of  one  triphenylmethane  complex 
in  the  assemblage  are  nearly  identical  with  those  rf  a  plane  arrange- 
ment of  three  benzene  com- 
^^^-  ^^'  plexes,  it  should  be  possible 

to  arrange  a  plane  as- 
semblage consisting  of  tri- 
phenylmethane and  ben- 
zene complexes  in  equal 
numbers  in  close  order, 
and  then  to  form  a  close- 
packed  assemblage  b}' 
piling  up  the  layers  thus 
obtained.  And  it  is  doubt- 
less as  a  result  of  such  a 
process  as  this  that  tri- 
phenylmethane and  ben- 
zene yield  the  crystalline 
compound, 

which  is  rhombohedral  with  a:c  =  \  :  2'5565  (Uintze,  Zeit.  Kryst.  Min., 
1884,  9,  545). 

The  alternative  arrangement  of  the  benzene  molecular  complexes, 
that,  namely,  which  is  derived  from  a  cubic  assemblage  and  described 
on  p.  1699,  is  evidently  more  likely  than  the  rhombic  benzene  arrange- 
ment to  lend  itself  to  the  derivation  of  the  rhomboheilral  symmetry 
of  the  substance  in  question.  Accordingly,  we  find  that  a  mixed 
as.semblnge  composed  of  equal  numbers  of  triphenylmethane  and 
benzene  complexes  fulfilling  the  required  conditions  is  obtainable 
from  the  alternative  form  of  benzene  arrangement  in  the  following 
manner : 

Partition  a  layer  of  benzene  complexes  of  the  latter  assemblage  into 
a  mixture  of  triplets  and  single  complexes,  as  indicated  diagrammati- 
cally  in  Fig.  19  ;  exchange  the  triplets  for  triphenylmethane  complexes. 
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assigning  to  these  the  three  different  orientations  possible  in  a  symme- 
trically distributed  manner  ;  the  result  is  a  highly  symmetrical  layer 
having  trigonal  symmetry  about  axes  perpendicular  to  it.  Pile  such 
layers  one  upon  the  other  in 
such  a  way  that  corresponding 
points  such  us  A,  A,  A  ;  B,  B, 
B;  C,C,  C,  respectively,  lie  on 
staircase  spirals  whose  axes 
are  perpendicular  to  the  plane 
of  the  diagram  through  0' , 
0",  0'" ;  this  would  be  repre- 
sented by  the  superposition 
of  the  diagrams  a,  h,  and  c. 
The  result  will  evidently  be 
an  assemblage  whose  dimen- 
sions are  very  compatible  with 
those  of  the  second  benzene 
arrangement.  The  symmetry 
of  the  assemblage  depicted  is 
that  of  the  crystal  class  No. 
18,  and  the  data  furnished  by 
Hartley  and  Thomas  (this  vol., 
p.  1019)  show  that  the  com- 
pound  (C,H,)3CH,C,.H,,  crys- 
tallises  in  class  17  or  18. 

In  order  to  show  that  the 
axial  ratios  of  the  crystalline 
double  compound  are  in 
harmony  with  this  view,  it 
must  be  first  pointed  out 
that,  dividing  c  by  three,  and 
multiplying  throughout  by 
0*86 60,  the  axial  ratios  are 
obtained  in  orthorhombic 
form  as  a  :  i  :  c  =  0"8660  :  1  : 
0-7380 ;  these  figures  are 
almost  identical  with  those  of 
j9-di-iodobenzene  given  on  p. 
1702,  namely,  2rt:&:2c  = 
0-8684:1  :  0-7306.  Now  the 
valency     volume,    W,    of    the 

double  compound  is  92 -l- 30  =  122,  and,  since  its  magnitude  is  about 
that  of  four  benzene  units,  the  values  a  and  h  may  each  be  multiplied 
by  two  so   as   to  be  about  double  the   corresponding  values  for    the 
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Fig.  20. 


benzene  fovm  ;  the  equivalence  parameters  then  become  x:y:z  = 
6'2824  : 7-2545  :  2-6769.  These  figures  indicate  a  slight  increase  in 
the  z  value  as  compared  to  that  of  the  ;;-di-iodobenzene,  namely, 
c  =  2-6419;  this  maybe  traced  to  the  introduction  of  the  methane 
residue,  CH. 

Whilst  the  character  of  the  triphenylmethane  assemblage  is  such 
that  by  a  rearrangement  of  the  kind  suggested  cavities  of  the 
shape  and  size  of  the  benzene  unit  can  be  readily  produced, 
complexes  of  other  shapes  and  sizes  could  not  be  so  easily 
intercalated.  And  in  harmony  with  this  it  is  known  that  the 
hydrocarbon  does  not  form  addition  compounds  with  fatty  substances 

nor  with  homologues  of    benzene, 
but  does  so  with  thiophen,  pyrrole, 
and    aniline,    all    substances    pos- 
sessing the  hexagonal  contour    of 
benzene    (Hartley    and    Thomas, 
loc.   cit.,    1014).     Compatibility  of 
solid    contour    appears     to    be    a 
determining    factor    in    the     pro- 
duction  of  other  and  similar  ad- 
dition compovinds.  Thus,  v.  Baeyer 
found  (Ber.,   1905,  38,  589)  that 
/>-tri-iodotriphenylcarbinol      forms 
an  addition    compound  with  ben- 
zene.      The    picrates    of    aromatic    hydrocarbons    are    also    probably 
similarly    constituted  to  the  compovand,    CH(CgHj_)3,C^;Hg,  as    inter- 
calations of  two  compatibly  shaped  groups. 


Triplienylm ethyl  Bromide,  (C,jH^)3CBr. 

Triphenyl methyl  bromide  is  rhomhohedral  with  a  :c  =  0-7843 
(Hintze,  Zeit.  Kryst.  Min.,  1884,  9,  549),  and  on  writing  the  axial 
ratios  in  the  orthorhombic  form  of  «:  6  :  c  =  0-8660  :  1  :  07843,  a 
great  resemblance  to  the  constants  of  benzene  becomes  apparent. 
W  is  92,  and  when  2a  and  36/2  are  taken  in  order  to  make  t.he  space- 
unit  commensurate  with  the  molecular  complex  of  triphenylmethane, 
the  equivalence  parameters  re  :.y  :  c  =  6-1671  :  5-3411  :  2-7932,  values 
nearly  identical  with  those  for  triphenylmethane,  are  obtained. 
The  manner  in  which  triphenylmethane  complexes  of  the  form 
represented  in  Fig.  18  can  be  arranged  in  rhomhohedral  symmetry 
is  indicated  in  Fig.  20  ;  trigonal  screw  axes  occur  perpendicular 
to  the  plane  of  the  diagram  through  C'j,  C'h,  C'jh,  and  the  three 
different  levels  at  which  the  complexes  lie  are  indicated  by  the 
absence  of  shading  and  by  the  light  and  dark  hatching.     The  type 


I 


A  DEVELOPMENT  OF  THE  ATOMIC  THEORY.       1719 

of  symmetry  is  that  mimberod  42  and  43  in  liarlow's  list  and  15 
and  IG  in  that  of  Sohncke  ;  tliroo  different  orientations  of  tlio 
complexes  are  involved,  as  indicated  l)y  tlie  arrows. 

Triphemjlcarbinol,  {CoHrJ-^C'OlJ. 

The  replacement  of  the  bromine  atom  in  triphenylraethyl  bromide 
by  a  hydroxyl  group  to  form  triphenylcarbinol  involves  the  insertion 
into  the  assemblage  of  an  oxygen  sphere  of  volume  two  and  a 
hydrogen  sphere  of  volume  one  in  place  of  the  bromirio  sphere  of 
volume  one.  A  consideration  of  Fig.  16  shows  that  l)ut  little  change 
need  result  to  the  assembl.age  by  this  substitution  ;  the  oxygen 
sphere  will  take  the  place  of  the  bromine  sphere,  and  the  forcing 
apart  of  the  structure  necessary  for  this  will  be  accompanied  by 
an  enlargement  of  the  triangular  space  below  the  bromine  sphere 
such  as  will  allow  of  the  insertion  of  another  hydrogen  spliere. 
Some  mutual  .adjustment  of  pai'ts  is  required  to  re-establish  close- 
packing,  but  the  axial  dimensions,  notwithstanding  this,  need 
experience  but  slight  change. 

Triphenylcarbinol  is  rhombohedral  with  rt:c=  1=0-6984  (Groth, 
Zeit.  Kryst.  Min.,  1881,  5,  479),  and  on  stating  this  ratio  in  the 
orthorhombic  form  the  value  a  :  6  :  c  =  0'8660  :  1  :  0-6984  is  obtained  ; 
selecting  the  multiples  4rt/3  and  3c/4,  .and  calculating  the  equivalence 
parameters,  the  values  x:y:z  =  6-2053  :  5-3763  :  2*8162,  .are  obtained, 
W  being  94  ;  so  far  as  those  numbers  can  be  interpreted,  it  would 
seem  that  on  sub.stituting  hydroxyl  for  bromine  or  hydrogen  in 
the  corresponding  compounds,  the  structures  .are  enlai-ged  in  nearly 
the  same  proportion  in  each  of  the  thi-ee  directions. 

Triphenyhicetic  Acid,  (CeH5)3C-COOH". 

Triphenylacetic  acid  is  raonosymmetric  with  a  :b  -.c-- 
0-8346:1:0-9250,  /?  =  42°34'30"  (Groth,  Zeit.  Kryst.  Min.,  1881,  5, 
483)  ;  morphotropically  the  cryst.als  ni'e  nearly  rhombohedral,  and,  for 
compaiison  with  the  substances  previously  discussed,  it  is  convenient 
to  ch.ange  the  indices  of  certain  forms,  making  c,(101)  and  ?-,(001).  Wo 
then  get  a  :  i:  c  =  0-5646  :  1  :  0-6161,  ^  =  90°12'30",  .^nd  on  calcul.ating 
the  equivalence  paiameters  from  these  values,  taking  2rt  and 
3c/4,  we  obtain  a;  :  y:  c  =  6-5083  :  5-7639  :  2-6657,  W  being  100. 
These  valency  parameters  are  quite  compatible  with  those  of  the 
series  of  halogen  derivatives  of  benzene  given  above,  the  introduction 
of  the  large  caiboxyl  group  affecting  the  parameters  x  and  y 
and  leaving  the  z  value  practically  the  same  as  in  the  cases 
referred  to. 
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Fig.  21. 


Tripheni/1  amine,  (CYjTr.^gN. 

If,  in  the  derivation  of  the  complexes  and  columns  representing  the 
triphenylraetliyl  radicle,  the  group  of  throe  benzenoid  hydrogen 
spheres,  instead  of  being  replaced  by  a  carbon  sphere  of  volume  four, 
is  replaced  by  a  nitrogen  sphere  of  volume  tliree,  close-packing  and 
homogeneity  can  be  retained  in  accordance  with  the  simple  valency 
law  pi-eviously  briefly  stated  and  without  the  addition  of  another 
hydrogen  sphere.  The  assemblnge  appropriate  to  triphenylamine  is 
thus  immediately  obtained,  and  consists  of  complexes  of  the  form 
shown  in  Fiir.  21,itacked  too:ether  in  a  manner  so  similar  to  that  which 
repie^^ents  triphenylmethane  that  a  separate  figure  is  unnectssary. 
Triphenylamine    is     monosymmetric    with   a -J):  c  =  0"9913  :  1  : 1"4119, 

yS  =  88°38'  (Arzruni,  Zeit.  Kryst. 
Min.,  1877,  1,  451),  W  =  90, 
and,  on  taking  2a  and  3c/2,  the 
equivalence  parameters  x:y:z 
=  5-8835:  5-5079:  2-7781,  are 
obtained  ;  the  «-value  is  prac- 
tically that  of  benzene  and 
triphenylmethane,  and  the  x 
and  y  values  differ  but  slightly 
from  those  for  the  latter  sub- 
stance, as  would  be  anticipated; 
the  introduction  of  the  nitrogen 
sphere  necessarily  causes  less 
spreading  of  the  complexes  in 
the  plane  of  Fig.  14  than  that 
of  a  carbon  and  a  hydrogen 
sphere.  A  slight  shear  given  to  the  triphenylmethane  assemblage  in 
the  plane  containing  the  directions  x  and  z  would  degrade  tlie  ortho- 
rhombic  symmetry  of  that  assemblage  to  the  monosymmetric  symmetry 
of   triphenylamine. 

For  purposes  of  reference  it  will  be  convenient  to  collect  the  data 
referring  to  the  above  substances  in  which  three  phenyl  groups  are 
associated  in  the  following  table  : 
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Fractions  of 
Crystal  axial  ratios  Auxiliary 

Sulistancc.  system,     selcotcd.  x      :       y       :       z  fractions. 

Tripheiiylinctliane  : 

Stable  form Or         hl%  Arl^  6-1317  :  r.-3G37  :  2-707;5     3rt/2,  lc/3 

Labile     ,,     ,,  3^2,  5f/2        C -1 738  :  .'5 -3231  :  2-7995     5(r/4, 

(C,jIi,,)3Cn,C,iir,; Kh.       f/3  6-2824  :  7-2.54.''j  :  2-G769  — 

Triiiliciivliiu'tliyl 

linmii'ik'    ,,  2a,  3///2  G-1671  :  r.-3411  :  2-7932     nono 

Triiihcnylcarbinol  ,,  4a/3,  3c/4        G-2039  :  .^.-3727  :  2-8143     2rt/3,  c/2 

Triphenylacetic  acid  ...     Mo.       2a,  3(;/4  C-.'iOSS  :  57639  :  2-6657     26/3,  4c/3 

j3  =  90°12'30" 

Triphenylaniine  ,,         2«,  3(;/2  5-8835  :  5-.5079  :  2-7781     4rt/3,  3r/4 

J3  =  88°38' 

Notwithstanding  the  larger  size  of  the  molecular  unit  containing 
three  phenyl  groups,  the  great  resemblance  of  the  corre.sponding 
structures  to  the  benzene  assemblage  indicates  that  the  type  of  the 
latter  might  be  closely  adhered  to  in  the  crystalline  forms  of  these 
derivatives ;  and  for  converting  the  benzene  assemblage  into  that 
appropriate  to  triphenylinethane  one  axis  is  multiplied  by  two  and 
another  by  three  over  two.  It  is  of  great  significance,  as  supporting  the 
argument  concerning  fractionation  of  the  axial  lengths  (p.  1683),  that 
if,  in  the  case  of  all  those  triphenyl-derivatives,  one  axial  length  is 
multiplied  by  two  and  another  by  three  over  two,  the  further  reduction 
operation  which  has  to  be  performed  on  the  resulting  axial  ratios, 
before  they  yield  equivalence  parameters,  is  much  more  simple  in 
character  than  the  total  reduction  operation.  This  is  seen  on  com- 
paring the  last  column  of  the  above  table,  in  which  is  indicated  the 
reduction  necessary  after  one  axial  length  has  been  multiplied  by 
two  and  another  by  three  over  two  in  order  to  secure  the  conformity 
of  equivalence  parameters  obtained,  with  the  more  complex  reduction 
operation  which  has  to  bo  pei-forraed  upon  the  original  axial  ratios  to 
obtain  the  same  result  (coliTmn  3). 

CH    CH 
,,     ,  ,   ,        HC       C      CH 


CH    CH 

Our  knowledge  of  the  chemical  constitution  of  naphthalene  is 
summarised  by  deriving  the  configuration  of  one  of  the  columns  in  the 
assemblage  representing  it  from  that  of  benzene  (Figs.  1  and  2),  in  the 
manner  shown  in  plan  and  elevation  in  Fig.  22.  A  little  considera- 
tion of  this  fierure  Avill  show  that  the  configuration  offered  fulfils  the 
requirements  of  a  structural  formula  for  naphthalene,  as  deduced  from 
the  isomerism  of  its  derivatives,  in  just  the  same  way  as  in  the  case  of 
benzene. 
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According  to  Groth,  naphthalene  crystallises  in  the  holohedral 
monosymmetric  system  showing  a:b  -.0=  1-3777  :  1  :  1-4364,  /3  =  57''ir, 
the  forms  (001),  (501),  (110),  (ill),  and  a  perfect  cleavage  on  (001) 
(N'egri,  ZeU.  Kryst.  Min.,  1896,  25,  410). 

Complexes  of  the  kind  shown  in  the  figure  can  be  packed  in  columns 
just  as  can  the  benzene  complexes,  and  an  assemblage  is  derivable 
which  is  in  accordance  with  the  crystal lographic  properties  of  naphtha- 
lene ;  as,  however,  we  are  at  present  engaged  upon  the  crystallographic 
examination  of  a  number  of  simple  naphthalene  derivatives,  we  pro- 
pose to  leave  the  further  discussion  of 
the  naturae  of  the  naplithalene  assem- 
blage until  thi^  work  is  completed. 

CH  CH  CH 

^\/\/\ 
.   ,,  HC       C      O      CH 

Anthracene,       i        1 1       1 1        I     . 
'  HC      C      C      CH 


Fm.  22. 


CH  CH  CH 

The  application  to  the  complex  re- 
presenting naphthalene  of  the  process  by 
which  that  complex  was  derived  from 
the  one  representing  benzene  can  be 
made  in  two  ways,  leading  to  the  pro- 
duction of  complexes  which  are  in  entire 
harmony  with  curi*ent  knowledge  of  the 
constitution  of  anthracene  and  pheuan- 
threne  respectively.  The  configuration 
representing  anthracene  is  shown  in 
plan  in  Fig.  23,  and  examination  will 
show  that  it  is  in  agreement  with  the 
known  isomerism  of  derivatives  of  the 
hydrocarbon.  Units  of  this  kind  can  l)e  packed  to  form  a  close- 
packed  assemblage  in  accordance  with  the  cr3'stal  form  of  anthracene ; 
we  shall,  however,  deal  later  with  the  packing  of  these  units  in 
connection  with  naphthalene. 

An  inspection  of  the  models  representing  the  molecular  configura- 
tions of  the  aromatic  hydrocarbons,  benzene,  naphthalene,  and 
anthracene  reveals  a  great  resemblance  of  parts ;  thus,  regarded  in  one 
direction  they  all  present  the  same  aspect,  that,  namely,  which  is 
represented  in  the  elevation  depicted  in  Fig.  2b.  The  specific 
properties  associated  with  the  aromatic  substances  are  doubtless 
attributable  to  this  likeness  in  configuration.  '  This  will  naturally  also 
apply  to  such  substances  as  thiophen,  pyridine,  etc. 
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The  Xalure  of  Valeticy. 

Having  illustrated  the  way  in  which  chemical  substances  can  be 
formulated  as  close-packed  assemblages,  and  having  demonstrated  that 
the  metliod  has  the  unique  advantage  of  closely  correlating  molecular 
structure  and  crystalline  form,  it  will  be  convenient  to  direct  attention 
to  certain  well-marked  geometrical  properties  of  close-packed  assem- 
blages. From  the  way  in  which  triphenylmethane,  'triphenylaraine, 
itc,  have  been  derived  from  benzene,  it  is  clear  that  some  sort  of 
relationship  exists  between  close  packing  and  valency,  although  the 
precise  nature  of  that  relationship  is  not  immediately  obvious. 

We  have  now  to  show  that  close-packed  assemblages  of  spheres  of 
different  sizes,  held  in  stable  equilibrium  as  described,  are  characterised 
by  the  possession  of  three  general  geometrical  properties,  and  to  demon-  * 
strate  that  these  ^properties  are  merely  the  geometrical  expression  of 
chemical  valency.  The  three  properties  in  question  refer  (1)  to 
equality  of  valency,   (2)  to  the 

valency    relations    of    atoms    or  Fm.  23. 

radicles  of  different  valency  vol- 
umes, and  (3)  to  multi valency. 


0)1  Equi-valency. 

From  a  homogeneous  close- 
packed  assemblage  of  spheres, 
similarly  environed  single 
spheres,     or      groups     of     two, 

three,  or  more,  can  be  removed  homogeneously  so  as  to  leave  a 
residual  set  of  spheres  which,  although  homogeneous,  is  no  longer 
close-packed.  The  cavities  which  have  been  produced,  being  homo- 
geneously arranged,  are  similar  and  identically  related,  and  can 
thus  be  re-occupied  by  a  different  set  of  identically  similar  groups 
of  spheres  or  single  spheres.  The  packing  of  the  new  assemblage 
thus  derived  can,  like  that  of  the  original  assemblage,  be  made 
very  close  without  any  remarshalling  of  the  unremoved  spheres,  if 
such  general  deformation  and  local  adjustment  occvir  as  will  adapt 
the  shapes  of  the  cavities  to  the  shapes  of  the  new  contents,  but 
leave  the  cavities  of  about  the  same  relative  volumes  as  before  the 
process  of  exchange.  Under  these  conditions  and  provided  the  dis- 
tortion is  not  extreme,  an  intimate  morphological  relation  of  the 
nature  described  later  will  exist  between  the  oi'iginal  and  the  derived 
assemblages. 

The  essential   condition   for  close-packing  is  that  each  sphere  of  an 
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assemblage  of  spheres  shall  be  in  actual  contact  with  or  in  close  juxta- 
position to  a  relatively  lax-ge  number  of  spheres ;  in  otlier  words,  that 
only  a  small  part  of  that  shell -shaped  portion  of  space  immediately 
surrounding  any  sphere  shall  consist  of  interstices.  And  the  provision 
tliat  the  cavities  vacated  preserve  approximately  their  original  magni- 
tude ensures  that  the  framework  in  which  they  occur  merely  suffers 
such  slight  alteration  in  the  density  of  its  packing  as  is  involved  in 
the  change  of  shape  of  the  cavities  consequent  on  the  latter  being 
packed  with  fresh  contents  ;  in  fact,  the  shell-shaped  portion  of  space 
immediately  surrounding  each  cavity  is  about  as  densely  packed 
with  spheres  after  substitution  as  before,  and  consists  of  the  same 
spheres. 

It  is  possible,  however,  to  retain  a  high  degree  of  closeness  of  pack- 
ing if  the  removal  of  spheres  as  just  described  is  followed  by  an 
equivalent  introduction  of  other  spheres  to  fill  the  vacant  cavities. 
The  geometrical  property  of  close-packed  homogeneous  assemblages 
which  is  here  concerned  may  be  formally  stated  in  the  following  terms. 
If  in  a  close-packed  assemblage  of  spheres,  single  spheres  or  groups  of 
two  or  more,  selected  homogeneously,  are  i-eplaced  homogeneously  by 
other  groups  of  spheres  in  such  a  way  that  the  resulting  assemblage 
is  close  packed  without  resorting  to  remarshalling,  the  replacing 
group  is  practically  of  the  same  relative  magnitude  as  the  group  re- 
placed, and  possesses  the  same  fundamental  valency. 

This  geometrical  pi'operty  of  close-packed  homogeneous  assemblages 
is  the  obvious  analogue  of  an  important  class  of  observed  facts  relating 
to  isomorphism,  morphotropy,  valency,  and  chemical  substitution. 

Thus,  on  replacing  in  a  compound  an  atom  of  an  element  by  another 
belonging  to  the  same  group  in  the  periodic  system,  the  resulting  com- 
pound is  ordinarily  isomorphous  with  the  first ;  the  two  elements  of  the 
same  group  are  represented  by  spheres  of  atomic  influence  of  so  nearly 
the  same  size  as  compared  with  the  sphere  volumes  of  other  constituents 
that  the  one  replaces  the  other  without,  in  general,  leading  to  a  change 
of  crystalline  system.  It  is  convenient  to  show  how  closely  the  one 
sphere  of  atomic  influence  must  approximate  in  size  to  that  of  an 
isomorphous  element  by  the  following  table  dealing  with  the  series  of 
alkali  sulphates  and  selenates  which  have  been  so  accurately  measured 
by  Tutton  (Trans.,  1905,87,  1188);  the  equivalence  parameters  are 
calculated  on  the  assumption  of  the  pseudo-hexagonal  structure  made  by 

Tutton : 

V.  IF.  X      :      y      '.     z. 

K,S04  64-91  12  2-2109  :  2-1977  :  2-84C3 

KiiaSOj     73-34  12  2 "2049  :  2  1899  :  2-8648 

CVSO^ 84-58  12  2-2003:2-18-26:2  8777 

K.^-SfOj 71-67  12  2-2207:2-2083:2-8204 

Rb2Se04  79-94  12  2-2147:2-1957:2-8412 

Cs2Se04    91-09  12  2-2112:2-1900:2-8524 
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It  is  observable  that  slight,  though  appreciable,  disturl)ances  attend 
the  substitution  of  potassium  by  rubidium  or  ctesium  or  of  sulphur  ])y 
selenium.  Tlie  distortion  of  the  assemblage  thus  indicated  would  be 
produced  if  the  spheres  of  atomic  influence  of  potassium,  rubidium,  and 
caisium,  or  of  sulphur  and  selenium,  differ  slightly  in  relative  magni- 
tude. The  phenomena  observed  in  connection  with  isomorpliism,  of  the 
nature  noted  above,  and  especially  those  of  polymorphism,  indicate  that, 
under  the  same  external  conditions,  two  elements  do  not  appropriate 
spheres  of  atomic  influence  which  bear  precisely  the  same  ratio  to  the 
molecular  magnitude.  Further,  many  fticts  connected  with  the  relative 
stability  of  analogous  compounds,  such,  for  instance,  as  that 
of  the  chloiine  compounds  of  the  nitrogen  group  of  elements, 
NCI3,  PCI3,  AsClg,  (tc,  lead  to  a  similar  conclusion  ;  at  the  same  time, 
the  differences  are  not  of  such  a  magnitude  as  to  lead  to  a  difference  of 
valency  or,  what  is  the  same  thing,  not  so  great  as  to  necessitate  a 
remarshalling  when  an  atom  of  the  one  replaces  an  atom  of  the  other 
element  in  a  compound. 

It  would  seem  that  for  two  elements  to  be  isomorphously  replaceable 
one  by  the  other,  their  spheres  of  atomic  influence  must  be  much  more 
nearly  of  the  same  magnitude  than  if  they  are  merely  to  possess  the 
same  valency.  This  is  distinctly  indicated  by  the  more  considerable 
changes  produced  in  the  equivalence  parameters  by  the  mutual  replace- 
ment of  hydrogen,  potassium,  and  sodium,  univalent  elements  which 
are  not  isomorphous  ;  it  is  illustrated  by  the  following  table  : 

Multiples  ot 
axial  ratios 
a    :    b    :    c.  taken.  x      :      y       :      z. 

Piciic  acid  (ort)iorhombic)  : 

C6H2(NO.^)3-OH    0-9370  :  1  :  0-9740  3-5587  :  3-6994  :  3-7981 

Polassuuii  picrate  (orthorhonibic)  : 

CgHalNO.^-OK  0-9420  :  1  :  1-3520       3f/4       3-5238  :  3-7407  :  3-7932 

Amidof>ul phonic  acid  (ortliorlioniliic)  : 

N1L,-S0;;H  0-9948  :  1  :  11487  2-2933  :  2-3053  :  2-6481 

Potassium  aiuidusulphonate  (oitliorlidnibic)  : 

NHa-SOaK   0-9944:1:0-7097       Sc/S       2-2704:2-2832:2-7006 

Phlhalic  acid  (monosymmetiic),  )3  =  86°21'  : 

C6H4(COoH)2  0-7080  :  1  :  1-3452  2-5801  :  3*6442  :  49022 

Potassium  plithalate  (orthorhonibic)  : 

CsH^lCOjKJlOO.H)    ...     0-G705  :  1  :  1-3831     2(r,  c/2     2-5409:3-6742:4-9272 

Sodium  phtbalatc  (ortliorhombic)  : 

C6H4(C02Na)(C02H)  ...     0-7262  :  1  :  1-4197  2-5756  :  3-5468  :  5-0353 
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On  replacing  hydrogen  by  potassium  or  sodiuoQ,  much  more  deforma- 
tion of  the  assemblage  occurs  than  when  potassium  replaces  rubidiuin 
or  caesium ;  the  incompatibility  of  pattern  between  the  original  and 
derived  assemblages  in  the  former  case  accounts  for  the  non-formation 
of  isouiorphous  mixtures  between  an  acid  and  its  alkali  salt,  or  between 
a  potassium  and  a  sodium  salt  of  the  same  metal.  If  this  is  really  a 
true  statement  of  the  case,  it  would  be  expected  that  two  elements  of 
the  same  valency,  which  cannot  replace  each  other  isomorphously  in 
simple  com})Ounds,  might  do  so  in  more  elaboi'ate  complexes,  because 
the  distortion  produced  by  replacing  one  sphere  of  atomic  influence  by 
another  markedly  different  in  size  would  be  less  considerable  in  the 
lai'ger  than  in  the  smaller  complex.  We  thus  find  that  whilst  the 
equivalent  elements  tin,  lead,  and  platinum  do  not  replace  each  other 
isomorphously  in  their  simple  compounds,  they  do  so  in  more  complex 
compounds ;  thus  the  three  salts,  K2Sn(0H)g,  K2Pb(0H)g,  and 
KoPt(OH)g,  are  isomorphous  (Zambonini,  Zeit.  Kryst.  Min.,  1906, 
41,  53). 

The  change  of  relative  magnitude  of  the  spheres  of  atomic  influence 
as  any  vertical  column  in  the  periodic  table  is  descended  is  frequently 
indicated  in  the  axial  ratios  of  the  binary  compounds.  Thus  the 
axial  ratios  a  :  c,  of  the  hexagonal  minerals,  zincite,  ZnO,  gi'eenockite, 
CdS,  and  wurtzite  ZnS,  are  1:1-6219,  1:1-6218,  and  1:1-6004 
respectively ;  this  indicates  that  the  spheres  of  atomic  influence  of 
zinc  and  cadmium,  or  of  sulphur  and  oxygen,  have  not  the  same 
relative  magnitudes,  but  the  identity  of  the  axial  ratios  of  zinc  oxide 
and  cadmium  sulphide  suggests  that  the  relative  volumes  of  the  spheres 
of  atomic  influence  of  zinc  and  cadmium  are  in  the  same  ratio  as  are 
those  of  oxygen  and  sulphur. 

We  may  conclude  that  the  geometrical  interpretation  of  the  periodic 
law  is  possibly  that  in  any  vertical  column  of  the  periodic  classification 
of  the  elements  the  magnitudes  of  the  spheres  of  atomic  influence  change 
slowly  and  in  the  same  direction  as  the  column  is  descended ;  in 
passing  from  one  vertical  column  to  the  next,  however,  the  general 
magnitude  of  the  spheres  of  atomic  influence  changes  so  considerably 
as  to  amount  to  a  change  of  valency  or,  in  other  words,  to  necessitate 
remarshalling  wheu  an  atom  belonging  to  one  column  is  replaced  by  an 
atom  belonging  to  another. 

One  important  practical  bearing  of  the  first  geometrical  property  is 
the  simple  interpretation  which  it  affords  of  a  whole  class  of  morpho- 
tropic  relations  which  have  hitherto  resisted  explanation,  those, 
namely,  in  which  a  close  crystallographic  relation  subsists  lietween 
substances  derived  one  from  the  other  by  replacing  one  group  by 
another,  dissimilar  in  form  and  kind.  Thus  the  following  auorthic 
minerals  : 
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a    :    b    :    c. 

Albite,  NaAlSigOa     0-6335  :  1  :  0-5577,  0  =  94°  3',  i8  =  116°29',  7  =  88°  9' 

Anorthite,  Ca ALSi.Pg  . . .     0-6347  :  1  :  0-5501,  0  =  93^3',  /8  =  115°55',  7  =  91°12' 

although  greatly  different  in  type  of  composition,  are  morphotropi- 
cally  so  closely  related  that  they  form  the  plagioclases  by  isomorphous 
mixture.  They  have,  however,  the  same  valency  volume,  namely,  32, 
and  by  removing  from  the  albite  assemblage  the  group  NaSi,  of  valency 
volume  5,  it  can  be  replaced  without  remarshalling,  and  indeed  with 
but  little  disturbance  of  the  ci'ystalline  structure,  by  the  group  CaAl, 
of  the  same  valency  volume.     Similai-ly, 

Olivine,  Mg.^Si04,  a:b:c  =  0-465  : 1  :  0-58G,  and 
Chrysoberyl,  Al.BeO^,  a:b:c:  =  0*470  : 1  :  0680, 
have  the  same  valency  volume,  exhibit  a  similar  morphotropic  similarity, 
and  are  derived,  one  from  the  other,  by  the  same  kind  of  substitution. 
A  number  of  cases  of  isomorphously  replaceable  groups  occurring 
amongst  minerals  have  been  discussed  by  Piior  [Mm.  May.,  1903,  13, 
217),  and  all  of  these  appear  to  be  embraced  by  the  conclusions  derived 
above  and  in  the  following  pages. 

It  is  clear  from  the  foregoing  that  neither  a  replaced  group  or 
radicle,  nor  one  which  replaces,  in  a  homogeneous  assemblage, 
necessarily  consists  of  spheres  which  are  all  of  the  same  magnitude. 
Thus,  the  nitro-group,  NOg,  can  replace  the  methyl  group,  CH3,  in  the 
manner  indicated,  the  valency  volume  of  both  being  seven.  When, 
as  in  this  case,  there  is  a  marked  difference  in  shape  between  the 
substituting  and  substituted  groups  some  considerable  discrepancy 
between  the  crystal  forms  is  to  be  expected,  although  a  marked 
resemblance  may  still  be  observed.  The  ortho rhombic  substances, 
aceto-^j-toluidide,  CH3*C,;H^"ISrH'CO'CH3,  and  jo-nitroacetanilide, 

NOa'CgH.-NH-CO-CHg, 
differ  in  constitution  in  that  the  nitro-group  of  the  one  is  replaced  in 
the  other  by  a  methyl  group  of  the  same  valency  volume. 


Multiples  of 
axial  ratios 
a      :  b  :      c.          taken.         o: 

:   y 

0-6313  :  1  :  0-3288                    2-073 

...     1-0445  :  1  :  0-8889     2a,  S^c    2-001 

:  3-980 
:  4-178 

6-304 
6-223 

^j-Nitroacetanilide 

The  close  mor[)liotropic  relationships  noticed  by  Zirngiebl  (Zeit. 
Kryst.  Mm.,  1902,  36,  117)  between  the  following  pairs  of  compounds  are 
all  similar  instances  of  the  application  of  the  first  geometrical  property 
of  close-packed  homogeneous  assemblages  : 

(1)  Ammonium  iodate,  and  ammonium  fluoriodate, 

NHJO3  and  NHJF.P2- 

(2)  The  stable  and  labile  o-sulphobenzoic  chlorides, 

VOL.    LXXXIX.  5    X 
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(3)  Phtluilic  acid,  and  o-sulpliobenzoic  acid, 

C6H^(C0._jH),  and  C^H^(C0,H)(S03H). 

(4)  Beuzoic  acid,  and  benzenesulphouic  acid, 

C^iH^-COjH  and  C^/H.-SOgH. 

(5)  Sulpboacetic  acid,  C-ll2(CO^lI)(S03H),  and  methionic  acid, 
CH,(S03H)2. 

The  latter  cases  ai'e  particularly  interesting  as  showing  that  a 
carbon  atom  of  valency  volume  four,  is  replaceable  by  a  sulphur  and 
an  oxygen  atom,  each  of  valency  volume  two,  in  such  a  way  that  the 
marshalling  of  the  assemblage  remains  unchanged,  and  even  that 
coi-responding  features  of  the  crystalline  structures  are  distinctly 
recognisable.  It  is  thus  indicated  that  the  sulphur  in  a  sulphonic  acid 
is  fundamentally  bivalent.  As  will  be  shown  latei',  the  necessity 
never  arises  for  attributing  to  sulphur  a  fundamental  valency  other 
than  two. 

The  process  of  replacing  an  oxygen  and  a  sulphur  sphere,  each  of 
volume  two,  by  one  carbon  sphere  of  volume  four,  as  involved  in 
certain  of  the  above  cases,  must  be  expected  to  lead  to  so  considerable 
a  change  in  the  shape  of  the  cavity  within  which  the  operation  is 
performed  as  will  greatly  obscure  the  morphotropic  relations  between 
the  two  -geometrical  assemblages  ;  it  is  thus  found  that,  although 
the  morphotropic  relations  are  distinctly  observable,  considerable 
disturbance  of  the  axial  ratios  and  equivalence  parameters  attends 
the  passage  from  one  to  the  other  of  the  related  compounds. 

A  word  may  be  said  as  to  the  resulting  effect  when,  instead  of 
refilling  the  gaps  produced  in  a  homogeneous  assemblage  in  the  manner 
described,  these  gaps  are  closed  up  by  the  residual  assemblage  shrink- 
ing together  so  as  to  pass  to  a  condition  of  equilibrium.  In  order  that 
a  homogeneous  assemblage  of  spheres  of  two  or  more  kinds  may 
exhibit  maximvim  closeness  of  packing,  each  component  sphere  must 
occur  surrounded  by  a  shell  of  other  spheres  the  density  of  ar- 
rangement throughout  which  must  be  a  maximum.  And  if  several 
similarly  placed  equal  spheres  are  removed  from  the  assemblage  and 
the  remaining  structure  closes  up  and  passes  to  an  equilibrium  condi- 
tion of  maximum  closeness  of  packing,  it  will  commonly  be  found  that 
the  component  spheres  will  no  longer  all  be  surrounded  by  shells  of 
spheres  equally  densely  disposed  to  those  composing  the  original 
assemblage ;  and  even  if  the  main  bulk  of  the  derived  assemblage  is  as 
densely  packed  as  at  first,  the  assemblage  will  at  isolated  points 
present  packing  of  less  density. 

The  cases  quoted  above  have  been  selected  as  illustrations  because 
the  simplicity  of  the  crystallographic  relationships  enables  them  to  be 
followed  quickly,  but  in  most  instances  the  crystallographic  relationship 
is  not  immediately  obvious,  being  masked  by  a  change  of  crystalline 
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symmetry  or  by  an  unfavourable  choice  of  axial  directions.  Notwith- 
standing this,  the  relationship  is  always  present,  although  its  detection 
may  involve  the  kind  of  investigation  used  in  the  foregoing  study  of 
benzene,  the  dihydroxybenzenes,  &c.  That  so  considerable  a  crystallo- 
graphic  difference  as  that  beLAveen  the  rhonihohedral  and  monosym- 
metric  forms  of  quiuol  involves  no  difference  in  marshalling  of  tho 
components  of  the  molecule  has  been  already  shown,  and  complication 
of  this  nature  has  in  most  cases  to  be  dealt  with. 

Anothei-  kind  of  application  of  the  first  geometrical  property  has 
been  illustrated  in  tlio  derivation  of  the  assemblage  appropriate  to 
triphenylamine  from  that  of  benzene  (p.  1720),  by  the  symmetrical 
replacement  of  groups  of  three  hydrogen  spheres  each  by  one  nitrogen 
sphere.  We  shall  show,  in  a  later  paper,  that  the  method  here  used  is 
also  of  pex'fectly  general  application,  so  that,  for  instance,  the  assemb- 
lage for  tetramethyl methane  may  be  derived  from  that  of  methane  by 
the  symmetrical  replacement  of  groups  of  four  hydrogen  spheres,  each 
by  one  carbon  sphere. 

The  Rdations  between  Equivalent  Radicles  of  Different  Valency 

Volumes. 

Tlie  second  of  the  geometrical  properties  referred  to,  and  which  is 
of  importance  as  indicating  the  valency  relations  existing  between 
radicles  of  the  same  valency  but  diflerent  valency  volumes,  may  be 
best  realised  by  the  consideration  of  the  following  process. 

Select  a  unit — not  necessarily  a  minimum  one,  but  one  which 
includes  a  considerable  number  of  spheres — in  a  close-packed  homo- 
geneous assemblage  of  spheres  of  various  magnitudes  which  is  in 
stable  equilibrium  under  the  postulated  conditions  of  external  pres- 
sure, itc.  Partition  this  assemblage  into  such  units  by  mere  geo- 
metrical surfaces,  and  dei'ive  from  it  an  analogous  assemblage  in  the 
following  manner.  Witlidraw  a  number  of  equal  and  similarly 
situated  spheres,  one  fiom  each  space  unit  or  cell  of  the  partitioning, 
and,  ignoring  the  partitioning,  which  has  now  served  its  purpose, 
enlarge  similarly  the  cavities  thus  left  vacant  so  that  they  can  just 
contain  equal  spheres  of  considerably  larger  size  than  those  removed ; 
the  enlargement  necessitated  by  the  introduction  of  those  larger 
spheres  is  to  be  so  conducted  as  to  conserve  the  original  marshalling. 

The  second  geometrical  property  is  that,  under  the  above  conditions, 
in  order  that  the  modified  assemblage,  like  that  from  which  it  was 
derived,  shall  be  close-packed  and  homogeneous,  some  definite  number 
of  additional  spheres  of  a  particular  size  must  be  inserted  with  the 
large  spheres  in  each  cavity  produced  in  the  space  unit ;  the  number 
of   the  accompanying  spheres  to  be  thus  introduced  is  dependent  on 

5x2 
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their  size  aud  ou  those  of  the  substituting  and  substituted  spheres. 
The  nature  of  this  interdependence  of  sphere  magnitude  is  experiment- 
ally found  to  be  a  simple  one.  If  a  sphere  of  volume  m  (an  atom  of 
valency  in)  i.s  replaced  by  one  of  volume  m  +  n  (valency  m  +  'ii),  one  or 
more  additional  spheres  (atoms)  having  the  total  volume  h  (valency  n) 
must  be  simultaneously  inserted  in  order  that  close-j)acking  may  be 
re-established  without  remarshalling  ;  the  bearing  of  this  result  on 
chemical  substitution  is  indicated  by  the  interpolated  words.  Thus,  on 
replacing  a  hydrogen  atom  in  the  benzene  molecule  by  chlorine,  since 
the  substituted  and  substituting  atoms  have  the  same  valency  and  are 
therefore  represented  by  spheres  of  about  the  same  relative  size,  the 
cavity  in  the  close-packed  assemblage  vacated  by  the  hydrogen  sphere 
can  be  so  nearly  filled  by  the  chlorine  sphere,  that  small  deformations 
or  adjustments  unaccompanied  by  remarshalling  suffice  to  restore  the 
close-packing  tempoi-arily  disturbed  liy  the  substitution  ;  the  order  of 
the  change  in  the  crystallographic  dimensions  produced  by  these 
deformations  is  indicated  by  the  taljle  of  equivalence  parameters 
of  benzene  and  its  jjcr-halogen  derivatives  given  on  p.  1699.  If,  how- 
ever, one  hydrogen  atom  in  the  benzene  molecule  is  replaced  by  a 
carbon  atom,  the  higlier  valency  of  the  latter  necessitates  the  intro- 
duction with  it  of  other  atoms,  the  sum  of  the  valencies  of  which  is 
three,  the  difference  between  the  valency  of  carbon  and  of  hydrogen, 
if  close-packing  is  to  be  re-established  without  remarshalling ;  thus 
three  hydrogen  atoms,  giving  toluene — one  nitrogen  atom,  giving  benzo- 
nitrile — or  one  hydi^ogen  and  one  oxygen  atom,  giving  benzaldehyde — 
or  some  other  set  of  atoms  of  which  the  valency  volume  is  three,  must 
be  inserted  together  with  the  carbon  atom,  for  without  this  close- 
packing  cannot  be  secured  without  remarshalling. 

The  existence  of  the  second  geometrical  property  may  be  sufficiently 
explained  for  our  present  purpose  in  the  following  manner.  Any 
sphere  in  a  close-packed  assemblage  is  in  immediate  contact  with  a 
number  of  others,  which  form,  as  it  were,  a  shell  or  envelope  about 
it ;  if  the  sphere  in  question  is  replaced  by  one  considerably  larger,  a 
gap  or  gaps  are  formed  in  the  enveloping  shell  of  spheres,  which  can- 
not be  closed  as  a  i-esult  of  deformation  or  adjustment  unaccompanied 
liy  remarshalling.  If  a  sphere  of  volume  in  is  replaced  by  one  of 
volume  ra-k-n,  however,  the  resulting  gap  in  the  enveloping  shell 
can  be  so  filled  by  a  sphere  or  spheres  of  the  total  volume  n  that  the 
resultant  assemblage  can  regain  its  original  close-packing  by  the  mere 
operation  of  slight  deformations  and  adjustments  unaccompanied  by 
remarshalling.  The  great  flexibility  of  structure  displayed  by  close- 
packed  assemblages  of  spheres  naturally  assists  materially  in  bringing 
about  this  result. 

Much  of  the  work  detailed   in   the  previous  pages,  in   which  it  is 
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shown  that  the  properties  of  close-packed  equilibrium  assemblages 
of  spheres  are  in  complete  harmony  with  the  crystallographic  and 
constitutive  properties  of  chemically  related  substances,  is  so  much 
cumulative  evidence  of  the  existence  of  the  geometrical  property  now 
under  discussion.  For,  whenever  a  chemical  compound  i.s  derived  by 
substitution  from  some  parent  substance,  the  relation  between  the  two 
compounds  is  expressible  in  terms  of  the  valencies  of  the  substituted 
and  substituting  groups ;  and  the  replacement  of  an  atom  by  another 
of  higher  valency  is  necessarily  accompanied  by  tlie  introduction  of 
additional  atoms  in  obedience  to  the  valency  law. 

The  mode  of  operation  of  the  second  geometrical  property  will  be  seen 
by  a  comparison  of  the  methods  by  which  the  assemblages  for  triphenyl- 
amine  and  triphenylmethane  were  derived  {pp.  1711,  1720)  from  that 
of  benzene.  In  the  former  case,  by  application  of  the  first  geometrical 
property,  a  group  of  the  three  hydrogen  spheres  of  volume  three 
was  replaced  by  a  nitrogen  .'sphere  of  volume  three,  so  that  dose- 
packing  was  retained  without  remarshalling.  But,  on  forcing  a 
carbon  sphere  of  volume  four  into  the  cavity  vacated  by  the  group  of 
three  hydrogen  spheres,  the  resulting  enlargement  of  the  cavity  led  to 
the  production  of  a  gap  in  the  enveloping  shell  of  spheres,  and  this 
proved  just  large  enough  to  accommodate  an  additional  hydrogen 
sphere  ;  the  latter  had,  therefore,  to  be  inserted  in  order  that  close- 
packing  might  be  restored  without  remarshalling.  A  little  con.sidei'a- 
tion  will  show  that  the  derivation  of  the  dihydroxybenzenes  from 
benzene,  and  of  triphenylcarbinol  froui  triphenylmetliane,  also  involve 
the  application  of  the  .second  geometi  ical  property. 

The  cases  cited  above  will  suffice  for  our  present  purpose,  without 
moie  formal  pi-oof  of  the  accuracy  of  the  way  in  which  the  property 
has  been  stated.  We  may  now  proceed  to  show  that  the  second 
geometrical  property  at  once  elucidates  a  number  of  hitherto  very 
obscure  crystallographic  relationships,  and  thereby  amass  further 
circumstantial  evidence  in  support  of  the  geometrical  interpretation  of 
valency. 

The  crystalline  forms  assumed  by  .'■odium  nitrate  and  calcium 
carbonate  as  calcite  are  highly  distinctive,  and  are  so  closely  similar  as 
to  make  it  impossible  to  doubt  that  the  crystal  structures  and  the 
marshalling  are  identical  ;  although  no  explanation  has  been  hitherto 
availaljle  of  this  identity  of  crystal  structure  existing  between  two 
substances  of  such  dis.similar  type,  it  now  appears  that  the  .similarity 
is  a  result  of  the  second  geometrical  property  of  close-packed 
homogeneous  assemblages.  For,  if  in  the  rhombohedral  structure  of 
crystalline  sodium  nitrate,  XaN03,  the  univalent  sodium  atom 
sphere  of  volume  one  is  replaced  by  the  lu'valent  calcium  atom  i^phere 
of    volume    two,    a    gap    will    be    produced    in    the    -ihell    of    spheres 
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enveloping  the  metallic  atom  sphere  in  the  assemblage ;  this  can  only 
be  filled  by  the  insertion  of  one  additional  valency  or  volume  unit  if 
close-packing  is  to  be  restored  without  remarshalling.  The  additional 
valency  unit  is  provided  by  replacing  the  nitrogen  sphere  of  volume 
three  by  a  carbon  sphere  of  volume  four,  and  the  assemblage,  after 
this  double  modification,  can  regain  close-packing  without  undergoing 
remarshalling.  The  derived  calcium  carbonate  assemblage  retains  so 
closely  the  marshalling  of  the  original  sodium  nitrate  assemblage  that 
the  two  exhibit  almost  identical  crystalline  forms ;  the  similarity 
extends  even  to  the  unique  mode  of  gliding-twinning,  to  the  cleavage, 
and  to  the  abnormally  high  double  refraction. 

An  exactly  similar  relationship  to  the  above  exists  between  the 
orthorhombic  forms  of  calcium  carbonate  and  potassium  nitrate  ;  the 
equivalence  parameters  of  all  four  substances  are  given  in  the 
following  table. 


JF.  X 

NaNCj,  ihombohedral 10  o  =  102''47'  2-2092 

CaCOa;  ,,  12  a  =  101°55'  2-3398 


y      •     3. 
2-2092  :  2-2092 
2-3398  :  2-3398 


a     :    h    :     c. 

KNO3,  orthorhombic    10     0-5910:1:0-7011      1-7079:2-8898:2-0260 

CaCOa,  ,,  12     0-6224  :  1  :  0-7206      1-8615  :  2-9909  :  2-1553 

It  is  important  to  notice  that  in  these  cases,  in  passing  from  the 
substance  of  valency  volume  ten  to  that  of  twelve,  the  structure  or 
assemblage  is  expanded  in  all  three  axial  directions  ;  it  is  not  possible 
to  say  that  the  molecular  increase  affects  one  axial  direction  to  an 
appreciably  different  extent  from  the  others  ;  tliis  should  be  attributed 
to  the  fact  that  the  shapes  of  the  contents  of  corresponding  cells  are 
similar  in  the  cases  compared. 

Another  interesting  case  arises  in  connexion  with  the  crystallo- 
graphic  similarity  between  the  monosymmetric  alkali  salts  of  methane- 
disulphonic  acid,  CHo(S03H)2,  and  iminosulphonic  acid,  NH(S03H)<„ 
which  has  been  pointed  out  by  Zirngiebl  {Zeit.  Kryst.  Min.,  1902,  36, 
117).  On  rej^lacing  the  tervalent  nitrogen  atom  in  iminosulphonic  acid 
by  a  quadrivalent  carbon  atom,  an  additional  hydrogen  atom  has  to 
be  simultaneously  inserted  into  the  assemblage  in  order  that  close- 
packing  without  remarshalling  may  occur.  The  following  data  suffice 
to  show  that  this  case  is  of  the  same  character  as  that  of  calcite  and 
sodium  nitrate. 

IV.       p.  a     :    h    :    c.  x      :      y      :       z 

CH„(S03K),  24     89°49'     1-6160  :  1  :  0-9362     4-0604  :  2-5126  :  2-3523 

(take  2b) 

NH(S03K)2  22     S8°41'     1-6636  :  1  :  0-9604     3-9877  :  2-3970  :  2-3021 

A  somewhat  similar  relationship  holds  between  the  monosymmetric 
^>nitrobenzenesulphonie  chloride  and  amide  (Benedicks,  Zeit.  Kryst. 
Min.,  1903,  37,  285) ;  the  replacement  of  the  chlorine  sphere  of  volume 


X 

:    y 

:      z. 

3-105)5 

4-9002 

2-7855 

r,-3GnO 

r.-1702 

2-6S33 

(i    ■■ 

/;    :    r. 

X 

:       ij       : 

~. 

0-8910 

1  :  0-7090 

3-1010 

:  3-4800 

:  2-7800 

0-7230 

•  1  :  0-8180 

3-2178 

-  3-9337 

•2-8441 

0-7943 

1  :  0-3044 

3-2268 

•  4-4168 

2  -8067 

(take 

5/46, 3c) 

0-6265 

1  :  0-5727 

3-1126 

4-9682 

2-8453 
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one  by  a  nitrogen  sphere  of  volume  three  involves  the  insertion  into  the 
assemblage  of  two  additional  hydrogen  spheres,  forming  the  snlphon- 
amide,  foi-  the  purpose  of  restoring  the  close-packing  without  re- 
marshalling. 

$.  n    :    h    :    c. 

NO.,-0,;n4-SO„Cl     ]05°39'     1-3042:1:1-1369 

N0./0|;H4-,S0./NH,,....      100"]2'     0-6501:1:0-5181 

The  case  for  which  data  are  ijivon  in  the  following  table  is  of 
iruportance  because  all  the  substances  are  orthorhombie  and  the  series 
is  four  members  in  length. 

IF. 

Cfillo     30 

CsHr/NHoJIRr  36 

C6H5-NH2,NBi-,C(lBro      40 

C,.,H5-NIl2,HN0:,    44 

It  will  be  seen  that  the  successive  replacement  of  hydrogen  in 
benzene  by  NH^  and  the  insertion  of  HBr,  and  CdBrg  or  HNO.^,  all 
take  place  in  accordance  with  the  second  geometi-ical  property  of  close- 
packed  assemblages,  and  that  the  main  effect  of  the  insertion  of  the 
various  groups  falls  upon  the  direction  y  in  the  benzene  assemblage. 
The  directions  x  and  z  in  the  benzene  assemblage  are  but  little  chaus:ed 
by  the  substitutions.  The  lengthening  of  one  of  the  three  axes  which 
accompanies  the  substitution  of  the  ammonium  bromide  residue 
for  hydrogen  in  benzene  is  not  often  observed  in  cases  in  which  the 
ammonium  radicle  replaces  an  atom  of  a  univalent  metal  such  as 
potassium  ;  it  commonly  happens  that  the  axial  ratios  are  practically 
unchanged  by  such  a  substitution  as  the  latter,  just  as  is  the  case 
when  the  group  CaC  replaces  NaN  in  the  rhombohedral  sodium 
nitrate.  We  purpose  dealing  later  in  detail  with  the  lelation  between 
salts  of  ammonium  and  the  alkali  metals,  and  for  the  present  merely 
call  attention  to  the  case  of  the  orthorhombie  potassium  and  ammonium 
vanadylthiocyanates  (Steiumetz,  Zeit.  anorg.  Chem.,  1904-,  41,686),  in 
which  the  replacement  of  potassium  by  ammonium  affects  two  of  the 
equivalence  parameters  [x  and  z),  leaving  the  third  {y)  practically 
unaltered. 


JF.         a    :    h    :    c.  x      :       y 

K2(V(10)(CNa)4,5H,0    63     0-9163:1:0-5460     4-5902:5-0095 

(NH4y  VdO)(CNS)4,5H20..     75     0'9910  :  1  :  0-G070     4-9508  :  4-9057 


z. 

2-7397 
3-0324 


It  is  interesting  to  notice  in  connexion  with  the  question  of  ter-  and 
quinquevalent  nitrogen  compounds  that,  whilst  the  occurrence  of  benzo- 
nitrile,  C^Hr^'CiN,  is  accounted  for  on  p.  1730,  the  isomeric  phenyl- 
carbylamine,  Cj;Hr/N:C,  may  be  derived,  by  the  application  of 
the  first  geometi-ical  property,  from  aniline  hydrobromide  by  replacing 


c. 

X 

:  y 

z. 

1-8571  ^S^SS'lS' 

3-7935 

:  2-9716 

5-5155 

1-9599  )3  =  85''56' 

3-8797 

:  2-9048 

5-6932 
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the   four   univalent   atoms   associated    with    the    nitrogen    atom    by 
a  carbon  atom. 

An  instance  iUustrative  of  the  effect  of  salt  formation  is  found  in  the 
comparison  of  camphoroxime  and  its  hydrobromide :  both  these  sub- 
stances are  monosymmetric,  camphoroxime  giving 

a:b:c  =  l -0252  :  1  :  0-6073,  jS  =  80^18' 
{Zeit.  Kryst.  Jlin.,  1889,  15,  402),  and  its  hydrobromide, 

a:5:c  =  l-4699:l:  1-0796,  ^  =  80°41' 
(Trans.,  1897,  71,  1048).  On  transposing  the  indices  of  the  forms 
present  on  the  oxime  by  changing  (100)  to  (101),  (101)  to  (001),  (101) 
to  (100),  and  (110)  to  (HI),  and  similarly  changing  in  the  crystals  of 
the  hydrobromide,  (001)  to  (101),  (101)  to  (100),  (302)  to  (001)  and 
(Oil)  to  (111),  the  axial  values  become  comparable  and  the  following 
results  are  obtained  : 

a    :    b 

C,oHi6:X-OH     1-2766:1 

CioHi6:N-OH,HBr..     1-3356:1 

The  close  approximation  of  the  equivalence  parameters  indicates 
that  not  only  is  the  marshalling  of  the  assemblage  unchanged  by  the 
passage  from  the  oxime  to  its  hydrobromide,  but  that  the  dimensions  of 
the  assemblage  are  but  slightly  altered.  The  addition  of  the  elements 
of  hydrogen  bromide  scarcely  alters  the  values  x  and  y,  but  appreci- 
ably increases  the  value  of  z. 

Orthosulphobenzoic  acid,  o-OgH4(S03H)(C02H),  yields  a  stable  and  a 
labile  acid  chloride,  to  which   the  constitutions,   o-CgH4(S0.2Cl)'COCl 

and   o-CgH^-^C^ppi  ^0>  must    be    attributed  ;    its   imide  is  saccharin, 

o-C6H4<?jq2^NH,  to  which  the  axial  ratios,  «  :6  :c  =  27867  :  1  : 1-7187, 

yS  =  76°8'30",  have  been  assigned  (Trans.,  189.5,  67,  986).     These  axial 

ratios    may    be    transposed     by     a     simple     change     of    indices     to 

a:b:c=l  -3565  : 1  :  0-4298,  y8  =  85°57'.    All  these  substances  are  related 

through  the  second  geometrical  property  in  the  manner  shown  in  the 

following  table  : 

Multiples  of 
axial  ratios 
a    :    h    :    c.  fi.  taken.  x      :       y       :       z. 

Acid    0-6678:1:1-2074  90°  ia,  2b  2-5708:3-8496:4-6481 

Labile  chloride 1-8103  :  1  :  20997  90°  2a,  Zb  2-5727  :  3-6773  :  4-4377 

Stable       ,,        1-8555:1:2-0067  89°27'  2a,  Zb  2-4770:3-7025:4-5800 

Saccharin  1-3565  :  1  :  0-4298  85°57'  2b,  3c  2-5183  :  3-6857  :  4-7521 

The  equivalence  parameters  are  related  in  the  same  kind  of  way  as 
those  of  the  similarly  related  substances  dealt  with  above ;  but,  apart 
from  this,  the  values  for  the  acid  and  the  labile  chloride  on  the  one 
hand,  and  for  the  stable  chloride  and   saccharin  on  the  other,  seem 
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particularly  closely  related.     This  would   appear  to  indicate  that  the 

labile  chloride  is  the  true  acid  chloride,  whilst  the  stable  chloride  is 

the  dichloroanhydride  of  the  acid. 

The  effect  on  the  equivalence  parameters  of  introducing  homologous 

radicles  into  the  molecule  is  well  illustrated  by  Tutton's  measurements 

(Trans.,  1890,  57,  714)  of  the   l-alkyl-3-diphenyl-5-phenylpyrrholones, 

.  .      .       CH.CPh,.^^  . 

having  the  constitution    i  J>iSIX,  in  which  X  represents  either 

v^i  no'L/vJ 

methyl,   ethyl,    or    propyl.      The   methyl    and    ethyl   derivatives  are 

anorthic  and  isomorphous,  and   the  ethyl  derivative  crystallises  also  in 

monosymmetric    forms   isomorphous  with   the  propyl   compound  ;  the 

data  for  these  substances  are  included  in  the  following  table  : 

Crystal 
X.  W.    system.  a    :    h    :    e.  x      :       y      :      z. 

Methyl   116         A         0-9059  :  1  :  0-8695         4-9092:5-4192:4-7120 

o=:79°52',  /3  =  86°3',  7  =  70°26' 

Ethyl 122        A         0-9120:1:0-9524         4-8928:5-3649:5-1095 

a  =  78°48',  ;3  =  89°10',  7  =  68'-2' 

Ethyl 122        M         1-6898  :  1  :  1-9579         5-6273  :  3-3302  :  6  5200 

^  =  86°54' 

Propyl     128        M         1-8060:1:1-8821         6-0577:3-3542:6-3129 

)3  =  86°17' 

It  is  seen  that  in  the  passage  from  the  methyl  to  the  anorthic  ethyl 
derivative,  the  x  value  remains  nearly  unchanged,  the  y  value 
diminishes  slightly,  and  the  'z  value  increases  so  as  to  carry  the  whole 
effect  of  the  increased  valency  volume ;  similarly,  in  the  passage  from 
the  monosymmetric  ethyl-  to  the  propyl-derivative,  the  y  value  remains 
almost  constant,  the  z  value  diminishes  slightly,  whilst  the  x  value 
increases  so  as  to  bear  the  effect  of  the  increase  of  W  and  the  diminution 
of  the  2  value.  No  attempt  has  been  made  here  to  bring  the  anorthic 
and  monosymmetric  substances  into  harmony ;  but  it  is  clear,  from 
the  above  changes  of  the  equivalence  parameters,  that  the  directions 
«,  h,  and  c  in  the  anorthic  substances  are  roughly  identical  with  the 
directions  6,  c,  and  a  respectively  in  the  monosymmetric  compounds 
and  that  it  would  not  be  difficult  to  calculate  from  the  data  given  what 
directions  are  absolutely  equivalent  in  the  two  types  of  symmetrical 
assemblage. 

As  the  second  geometrical  property  of  close-packed  assemblages 
is  obviously  a  reversible  one,  further  extensions  of  the  method  of 
substitution  which  it  involves  can  be  made.  Thus,  if  one-fourth  of 
the  oxygen  spheres  are  homogeneously  removed  throughout  the 
assemblage  of  potassium  chromate,  two  additional  valency  or  volume 
units  must  also  be  removed  in  order  that  close-packing  without 
remarshalling  may  be  possible ;  when  this  is  done,  the  residual 
skeleton,  CrOg,  is  obtained.     The  observed  axial  ratios  for  potassium 
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chromate  and  chromium  trioxide  are  found   to  be  nearly  the  same, 
namely  : — 

K.CrO^ a:/>:c  =  0-5605  :  1  :  0-7297. 

Crba  rt:6:c  =  0-6285:l  :0-7246. 

The  simplicity  of  the  chemical  and  crystal lographical  substitution 
relations  exemplified  by  the  cases  dealt  with  above  justifies  the  hope 
that  before  long  the  relative  nature  of  the  assemblages  affected  by  all 
inorganic  compounds  will  be  traceable  as  a  complete  scheme  exhibiting 
the  relations  holding  between  them. 


'a 


Multivalency. 

The  well-known  law  that  the  several  valencies  of  multivalent 
elements  in  general  differ  by  two  or  multiplies  of  two  has  hitherto 
successfully  evaded  all  attempts  to  attach  to  it  a  physical  significa- 
tion ;  the  recurrence  of  two  and  its  multiples  in  this  connexion 
has,  however,  received  a  geometrical  interpi  etation  in  the  last  few  pages. 
It  has  been  shown  that  the  insertion  of  an  atom  of  valency  to  +  1  into  the 
space  vacated  in  the  assemblage  by  atoms  of  the  total  valency  »i 
necessitates  the  simultaneous  introduction  of  an  additional  atom  of 
valency  1  into  the  enveloping  shell  of  atoms  if  the  close-packing  is  to 
be  restored  without  remarshalling.  This  process  is  equivalent  to 
inserting  an  atom  of  valency  1  into  the  space  already  occupie'l  by  an 
atom  of  valency  to,  when  the  gap  produced  in  the  shell  enveloping  the 
two  atoms  must  be  tilled  by  the  insertion  of  an  additional  atom  of 
valency  volume  1.  The  atom  of  valency  m  will  under  these  conditions 
function  as  having  the  valency  m  +  2,  although  its  sphere  of  influence 
retains  the  volume  appropriate  to  an  atom  of  valency  m.  Similarl}^ 
if  two  atoms  of  valency  1  are  forced  into  the  cavity  along  with  the 
original  atom  of  valency  to,  one  or  more  atoms  of  the  total  valency 
volume  2  must  be  inserted  into  the  enveloping  shell  for  the  preserva- 
tion of  close  packing  without  remarshalling,  and  in  this  case  the 
original  atom  of  valency  m  functions  as  one  of  valency  m  +  4.  Thus, 
the  relation  between  the  compounds  Csl,  Cslg,  Csl^j  or  Csl-,  and  Cslg 
(Abegg  and  Hamburger,  Zeit.  anorg.  CMm.,  1906,  50,  403)  seems 
clearly  indicated  ;  the  sphere  of  atomic  influence  or  the  fundamental 
valency  of  csesium  and  of  iodine  is  1  in  each  of  these  compounds. 
Ammonium  chloride,  NH^Cl,  also  must  be  regarded  as  derived  by 
inserting  into  the  ammonia  assemblage  a  monov^alent  atom  of  volume  1 , 
when  a  gap  is  produced  in  the  shell  of  spheres  originally  surrounding 
the  nitrogen  sphere  which  can  be  filled  up  so  as  to  restore  close-packing 
without  remarshalling  by  the  insertion  of  another  sphere  of  volume 
1  ;  in  the  ammonium  salts  the  nitrogen  atom  thus  has  the  fundamental 
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valency    3.      Examples    bearing   upon  this  are  quoted   in    connexion 
with  the  aniline  salts  (p.  1733)  and  the  vanadyl thiocyanates  (p,  1733). 
The  limitation   of   the  valencies  t6  m,  m  +  2,  wi  +  4,   ifec,  must  be 
expected   only  when  the   fundamental    valency  m,  stated   as   a   whole 
numbei',  expresses  closely  the  volume  of  the  sphere  of  atomic  intliience 
of  the  element.     But  it  has  been  already  pointed  out  (p.  1726)  as  prob- 
able that  the  spheres  of   atomic  influence  of  elements  in   the   same 
vertical  column  of  the  periodic  table  change  in  volume  slightly  as  the 
column  is  descended  :  although  the  valency,  stated  as  a  whole  number, 
remains  the  same.     Discrepancies  should  therefore  arise  of  the  nature 
illustrated  by  the  following  example.     Sulphur  yields  with  chlorine  the 
compounds    S.,Cl2,  SCI.,  and    SCl^,  and,    in    general,    as    this    element 
exhibits  only  bi-,  quadri-  or  sexa-valency,  it  may  be  concluded  that  its 
sphere   of   atomic  influence  has  very  closely  the  volume  2,  compared 
with    that   of   chlox-ine   as  1,    or  oxygen  as  2.     Molybdenum,  in  the 
same  vertical  column,  should  have  a  sphere  of  atomic  influence  some- 
what different  from  this,  and  we  accordingly  find  that  molybdenum 
forms  the  compounds  MoCIg,  M0CI3,  M0CI4  and  M0CI5.     There  seems 
here  a  clear  indication  that,  the  sphere  of  atomic  influence  of  chlorine 
having    the    volume    1,    that    of    molybdenum   is    between    2    and    3, 
for  then  close-packing  might  be  attained  in  an  assemblage  containing 
twice  or  thrice  as  many  atoms  of  chlorine  as  of  molybdenum,  and  the 
insertion  of  two  more  halogen  atoms  into  each  unit  of  the  partitioning 
in  these  assemblages  in  accordance  with  the  second  geometrical  pro- 
perty would  in  this  event  again  lead  to  the  production  of  close-packed 
assemblages.     The  fact  that  the  compounds  SFr,  and  MoFj.  can   be 
formed   probably    indicates    that    the    sphere    of    atomic    influence    of 
fluorine  is  slightly  smaller  than  that  of  chlorine. 

In  this  connexion  one  necessary  consequence  of  assigning  somewhat 
different  volumes  to  the  spheres  of  atomic  influence  of  two  elements  of 
the  same  valency  may  be  noted.  The  simple  compounds  of  such 
elements  might  differ  in  type  and  crystalline  form  to  such  an  extent 
that  chemical  analogies  would  be  difficult  to  follow  ;  in  the  moi'e  com- 
plex compounds,  however,  built  up  by  the  operation  of  the  second 
geometrical  property,  the  differences  in  volume  of  the  spheres  of 
influence  would  exercise  less  effect  than  in  the  simple  compounds.  It 
is  to  be  expected,  therefore,  that  very  dissimilar  elements  of  the  same 
valency  would  behave  dissimilarly  in  their  simple  compounds,  but 
would  conform  more  to  the  same  type  in  their  compounds  of  consider- 
able molecular  complexity.  This  is  illustrated  by  the  fact  that  the 
equivalent  metals  lead  and  platinum  exhibit  ordinarily  but  little 
analogy,  whilst  their  complex  compounds,  \\^h(pH)Q  and  K2Pt(0H)g, 
are  actually  isomorphous. 

So  far  as  the  present  inquiry  has  extended,   it   has  not  been   found 
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necess:\ry  to  attribute  to  the  same  element  under  different  conditions 
of  combination  spheres  of  atomic  influence  of  different  volumes  ; 
that  is  to  say,  elements  such  as  sulphur  and  nitrogen  always  exhibit 
the  fundamental  valencies  2  and  3  respectively,  and  the  higher 
valencies  are  merely  expressive  of  the  operation  of  the  second 
geometrical  property  of  close-packed  homogeneous  assemblages.  It 
remains  to  be  ascertained  whether  in  every  case  the  facts  accord  with 
the  attributing  of  one  particular  fundamental  valency  to  each  known 
element.  It  is,  however,  very  important  that  the  necessity  does  not 
arise  for  attributing  to  nitrogen  a  liigher  fundamental  valency  than 
3,  and  that  in  many  per-  and  proto-metallic  salts  all  known  facts 
accord  with  the  assumption  of  one,  and  only  one,  fundamental  valency 
to  the  metal. 

Thus  it  will  probably  be  agreed  that  the  formation  of  the  compound 
KIg  is  not  due  to  potassium  becoming  tervalent,  but  to  the  production 
of  a  molecular  compound  between  potassium  iodide  and  iodine.  But 
thallous  iodide.  Til,  which  is  isomorphous  with  potassium  iodide,  can 
be  converted  into  thallic  iodide,  TUg,  which  is  isomorphous  with  the 
compounds  IlbTg  and  Cslg  (Wells  and  Penfield,  A^ner.  J.  Sci.,  1894, 
47,  463;  Abegg  and  Maitland,  Zeit.  anorg.  Chem.,  1906,  49,  340), 
thus  : — 


RbL  

a:5:c  =  0-6858:  1  :  1-1234 

CSI3   

a:6:c  =  0-6824:l  :  M051 

TII3    

«:^»:c  =  06828:  1  :  M217 

So  that  thallic  iodide,  in  which  the  metal  is  tervalent,  is  isomorphous 
with  substances  of  corresponding  molecular  composition  in  which  the 
metal  is  apparently  univalent ;  the  parallel  between  thallic  iodide 
and  the  periodides  of  the  alkali  metals  affoi'ds  strong  presumptive 
evidence  in  favour  of  the  explanation  of  multivalency  advanced  in 
the  present  paper. 

There  are,  as  is  well  known,  limitations  to  the  extent  to  which 
different  elements  exhibit  multivalency ;  thus,  carbon  seems  always 
to  be  quadrivalent,  but  sulphur  and  nitrogen  .show  changeable  valency. 
This  difference  is  traceable  to  the  nature  of  the  partitioning  occurring 
in  clo.se-packed  assemblages ;  it  is  convenient  to  deal  with  this 
particular  aspect  of  the  partitioning  as  a  third  geometrical  property 
of  close-packed  homogeneous  assemblages.  This  third  property 
is  that,  on  the  introduction,  in  accordance  with  the  second  geometri- 
cal property,  of  additional  .spheres  beyond  the  numerical  propor- 
tions required  by  the  fundamental  valencies  of  spheres  already  present, 
the  resulting  clo.se-packed  assemblage  may  be,  in  general,  partitioned 
in  two  distinct  ways  ;  the  one  way  partitions  the  assemblage  into 
units  representing   two    different  compounds,   in   each    of  which  the 
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f  uudameiital  valencies  aloue  are  iuvolved ;  the  other  partitions  the 
assemblage  into  identical  units,  and  in  this  case  some  particular  atom 
of  valency  vi  functions  as  of  valency  m  +  2  or  m  +  4  in  accordance 
with  the  second  geometrical  ])ropcrty.  It  is  frequently  found 
practically  that  only  one  of  the  two  kinds  of  parlitioniug  is  operative 
under  a  given  set  of  conditions,  although,  in  certain  cases,  both  occur 
simultaneously  ;  thus,  the  quaternary  annuonivuu  salts  or  annnonium 
salts  exist  in  solution  partly  as  such,  partly  as  the  tertiary  amine 
or  ammonia  and  alkylammonium  or  hydrogen  salt. 

The  precise  nature  of  the  principle  which  determines  whether 
partitioning  of  the  second  kind,  into  identical  units,  or  of  the  iirst 
kind,  into  two  kinds  of  units,  will  occur  in  any  given  case  cannot  yet 
be  determined  ;  it  appears  to  be  somewhat  akin  to  the  principle  which 
determines  polymorphism  and  largely  dependent  on  temperature 
conditions,  as  in  the  case  of  ammonium  chloride,  which  at  ordinary 
temperatures  is  partitionable  into  units,  NH^Cl,  of  the  one  kind, 
but  which  at  high  temperatures  is  partitionable  only  into  two  kinds  of 
units,  NH,^  and  HCl.  The  same  kind  of  behaviour  is  exhibited  by 
some  carbon  compounds,  for  triphenylmethyl  bromide,  under  certain 
conditions,  gives  a  stable  periodide,  (CgH5)3CBr,I^  {J.  Amer.  Chem. 
Soc,  1898,  20,  790),  analogous  to  the  periodides  of  ammonium  and 
alkali  iodides.  The  whole  question  of  the  magnitude  and  form  of  the 
units  produced  when  a  given  homogeneous  assemblage  breaks  up,  or  in 
other  words,  the  question  as  to  which  links  break  most  easily  and 
which  survive,  is  an  extremely  obscure  one.  It  would  seem  that  as 
disruption  proceeds,  small  spheres  are  at  a  disadvantage  as  compared 
with  larger  ones  ;  perhaps  they  are  moved  more  violently,  and  thus 
their  contacts,  which  are  necessarily  fewer  than  those  of  the  larger 
spheres,  are  more  easily  broken.  The  third  geometrical  property  of 
dose-packed  homogeneous  assemblages  is  intimately  connected  with 
the  whole  question  of  chemical  action ;  and  with  this  we  propose  to 
deal  later. 

The  Crystalline  and  Amorphous  States. 

The  present  work  indicates  that  the  chemical  molecules  assume  such 
shapes  when  arranged  in  a  crystal  structure  as  can  be  close-packed  in 
homogeneous  assemblage ;  and  configurations  are  assigned  to  chemical 
molecules,  built  up  from  the  spheres  of  influence  of  the  component 
atoms  which  are  in  entire  accordance  with  our  chemical  knowledge  of 
the  substances  considered.  A  slight  difference  necessarily  exists, 
however,  between  the  conditions  of  the  molecule  in  the  crystalline 
state  and  in  an  amorphous  or  unconstrained  condition. 

Within  the  crystal  the  molecule  is  subject  to  the  action  of  symmetri- 
cally disposed  restraining  forces  identical   in   kind   with   those  which 
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endow  it  with  its  characteristic  shape ;  the  molecule  under  this  action 
will  thei'efore  necessarily  experience  a  definite  though  slight  deforma- 
tion whilst  entering  as  a  unit  into  a  crystalline  assemblage.  But 
when  the  constraining  forces  are  removed  by  the  disintegration  of  the 
crystalline  structure,  it  is  to  be  expected  that  the  molecule  will  assume 
a  rather  more  symmetrical  shape  than  befoi-e.  The  differences  in  con- 
figuration which  may  thus  arise  have  been  illustrated  in  the  case  of 
benzene  ;  the  free  and  unconstrained  molecule  will  have  the  structure 
shown  in  Fig.  1,  and  this,  in  the  crystalline  structure,  assumes  the 
slightly  distorted  form  which  is  shown  jiacked  in  the  assemblage  in 
Fig.  3. 

Apart  from  such  comparatively  slight  differences  as  these,  the 
arrangement  of  the  atomic  spheres  of  influence  within  the  molecule 
must  be  regarded  as  nearly  identical  in  both  the  amorphous  and 
crystalline  states,  although  in  the  former  case  the  relative  situations  of 
the  molecules  necessarily  display  more  or  less  heterogeneity ;  the 
possible  changes  in  configuration  of  the  molecule  are  controlled  by  the 
condition  that,  for  the  substance  to  preserve  its  chemical  individuality, 
the  marshalling  of  the  parts  of  the  molecule  must  be  the  same  in  all 
states. 

Even  in  liquids,  however,  many  indications  are  given  that  the 
molecules,  from  time  to  time,  and  from  place  to  place,  transitorily 
assume  a  homogeneous  arrangement  throughout  tracts  which,  on  a 
scale  of  molecular  dimensions,  are  of  considerable  extent.  The 
doubly-refracting  liquids,  or  so-called  liquid  crystals,  which  now  form 
a  large  class  of  substances,  can  only  have  their  origin  in  wholesale 
homogeneity  of  arrangement  throughout  spaces  of  molecularly  great 
volumes.  Much  of  the  uniformity  and  symmetry  characterising  the 
chemical  behaviour  of  fluid  substances  can  be  explained  by  assuming 
the  existence  of  this  fragmentary  homogeneity  of  arrangement,  liable 
though  it  must  be  to  continual  destruction  and  recoustitution.  The 
well-known  influence  of  surfaces  and  of  catalytic  agents  u[  on  chemical 
action  can  be  easily  formulated  as  due  to  an  arranging  effect  produced 
by  the  surface  or  catalyst  leading  to  the  transitory  formation  of  a 
complex  assemblage  which  imtuediately  undei-goes  partitioning  into 
two  distinct  assemblages  in  accordance  with  the  third  geometrical 
property  of  close-packed  assemblages. 

It  must  be  concluded  that,  in  crystals,  the  arranging  process  without 
which  crystallisation  cannot  occur  precedes  the  act  of  solidification, 
a  film  being  present  at  the  surface  of  the  growing  crystal  which, 
although  not  yet  solidified,  is,  owing  to  the  presence  of  the  symmetri- 
cally-constituted surface,  homogeneously  arranged  like  the  substance 
of  the  .solid  crystal.     This  film  will,  in  general,  be  of  microscopic  thin- 
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ness,  aUliongh  thick  when  regai-Jed  molecuhuly.  The  process  of 
crystallisation  involves  not  only  the  complete  homogeneous  arrange- 
ment of  the  molecules,  but  incidentally  also  their  deformation,  and 
this  deformation  will  naturally  diifer  in  extent  in  different  substances  ; 
the  varying  amount  of  deformation  which  has  to  be  effected  in  the 
molecules  of  different  substances  during  crystallisation  may  well  bo  a 
responsible  factor  in  determining  the  very  different  speeds  of  crystal- 
lisation observed  amongst  chemical  substances. 


o' 


The  Crysialline  Forms  of  the  EUinents. 

During  the  present  investigation  no  occasion  has  arisen  for 
discriminating  between  the  forces  which  hold  the  parts  of  the 
molecule  together  and  those  as  a  result  of  which  the  separate  molecules 
are  held  together.  Tliat  such  a  necessity  actually  exists  is  indicated 
by  the  fact  that  those  elements,  such  as  sulphur,  which  are 
most  liable  to  allotropy  occur  in  several  crystalline  modifications 
of  low  symmetry,  whilst  most  of  the  othei's  are  obtainable  only 
in  crystalline  modifications  of  high  symmetry.  In  the  cases  of 
crystalline  elements,  which  ai-e  at  pr*  sent  regarded  as  composed  of 
identical  atoms,  it  is  conceivable  that  the  nature  of  the  packing  may 
be  modified  by  the  existence  of  grouping  of  the  identical  spheres  of 
influence  of  the  atoms  so  as  to  form  molecular  aggregates. 

Thus,  there  are  two  distinct  ways  in  which  the  closest-packed  cvibic 
assemblage  of  equal  spheres  can  be  partitioned  into  tetrahedral  groups 
of  four  spheres.  In  the  one  partitioned  assemblage  all  the  groups  are 
found  similarly  orientated,  whilst  in  the  other  one  half  of  the  groups 
display  an  orientation  opposite  to  that  of  the  remaining  half.  If  a 
nucleus  is  formed  of  the  latter  arrangement,  which  has  the  higher 
symmetry  of  partitioning,  and  this  nucleus  is  caused  to  grow  in 
accordance  with  the  former  or  less  symmetrically  partitioned  arrange- 
ment, twinning  of  the  mass  is  brought  about  which  precisely  simulates 
the  twinning  of  diamond  {compare  Solhis,  Froc.  Roy.  Hoc,  1901,  67, 
493  and  Barlow,  Hci.  Froc.  Dab.  Roy.  Soc,  1897,  8,  542). 

The  crystallographic  properties  of  diamond  are  thus  capable  of 
explanation  on  the  assumftion  that  the  molecule  consists  of  four 
atoms  teti'ahedrally  arranged. 

Groups  of  eighteen  equal  spheres  representing  carbon  atoms  can, 
however,  also  be  built  up  by  the  stacking  together  in  trigonal 
symmetry  of  three  groups  of  six,  each  arranged  as  in  benzene  ;  the 
arrangement  is  that  of  the  nine  spheres,  a,  in  one  plane  of  Fig.  24 
associated  with  the  nine  spheres  marked  in  dotted  circles  in  the  figure, 
and  in  which  the  three  benzenoid  carbon  complexes  are  grouped  about 
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the   blackened   triangular  segment.     The  graphic  formula  of  such  a 

complex  is  that  of  the  triple  naphthalene  ring,  and  the  complexes  may 
be  close-packed  as  indicated  in  the  figure,  in  which 
the  letters,  a,  b,  c,  d,  e,  f,  and  g  refer  to  the  carbon 
spheres  composing  one  layer  of  different  groups. 
The  assemblage  has  rhombohedral  symmetry,  and 
is  thus  compatible  with  the  rhombohedral  or  pseudo- 
rhombohedral  crystalline  symmetry  of  graphite,  and 
an  assemblage  partitioned  into  these  18-membered 
groups  might  on  oxidation  be  expected  to  yield 
mellitic  and  oxalic  acids  just  as  does  charcoal  and 
also,  with  previous  formation  of  graphitic  acid, 
This  suggestion  does  not,  however,  without  some  additional 

hypothesis,  throw  any  light  on  the  low  density  of  graphite  as  compared 

with  diamond. 

Fic.   '24. 


graphite. 


Other  ways  of  partitioning  a  cubic  closest-packed  assemblage  of 
equal  spheres  may  perhaps  also  find  parallels  among  the  elements  ;  for 
example,  that  into  groups  of  eight  spheres  arranged  rhombohedrally. 
Thus  the  molecule  of  sulphur  apparently  contains  8  atoms  (Beckmann, 
Zeit.  anorg.  Chem.,  1906,  51,  96),  and  certain  of  the  crystalline 
modifications  of  this  element  exhibit  axial  ratios  which  indicate  that 
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they  probably  oi'igiuiite  from  some  distortion  of  a  cubic  ai-rangement. 
The  monosymnietric  fourth  moditicatiou  of  sulphur,  with  a:l):c  = 
0  99575  :  1  : 0-99983,  ;3  =  84°14'  (Muthmann,  Zeit.  Kryst.  Min.,  1890, 
17,  345),  approximates  very  closely  to  cubic  symmetry. 

Conclusion. 

Before  concluding  this  paper,  it  is  desirable,  for  the  sake  of  clearness, 
briefly  to  indicate  further  results  which  have  been  obtained,  and  which 
we  hope  shortly  to  publish  in  detail. 

In  one  of  the  homogeneous  assemblages  of  spheres,  each  representing 
a  carbon  atom,  one-half  of  the  spheres  can  be  homogeneously  replaced, 
each  liy  four  hydrogen  spheres  ;  the  substituted  assemblage  is  then 
partitionable  into  units  or  cells  of  the  composition  CH^,  and  having  the 
tetrahedral  marshalling  attributed  to  methane  by  van't  Holi  and 
Le  Bel.  If  in  this  methane  assemblage  one  hydrogen  sphere  is 
removed  symmetrically  from  each  cell  or  unit,  of  the  partitioning,  and 
close-packing  restored  by  shrinking  the  assemblage  together,  the  sub- 
sequent partitioning  resolves  the  assemblage  into  units  of  the  compo- 
sition CoH^;,  each  having  the  marshalling  attributed  to  ethane  by 
van't  Hoff  and  Le  Bel.  By  the  further  removal  of  hydrogen  spheres 
and  the  re-establishment  of  close  packing  by  the  process  of  closing-up, 
homogeneous  assemblages  representative  in  number  and  characteristics 
of  all  the  normal  paraffins  can  be  derived,  and  by  appro2:)riate  sub- 
stitutions effected  in  these  assemblages  arrangements  entirely  repre- 
sentative of  all  the  other  open  chain  paraffins  can  be  deduced. 

If,  in  the  ethane  assemblage,  a  hydrogen  sphere  is  removed  from 
each  methyl  gi-oup  and  the  assemblage  shrunk  together  in  a  particular 
symmetrical  manner  so  as  to  close  up  the  cavities,  an  assemblage  is 
produced  which  may  be  partitioned  into  units  of  the  composition 
C0H4 ;  the  units  have  the  plane  configuration  attributed  by  Wislicenus 
to  ethylene,  and  the  assemblage  is  characterised  by  geometrical 
peculiarities  representative  of  unsaturation  or  the  presence  of  an 
ethylenic  bond.  From  this  assemblage  others  can  be  derived  by 
substitution  e|ual  in  number,  and  corresponding  in  properties,  to  the 
open  chain  olefines.  The  further  removal  of  hydrogen  spheres  from 
the  ethylene  assemblage  leads  to  the  production  of  an  assemblage 
representing  acetylene,  and  this  by  appropriate  substitution  can  be 
converted  into  others  representing  the  homologues  of  acetylene. 
These  assemblages  exhibit  a  geometrical  peculiarity  representative  of 
the  presence  of  a  triple  or  acebylenic  bond. 

Although  the  crystalline  forms  of  the  aliphatic  hydrocarbons  are 
unknown,  ample  crystallographic  data  relating  to  simple  fatty  com- 
pounds are  available,  and  with  the  aid  of  these  the  conclusions  briefly 
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described  above  have  been  verified.  The  geometrical  peculiarities 
which  are  the  analogues  of  an  ethylenic  and  an  acetylenic  bond 
suggest  that  the  spheres  between  which  the  double  or  triple  bond  is 
operative  are  not  closely  surrounded  by  other  spheres,  and  that  when  a 
carbon  sphere  is  in  a  state  of  saturated  combination  the  shell  of  spheres 
enveloping  it  will  be  found  to  have  a  maximum  density  of  packing. 

The  authors'  thanks  are  due  to  the  Committee  of  the  Municipal 
School  of  Technology  for  permitting  the  blocks  illustrating  this  paper 
to  be  made  in  the  school,  and  to  Messrs,  Chas.  W.  Gamble  and 
R.  B.  Fishenden,  of  the  Photographic  and  Printing  Crafts  Depart- 
ment, for  the  care  with  which  they  have  carried  out  the  work. 

Municipal  School  of  Technology, 

Victoria  University  of  Manchester. 


CLXIX. — Optically  Active  Dihydrophthalic  Acid. 

By  Allen  Neville,  B.Sc. 

Of  the  six  structurally  isomeric  dihydrophthalic  acids  which  are 
theoretically  possible,  four  have  been  prepared  by  Baeyer  [A/irialen, 
1892,  269,  145),  and  have  had  certain  formula  assigned  to  them. 
Whilst  there  is  little,  if  any,  doubt  as  to  the  correctness  of  these 
formulae,  anything  in  the  nature  of  extra  proof  is,  of  course,  welcome, 
and  it  seemed  possible  to  supply  this  by  seeing  if  the  acids  to  which 
Baeyer  ascribed  a  formula  containing  an  asymmetric  carbon  atom, 
could  be  resolved  into  their  optically  active  isomerides. 

Two  only  of  the  acids  contained  such  atoms,  and  one,  the  A"-^-acid, 
had  already  been  resolved  by  Proost  {Ber.,  1894,  27,  3185),  by  the 
crystallisation  of  its  strychnine  hydrogen  salt. 

There  remained  the  A'''^-acid  which  exists  in  a  trans-  and  cjs-modifica- 
tion,  each  containing  two  asymmetric  carbon  atoms,  and  which  bear  to 
one  another  the  same  relation  as  racemic  and  mesotartaric  acids,  that 
is,  the  former  only  should  be  capable  of  being  resolved  into  optically 
active  isomerides.  This  has  been  done  ;  the  trans-  acid  giving  two  active 
isomerides  on  crystallising  the  strychnine  hydrogen  salt,  these  iso- 
merides having   [aju  126°. 

Baeyer  stated  (loc.  cit.)  that  when  treated  with  sodium  hydroxide  the 
fra/ts-A'-^-acid  was  converted  into  the  A"  "-form,  and  when  treated  with 
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acetic  anhyflride  passed  into  the  cis-A"'- "-modification,  according  to  the 
following  scheme : 


J< 


X         NaOH 
H      > 


X 


< 


X       (CHsGOloO 
H 


,<x 


trans- A^-^.  A--".  trcuis-A^-^.  cisA'--'. 

As  neitlier  of  these  forms  contains  an  asymmetric  carbon  atom,  the 
optical  activity  ought  to  be  destroyed  by  treatment  with  these  re- 
agents. This  was  shown  to  take  place  in  both  cases,  the  change  from 
one  modification  to  the  other  proving  to  be  a  unimoleeular  reaction 
under  the  conditions  of  the  experiment.  These  results  furnish  con- 
firmation of  the  formuhe  assigned  by  Baeyer  to  the  dillerent  forms  of 
dihydrophthalic  acid. 

trans- A^ •  ^-Dihydrophthalic  A cid. 

This  svibstance  was  prepared  by  the  method  described  by  Baeyer, 
Three  per  cent,  sodium  amalgam  (400  grams)  and  50  per  cent,  acetic 
acid  (60  c.c.)  are  added  in  small  portions  at  a  time,  with  constant  stirring, 
to  a  well  cooled  solution  of  phthalic  acid  (20  grams)  and  sodium  acetate 
(33  grams)  in  water  (200  c.c).  When  the  reaction  is  over  the  solution  is 
mixed  with  20  per  cent,  sulphuric  acid  (50  c.c),  kept  until  the  sodium 
sulphate  has  separated,  and  the  acid  then  precipitated  with  dilute 
sulphuric  acid  and  recrystallised  as  quickly  as  possible  from  boiling 
water;  it  melts  at  210°. 

\-Strychnine  Uydrogen  tra.ns-A^  '^- Dihydro2)hthalate, 

The  dihydrophthalic  acid  (1  mol.)  was  dissolved  in  boiling  alcohol, 
and  to  the  solution  was  gradually  added  finely  powdered  strychnine 
(1  mol).  After  a  short  time  the  strychnine  dissolved  and,  on  cooling, 
the  strychnine  hydrogen  salt  separated  in  rosettes  of  hard,  short 
needles.  This  substance  is  fairly  soluble  in  chloroform,  slightly  so  in 
alcohol,  and  insoluble  in  water  or  ether.  It  melts  above  280°,  and 
does  not  lose  weight  at  100°. 

02665  gave  12*5  c.c.  moist  nitrogen  at  16°  and  770  mm.  N  =  5'53. 

CogH^QOgN.j  requires  N  =  5*57  per  cent. 

The  following  polarimetric  observations*  were  made  after  one 
crystallisation  from  alcohol  : 

0-4902, raadeup  to  20  c.c.  with  chloroform,  gave  a  -  0'58°;  whence  [ajo 
-11-83°  and  [M]„- 59-38°. 

*  All  observations  were  made  in  a  2-dcii).  tube. 
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0"1976,  madeupto  25c.c.  with  chloroform, gave  a  -0"20°;  whence  [ajj, 
-12-65° and  [Mj^- 63-50°. 


\-Strychnine  Hydrogen  \-trans-A^ '''-Dihych-ophthalate, 

When  the  racemic  salt  described  above  is  fractionally  crystallised 
from  alcohol  five  or  six  times,  the  Z-B-Z-A-salt  is  obtained  in  a  pure  state, 
as  is  shown  by  consecutive  crystallisations,  giving  fractions  with  a 
constant  rotation.  The  separation  of  this  salt  from  the  alcohol  is 
very  slow,  and  proper  separation  does  not  take  place  if  means  be  taken 
to  hasten  it.  The  salt  crystallises  in  rosettes  of  hard,  short  needles 
which  melt  at  about  272°  Avith  decomposition.  It  is  soluble  in 
chloroform,  sparingly  so  in  alcohol,  and  insoluble  in  water  or  ether. 
The  crystals  do  not  lose  weight  at  100°. 

0-2511  gave  11-8  c.c.  moist  nitrogen  at  16°  and  770   mm.  N  =  5-55. 
CggHg^OgNg  requires  N  =  5-57  per  cent. 

The  pure  [  Z-B-^A-salt  has  a  rotation  about  zero  and  it  is  curious 
that  this  should  be  so,  inasmuch  as  both  its  acid  and  basic  con- 
stitutents  are  strongly  Itevorotatory. 

The  pure  salt  was  finely  ground,  suspended  in  dilute  sulphuric 
acid,  and  the  dihydrophthalic  acid  extracted  with  ether.  The  ether 
was  dried  and  evaporated,  when  the  pure  ^ccyo-acid  remained. 
Although  one  never  obtains  the  whole  of  the  acid  in  this  way, 
the  use  of  alkali  for  decomposing  the  salt  was  found  to  be  impossible 
as  the  acid  is  so  readily  transformed. 


l-tra,ns-A^ '■^-Dihi/drophthcdic  Acid. 

This  acid,  obtained  by  the  method  described  above,  crystallises 
from  water  in  hard,  stout  needles.  It  is  readily  soluble  in  ether 
or  chloroform,  and  insoluble  in  water.  It  melts  at  122°,  and  does 
not  lose  weight  when  heated  at  100°. 

0-2003    gave   0-4199    CO2    and  0-0870  H2O.  0  =  57-16;  H  =  4-82. 
CgHgO^  requires  0  =  5714;  11  =  4-76  per  cent. 

The  following  determinations  of  rotatory  power  were  made  : 

0-2723,  made  up  to  25  c.c.  with  absolute  alcohol,  gave  a -2-75°; 
whence  [a]i,  -  12624°  and  [Mji, -212-41°. 

0-2521,  made  up  to  25  c.c.  with  absolute  alcohol,  gave  a-2'53°; 
whence  [ a ]i,  -  125-44°  and  [MJ^  -  210-74°. 

0-2215, made  up  to  25c.c.  with  chloroform,  gave  a  -  2-48°;  whence[a]i, 
-139-95°  and  [M]„-235-lP. 
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Whilst  the  acid  undergoes  almost  no  conversion  into  the  cis- 
moditication  when  suspended  in  water  or  dilute  acid  in  the  cold,  hot 
solutions  change  it  to  the  other  modification.  This  is  shown  by  the 
following  figures,  the  rotation  of  the  acid  being  taken  after  successive 
crystallisations  from  water. 

Number  of  crystallisations    1.  2.  3.  4.  5. 

[o]u  in  alcohol 12G-51     115-12     11017     103-53     98-21 

On  boiling  for  about  six  hours  continuously,  no  optical  activity  could 
be  detected,  and  the  acid  sepai'ating  out  had  a  melting  point  of  215°, 
showing  that  the  acid  had  been  transformed  to  the  A"'''-isomeride.  An 
accurate  measurement  of  the  rate  of  change  was  then  made  by  exactly 
neutralising  the  acid  with  sodium  hydroxide,  and  keeping  the  aqueous 
solution  of  the  sodium  salt  at  97°  in  a  water-bath. 

0-5  gram  of  the  acid  was  neutralised  with  sodium  hydroxide  and 
made  up  to  25  c.c.  with  water.  It  was  then  kept  constant  at  97°  and 
occasionally  cooled  down  and  a  rotation  taken. 


Time  in  hours. 

Observed  rotation. 

K-- 

=  l/ilog( 

0  00 

5-05 

— 

0-47 

4-65 

0-0762 

1-60 

3-82 

0-07r)7 

2-70 

3-15 

0-07r.9 

4-00 

2-51 

0-0759 

7-10 

1-46 

Mean  .. 

K^ 

0  0758 

=  0-0759 

This  shows  that  the  transformation  proceeds  as  a  uuimolecular 
reaction. 

Far  more  rapid  is  the  change  which  takes  place  when  an  excess  of 
sodium  hydroxide  is  used,  the  acid  under  these  conditions  being  most 
unstable.     This  will  be  seen  in  the  following  experiment. 

0-4525  gram  of  the  acid  was  neutralised  with  sodium  hydroxide,  and 
5  c.c.  of  iV/lO  sodium  hydroxide  added  in  excess.  The  whole  was  then 
made  up  to  25  c.c.  and  kept  at  50°. 


Time  in  minutes. 

Observed  rotation. 

K-- 

=  l/t]ogC„/Ce 

0 

4-57 

— 

7 

4-12 

0-0064 

18 

3-43 

0-0069 

27 

2-97 

0-0069 

45 

2-25 

0-0068 

57 

1-88 
Mean 

K= 

0-0067 

=  0-0067 

The  acid  recovered  from  this  experiment  and  the  previous  one 
was  optically  inactive,  and  melted  after  purification  at  215°  ;  it  was 
therefore  the  A' •''-acid. 
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When  the  /-<?Yms-A^-''-dihydronaphtlioic  acid  was  warmed  with  acetic 
anhydride,  and  subsequently  treated  as  described  by  Baeyer,  the 
ci5-A^ '^-modification,  melting  at  174°,  was  obtained,  which  was,  of  course, 
optically  inactive. 

\-Stryc1mine  Hydrogen  d-tnxns-^-^-^-Dihydrophf/ialate. 

The  salt  recovered  from  the  mother  liquors  after  the  ^B-^A-salt  had 
crystallised  out,  did  not  crystallise  well,  and  remained  partly  viscous 
after  prolonged  desiccation.  Tlie  most  soluble  portions  only  were 
therefore  taken  and  decomposed  as  described  for  the  /-B-^-A-salt, 

d-trans-A^  '■■  '^-Dihydrophthalic  Acid. 

This  substance,  obtained  on  decomposing  the  above-mentioned  salt, 
is  similar  in  all  respects  to  the  liBVo-isomeride.  It  crystallises  from 
water  in  hard,  stout  needles,  is  soluble  in  alcohol,  fairly  so  in  ether 
or  chloroform,  and  melts  at  121°. 

The  following  determinations  of  rotatory  power  were  made. 

02012,  made  np  to  25  c.c.  with  absolute  alcohol,  gave  a-f-2'02°; 
whence  [ajo  -h  125-49°  and  [M]r,  -f- 210-82°. 

0*1872,  made  up  to  25  c.c.  with  chloroform,  gave  a  -\-  2 '09°  ;  whence 
[a]p  4- 139-77°  and  [M]i,  4-234-87°. 

On  analysis  it  gave  the  following  result : 

0-1574  gave  0-3299  CO2  and  0-0684  H.O.     0  =  57-12  :  H  =  4-81. 
OgHgO^  requires  0  =  5714;  H  =  4-76  per  cent. 

On  heating  with  water  or  dilute  alkali,  the  acid  is  transformed  into 
the  A-'''-v<ariety  in  an  exactly  similar  manner  to  the  Z-isomeride,  but 
sufficient  material  was  not  available  for  quantitative  experiments. 

A  mixture  made  by  dissolving  equal  quantities  of  the  d-  and 
Z-isomerides  in  alcohol,  and  evaporating  the  'solution  to  dryness,  gave, 
after  purification,  the  racemic  acid  melting  at  210°. 

County  Technical  Laboratokies, 
Chelmsford. 
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CLXX.— TViC  Relation  hetween  Natural  and  Sijitlhctlcal 
(jrli/cenjlj^hosj^horic  Acids.     Part  II. 

By  Frank  Tutin  and  Akciiie  Cecil  Osborn  Hann. 

WiLLSTATTER  uiul  Liiflecke  (Ber.,  1904,  37,  375.3)  liave  described  the 
preparation  of  some  salts  of  a  lajvorotatory  glyceryl pliosphoric  acid 
obtained  from  egg-lecitliin,  from  whicli  tliey  concluded  tliat  the  natural 
glyceryl  phosphoric  acid  has  the  unsymmctrical  configuration 

OH-CH./CH(OH)-CH,-0-P03H2. 

They  also  prepared  the  synthetical  acid  by  heating  together  glycerol 
and  phosphoric  acid,  and  claimed  to  have  found  essential  differences 
between  the  barium  and  calcium  salts  of  the  product  thus  obtained  and 
the  corresponding  salts  of  the  natural  acid,  not  only  with  respect  to 
solubility,  but  especially  iu  the  composition  of  the  preparations  when 
dried  by  heat  {loc.  cit.). 

In  an  account  of  an  investigation  by  Dr.  Power  and  one  of  us 
(Trans.,  1905,  87,  249),  it  was  shown  that  the  above-mentioned 
differences  in  composition  observed  by  Willstiitter  and  Liidecke  were 
due  to  the  fact  that  their  synthetical  salts  were  not  pure,  but  were 

contaminated   with  salts  of  the  di-ester,  C3H5(OH)<^^^PO-OH.    It 

was  also  stated  that  "  the  observation  of  Willstiitter  and  Liidecke  that 
the  glycerylphosphoric  acid  from  lecithin  possessed  optical  activity, 
although  certainly  proving  the  presence  of  the  unsymmctrical  acid  in 
the  preparation,  does  not  necessarily  exclude  the  possibility  that  some 
of  the  .symmetrical  acid  was  also  pre.sent."  Furthermore,  that  "  tlie 
same  possibility  naturally  exists  with  respect  to  the  homogeneity  of 
the  .synthetical  acid." 

With  the  endeavour  definitely  to  ascertain  the  nature  of  the  natural 
and  synthetical  glycerylphosphoric  acids,    the    present    authors    have 

CH,-0-P03H, 
synthesised  the  un.';ymmetrical,  or  a-acid,  OH*OR  ,  and  the  syra- 

CHg-OH 
CH„-OH 
metrical,  or  y8-acid,  CH'O'POgH.,,  and  compared  the  bai-ium  and  brucine 

CH2-0H 
salts  of  these  compounds,  on  the  one  hand  with  the  corresponding  salts 
of  the  glycerylphosphoric  acid  prepared  from  glycerol  and  phosphoric 
acid  *  and,  on  the  other,  with  those   of  the  racemised  acid  from  egg- 
lecithin. + 

*  Subsequently  referred  to  as  the  "synthetical  acid." 
+  Subsequently  referred  to  as  the  "  natural  acid." 
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The  synthetical  glycerylphosphoric  acid  was  prepared  from  glycerol 
and  phosphoric  acid  nnder  such  conditions  as  are  known  to  give  only 
the  mono-ester  (compare  Power  and  Tatin,  Trans.,  1905,  87,  249). 

The  racemised  natural  acid  was  prepared  in  the  form  of  its  barium 
salt  by  the  hydrolysis  of  lecithin  with  hot  baryta  solution.  The  latter 
substance  was  obtained  from  the  yolk  of  egg  by  Bergell's  method 
{Ber.,  1900,  33,  2584)  and  purified  by  the  recrystallisation  of  its  cad- 
mium chloride  compound  (compare  Willstatter  and  LUdecke,  loc.  cit.). 

For  the  preparation  of  the  pure  a-  and  /3-glycerylphosphoric  acids,  the 
two  dichlorohydrins  were  employed.  /3-Dichlorohydrin  was  found  to 
esterify  to  a  small  extent  when  heated  with  phosphoric  acid,  and  when 
the  resulting  product  was  hydrolysed  with  milk  of  lime  the  calcium 
salt  of  a-gl jeer >jJ phosphoric  acid  was  obtained  : 

OH-CH.-CHCl-CHX!!  -^  P03H2-0-CH2-CHCl-CHoCl  — > 
P03Ca-0-CH2-CH(OH)-CH2"-OH. 

A  similar  method  of  procedure  was  found  to  be  inapplicable  in  the 
case  of  a-dichlorohydrin,  as  this  compound  undergoes  no  esterification 
when  heated  with  phosphoric  acid.  Since  it  had  previously  been 
observed  that  glycerylphosphoric  acid  could  be  obtained  by  the  action 
of  phosphoryl  chloride  on  glycerol  and  subsequent  hydrolj-sis  of  the 
product,  it  was  anticipated  that  if  a-dichlorohydrin  were  treated 
with  this  acid  chloride  a  reaction  would  take  place  according  to  the 
equation  : 

CH2CI  CI  CH.Cl    CI 

CB-OH     +      Cl-P-Cl     =     CH-0-P-Cl     4-     HCl. 

CH2CI  O  CH^Cl    O 

This,  however,  is  not  the  case,  for  when  a-dichlorohydrin  is  treated 
with  phosphoryl  chloride  at  the  ordinary  temperature  no  action  occurs, 
but  at  higher  temperatures  it  was  found  that  a  reaction  takes  place 
according  to  the  following  equation  : 

/CH2CI   \  CI  CH2CI    CI        CH2CI 

(  CH-OH  )      +     Cl-P-Cl     =      CH-O-P-O-CH  -f      2HC1, 

\    I  /  II  I  III  ' 

\CH2Cl  / ,  O  CH2CI    O        CH2CI 

and  the  resulting  product,  when  hydrolysed  with  milk  of  lime,  yielded 
calcium  (3-diyh/eerijlphosphate,  ([(CH2*OH).^ICH'0]2'P02)2Ca  (m.  p. 
249 — 250°).  This  compound  crystallises  from  water  with  ISHgO,  and 
is  soluble  in  all  the  usual  organic  solvents  with  the  exception  of  light 
petroleum.* 

*  It  may  inciflentally  be  noted  that  this  fact  affords  conclusive  proof  that  the 
"di-ester"  which  is  produced  when  glycerol  and  phosphoric  acid  are  heated  together 
at  a  somewhat  high  temperature  (compare  Power  and  Tutin,  loc.  cit. )  consists  of  one  or 
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When  ^-diglycerylphosphoric  acid  was  boiled  -with  water,  it  was 
found  that  hydrolysis  slowly  took  place,  giving  the  desired  ^-glyceryl- 
l)hosphoric  acid,  (CH2-OH)2:CH-0-P03H2. 

The  fact  that  the  barium  and  brucine  salts  of  these  four  preparations 
of  glycerylphosphoric  acid  differ  in  composition  and  in  many  of  their 
properties  will  be  seen  from  the  following  table  : 


Barium  Salts. 

Natural 
o-Glyceryl-  /3-r!lyi'ryl-  ^Ljlycei'yl- 

])lio.s|ili;ite.  pliosjihiili'.  jiliospliate. 

Appearance "Well-cletincd       Quite  amor-    Leaflets,  but  not 

leaflets  phous  nearly  so  well 

defined  aa  the 
a-salt 
Percentage  of  H.,0  iu 

air-dried  salt  " 1  "0  SI  2-4 

Solubility    in    water 

at  17°    One  part  iu         One  part  iu         One  jiart  in 

•20  0  3*3 -8  13-9 


Syutlictical 
c^lyccryl- 

pliosphiitc. 
Granular 
powder 


2-5 

One  part  in 
53-7 


Brucine  Salts. 

Natui'al  SyTitlietieal 

o-Glyceryl-          /S-Glyccryl-  glyceryl-  glyceryl- 

pbospbate.          phosphate.  phosphate.  j)hosphate. 

Appearance Needles               Needles  Needles  Needles 

Water  of  crystallisa- 
tion       9  molecules       IH  molecules  6i  molecules  7  molecules 

M.  p.  of  dried  salt...       157—158°           r57— 158°  158—159°  158—159° 
Oplicfil  rotation  : 

In  water  [al„-25-3°        ra]„-23-9°  [a]„-23-9°  [al„-2'l-6° 

In  alcohol    [a]„  -32-5°        [a],.  -28-1°  ia]D-27-9°  [a!„-2S-2° 

It  will  be  seen  from  the  above  results  that  the  natural  and  syntheti- 
cal glycerylphosphoric  acids  are  not  identical.  Moreover,  neither  of 
them'  consists  of  the  pure  a-  or  /3-acid  ;  but,  as  has  previously  been 
mentioned,  the  natural  acid  must  consist,  in  part  at  least,  of  the  a-  or 
unsymmetrical  acid.  Natural  glycerylphosphoric  acid  is  therefore  a 
mixture  of  the  a-  and  ^-acids.  As  the  synthetical  acid  is  not  identical 
with  either  of  the  pure  isomerides,  it  may  be  concluded  that  this  pre- 
paration is  also  a  mixture  of  the  a-  and  ^-acids.  It  must,  however,  be 
admitted  that  the  results  obtained  are  somewhat  anomalous,  and  do 
not  permit  of  a  ready  explanation.  For  instance,  if  the  barium  salts 
of  the  natural  and  synthetical  acids  are  both  mixtures  of  the  salts  of 

O — CHo  ,011   OH./OH 

/         \  /         \ 

both  of  the  substances  PO— OH   CH'OH  and  PO— 0 — CH  (compare  Carre, 

\  I  \  I 

0 CH,  0 — CHj 

Comipt.  rend.,  1903,  137,  1070),  and  not  the  diglyceryl  ester,  (C;jH.03)o:P02H 
(compare  Adrian  and  Trillat,  J.  Pharm.,  1898,  7,  226),  as  the  salts  of  the  above- 
mentioned  "  di-ester  "  are  insoluble  in  alcohol. 
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the  a- and  ^-acids,  it  is  difficult  to  see  why  one  sliould  be  more  readily, 
and  the  other  more  sparingly,  soluble  than  the  salts  of  either  of  the 
pure  acids.  Furthermore,  with  regard  to  the  brucine  salts,  it  would  not 
be  expected  that  the  amount  of  water  of  crystallisation  contained  in 
those  two  which  are  mixtures  would  be  less  than  that  contained  in 
either  of  the  constituents  of  these  mixtures  wlien  in  their  pure  state. 

The  values  obtained  for  the  specific  rotations  of  the  brucine  salts  are 
recorded,  for  inasmuch  as  the  structui'e  of  the  acid  radicle  is  different 
in  the  salts  of  the  a-  and  /3-acids,  it  was  to  be  anticipated  that  they 
would  exhibit  a  difference  in  rotatory  power  in  alcoholic  solution.  The 
values  obtained  for  the  specific  rotations  in  aqueous  solution  should,  of 
course,  only  dift'er  Avithin  the  limits  of  experimental  error. 

Although  both  the  natural  and  synthetical  glycerylpbosphoric  acids 
appear  to  be  mixtures,  there  was  no  indication  that  any  separation 
could  be  effected  by  the  ciystallisation  of  their  salts. 

It  may  thus  be  concluded  from  the  results  of  this  investigation  that 
the  natural  and  the  synthetical  glycerylpbosphoric  acids  are  differently 
constituted  mixtures  of  the  a-  and  /3-acids. 

Experimental. 

^0-CH2-OH(OH)-CH2-OH 
a-Glyccrylphos2)horiG  Acid,  0  =  P;;--OH 

For  this  experiment,  ^-dichlorohydrin  was  prepared  according  to  the 
method  of  Hiibner  and  Miiller  [Annalen,  1871,  159,  179),  by  chlorin- 
ating dry  allyl  alcohol  (I3.  p.  96 — 97°).  The  fractionated  product 
boiled  at  179 — 180°,  and  on  analysis  was  found  to  be  pure. 

One  molecular  proportion  of  /?  dichlorohydrin  and  one  and  a  half 
molecular  proportions  of  crystallised  phosphoric  acid  were  heated 
together  in  a  paraffin  bath  for  eight  hours  at  150 — 155'^.  The  brown, 
oily  product  was  then  poured  into  an  excess  of  milk  of  lime,  and  the 
mixture  boiled  for  two  hours.  The  liquid  was  cooled  and  filtered,  the 
filtrate  deprived  of  the  excess  of  lime  by  means  of  carbon  dioxide,  and 
again  filtered.  On  evaporation,  calcium  a-glycerylpliospliate  separated 
in  colourless,  glistening  crystals ;  it  was  freed  from  calcium  chloride  by 
precipitating  with  alcohol,  and  collected  on  a  filter.  About  3  grams 
of  crude  calcium  salt  were  obtained  from  40  grams  of  ^-dichloro- 
hydrin. 

yO-CH2-CH(OH)-CH2-OH 

Barium  a-Glycerylphosphale,  0  =  Pc— 0\  p  . — The 

\Q^±5a 

crude  calcium  salt  obtained  as  above  was  dissolved  in  water,  the  liquid 
rendered   alkaline   wuth  ammonia,  and   the  calcium  precipitated  and 
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removed  as  oxalate.  An  excess  of  barium  Jiydroxide  solution  was 
added  to  the  filtrate,  and  the  liquid  boiled  until  free  from  ammonia. 
After  cooling,  the  excess  of  baryta  was  removed  by  means  of  caibon 
dioxide,  and  the  filtered  solution  evaporated  to  a  small  bulk.  The 
barium  a- glyceryl  phosphate  which  separated  was  recrystallised  from 
water,  when  it  was  obtained  in  glistening  leaflets.  This  salt,  like  the 
barium  salts  of  the  other  preparations  of  glycorylphosphoric  acid, 
dissolves  more  sparingly  in  hot  than  in  cold  water. 

0-4975  of  air-dried  salt,   when   heated    at    125°,    lost  0-0052  H.p. 
H,O=l-0. 
"  C3H70,;PBa,vo:p  requires  11,30  =  2-8  per  cent. 

0-4923,  dried  at  125°,  gave  0-3722  BaSO^.     Ba  =  44-5. 
Cyll-0,jPBa  requires  Ba  =  44-6  per  cent. 

Tiie  solubilities  of  this  and  succeeding  barium  salts  were  determined 
by  parallel  experiments,  coudiicted  at  the  same  time,  in  the  following 
manner.  A  quantity  of  the  pure  salt  was  placed  in  a  small  stoppered 
bottle  and  mechanically  shaken  for  eleven  hours  with  about  15  c.c.  of 
water.  The  temperature  of  the  liquid  was  17°.  A.  weighed  quantity 
of  the  filtered  solution  was  then  evaporated  to  dryness  on  a  water-bath, 
and  the  residue  weighed.  6-6122  of  the  solution  gave  on  evaporation 
0-2484  of  residue,  therefore  one  part  of  the  salt  is  contained  in  26-6 
parts  of  solution. 

/0-CH2-CH(0H)-CH^-0H 

Brucine  a-Glyceryl phosphate,  0  =  P-^OHjCgHoi-O^Ng. — The    brucine 

\OH,C23H;gO,N2 
salt  of  a-glyceryl phosphoric  acid,  as  well  as  the  brucine  salts  subse- 
quently described,  was  prepared  by  precipitating  exactly  a  solution  of  the 
respective  barium  salt  with  a  solution  of  brucine  sulphate,  the  barium 
sulphate  being  removed  by  filtration.  Brucine  a-glycerylphosphate 
readily  crystallises  from  water  in  rosettes  of  needles,  which,  after 
drying  at  100°,  melt  at  157—158°. 

0-3074    of   air-dried   salt,  when   dried   at    100°,    lost  0-0443  HgO. 
H20=14-4. 

In  order  to  ascertain  whether  the  amount  of  water  of  crystallisation 
was  a  constant  quantity,  the  salt  was  recrystallised  from  a  dilute 
solution,  and  again  allowed  to  dry  in  the  air. 

0-301G,  on  drying  at  100°,  lost  0-0436  ^f>.     H20  =  14-5. 

The  air-dried  and  the  dehydrated  salts  were  then  analysed  : 

0-2021    of    air-dried    salt    gave    0-3860     CO.,    and     0-1270    H^O, 
C  =  52-l;  H  =  7-0. 
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0-2048    of  salt,  dried  at  100°,  gave  0-4591   COo  and  0-1143  HgO. 

C  =  6M  ;  H  =  6-2. 
C49HciO„N,P,9H,0  requires  C  =  52-4  ;  H=  6-9  ;  H^O  =  14-4  per  cent. 
C^gHg^Oj^N^P  requires  C  =  61-3  ;  H  =  6-3  per  cent.* 

The  specific  rotation  of  the  salt  dried  at  100^  was  determined  in 
aqueous  and  in  alcoholic  solution. 

0-2178,  dissolved  in  25  c.c.  of  absolute  alcohol,  gave  a^  -34'  in  a 
2-dcni.  tube,  -whence  [a]D-32-5°. 

0-1608,  dissolved  in  25  c.c.  of  water,  gave  a^  —  19-5'  in  a  2-dcm.  tube, 
whence  [aj^  -  25-3°. 

^o-ch:(ch2-oh).2 

P-Glyceryljihosjihoric   Acid,  0  =  Ps— OH 

\0H 

(a)  Preparation  of  Calcium  (i-Diglycerylpliospliate, 

(CH.,-0H)2:cH-0v^PQ.Q      Q.p  ^o-ch:(ch,.oh)., 

(CH2-OH)2:CH-0'^^^  ui.au  -t^^\o.cH:(CH2-OH).;^'^^2^- 

The  a-dichlorohydrin   required  for    this   preparation  was   obtained 
from  Kahlbaum,  and  was  submitted  to  a  careful  fractionation.     Only 
the  portion  boiling  from  173 — 176°  was  employed,  which  was  found  to 
be  pure.     Equivalent  molecular  proportions  of   a-dichlorohydrin  and 
phosphoryl  chloride  were  boiled  together  in  a  round-ljottomed  flask 
attached  to  a  reflux  condenser,  when  a  copious  evolution  of  hydrogen 
chloride    ensued.     At  the    end    of  two    and    three-quarter  hours   the 
dark  liquid  was  poured  into  a  large  excess  of  milk  of  lime,  the  mixture 
boiled  for  two  hours  in  a  flask  attached  to  a  reflux  condenser,  then 
filtered,  and  the  excess  of  lime  removed  from  the  filtrate  by  means  of 
carbon    dioxide.      On    evaporating    the    filtrate,    the     crude    calcium 
/3-diglycerylphosphate,  which  separated  as  a  scum  on  the  surface  of 
the  liquid,  was  removed  from  time  to  time  and  dried  on  a  porous  tile. 
From  50  grams  of  the  dichlorohydrin  about  18  grams  of  crude  calcium 
salt    were    obtained.     When    crystallised    from  water,  calcium  (3-di- 
glycerylp/tosphate  was  obtained  in  long,  slender  needles,  which  melted 
at  249 — 250°.     It  dissolves  very  readily  in  alcohol  and  in  ethyl  acetate, 
but  less  readily  in  water,  chloi'oform,  or  benzene  ;  it  is  insoluble  in 
light  petroleum.     When    the   crystallised    salt  is   heated,  it  suifers  a 
decrease  in  weight,   but  it    was   found  impracticable  to  estimate  the 
water  of  crystallisation  by  this  method,  as  the  temperature  necessary 
for  complete  dehydration  also  causes  gradual  decomposition. 

0-3081  of  air-dried  salt  gave  0-0230  CaO.     Ca  =  5-3. 

The  air-dried  salt  was  then  analysed  in  the  usual  manner. 

*  One  atom  of  hydrogen  becomes  fixed  as  HPO3. 
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0-1804  gave  0-1243  CO.^ ;  0-1169  H.O,  and  0-466  of  residue,  Ca(P03)2. 

C  =  18-8;  H  =  72;  Ca(P03)."=  25-8. 
CioHggOigP.CaJSHgO  requires  C=  18-8;  H  =  7-l;  Ca  =  5-2;  Ca(P03)2 

=  25-9  per  cent. 

(h)   Ili/droli/sis  of  l3-DI(jl>/cerj/!phosphoric  Acid. — Calcium  ^-diglyceryl- 

phosphate  was  dissolved  in  water,  two-thirds  of  the  amount  of  sulphuric 

acid  theoretically  required  to  combine  with  the  calcium  added,  and  the 

mixture  boiled  for  four  hours.     Excess  of  calcium  hydroxide  was  then 

introduced,  the  mixture  cooled,  filtered,  and  the  filtrate  freed  from  the 

excess   of  lime  by  means  of  carbon  dioxide.     The  filtrate  was  then 

evaporated  to  a  small  bulk,  and  the  calcium  (i-gbjcer}/l]>hosphate,  together 

with  the  calcium  sulphate,  precipitated  by  the  addition  of  alcohol,  and 

collected  on  a  filter.     The  alcoholic  filtrate  contained  some  unchanged 

calcium   /3-diglycerylphosphate,  from  which  a  further  quantity  of  the 

/3-glycerylphosphate  was  obtained. 

/0-CH:(CH2-0H)., 

Barium  (i-GlyceryljyJiosiyhaie,  0  =  P\— Ov^^t:>  • — Tbe  crude 

\QP>Jja 

mixture  of  calcium  /3-glycerylphosphate  and  calcium  sulphate  was  con- 
verted into  the  barium  salts,  and  the  barium  sulphate  removed  by 
filtration.  On  evaporating  the  filtrate,  barium  ^-glycerylphospliale 
separated  as  a  white,  amorphous  powder,  and  was  removed  by 
filtration.  It  was  then  redissolved  in  cold  water,  the  solution  con- 
centrated on  a  water-bath,  and  the  barium  salt  which  separated  was 
collected  on  a  filter.  This  operation  was  repeated  several  times,  but 
the  salt  showed  no  indication  of  possessing  a  crystalline  structure. 
From  45  grams  of  crude  calcium  /J-diglycerylphosjihate  about  3  grams 
of  barium  /3-glycei'ylphosphate  were  obtained. 

0-5108   of   air-dried   salt,   on  heating  at    125°,   lost    00259    H^O. 
H,0  =  5  1. 

C3H-O^PBa,H20  requires  H^O  =  5-5  per  cent. 

0-4849  dried  at  125°,  gave  0-3643  BaSO^.      Ba=-  44-2. 
CgH-OgPBa  requires  Ba  =  44'6  per  cent. 

9-9378  of  an  aqueous  solution,  saturated  at  17°,  gave  on  evaporation 
0-2702  of  residue,  therefore  one  part  of  the  salt  is  contained  in  36-8 
parts  of  solution. 

,o-CH:(CH/on)., 

Brucine  /3-Glycerylphospha(e,  0  =  'P(  0H,C2^Il.^^0^1^.,  '   ,11,IB./J.— 

\9H,C23Ho,o,n; 

This  salt,  prepared  in  the  manner  previously  described,  crystallises  from 
Water  in  stout  needles,  and,  after  drying  at  100°,  melted  at  157 — 158°. 

0-42  83,  on  drying  at  100°,  lost  0-0759  H2O.     H^O  =  17-7. 


1756      TUTlN  AND  HANN  :   THE  RELATION  BETWEEN  NATURAL  AND 

0-1981  of  air-dried  salt  gave  0-3652  COg  ami  0-1324  H^.     C  =  50-3  ; 

H  =  7-4. 
0-1893  of  air-dried  salt  gave  0-3484  CO2  and  0-1256  H^O.  C  =  50-2  ; 

H  =  7-4. 
0-1787,  dried  at  100°,  gave  0-4007  CO2  and  0-1052  H^O.     C  =  61-2  ; 

H  =  6-5. 
agH.iOj^N.PJUH^O    requires    C  =  50-4;     ll  =  7-l;      1120=17-7 

per  cent. 
C^gH^jOi^N^P  requires  C  =  61-3  ;  H  =  6-3  per  cent. 

0'2071,  dissolved  in  25  c.c.  of  absolute  alcohol,  gave  a„  -28'  in  a 
2-dcm.  tube,  whence  [a]u  -  28-1°. 

0-16U0,  dissolved  in  25  c.c.  of  water,  gave  ujj  -  18-4'  in  a  2-dcm. 
tube,  whence  [a]o  -  23'9°. 

Natural  Glycerylphosphoric  Acid. 

The  lecithin  from  which  the  racemised  natural  glycerylphosphoric 
acid  was  prepared  was  obtained  in  the  form  of  its  cadmium  chloride 
compound  according  to  Bergell's  method  (loc.  cit.),  and  for  this 
purpose  the  yolks  of  144  eggs  were  employed.  This  cadmium  chloride 
compound  was  pui'ified  by  recrystallisation  from  a  mixture  of  ethyl 
acetate  and  alcohol  (compare  Willstatter  and  Liidecke,  loc.  cit.). 

Baritim  Salt  of  Natural  Glycerylphosphoric  Acid. — The  purified 
cadmium  chloride  compound  of  lecithin  was  boiled  for  one  hour  with  a 
solution  of  barium  hydroxide,  the  mixture  then  cooled,  filtered,  and 
the  filtrate  deprived  of  the  excess  of  baryta  by  means  of  carbon 
dioxide.  On  concentrating  the  clear  liquid,  the  barium  salt  of  the 
natural  glycerylj)hosphoric  acid  was  deposited  in  the  form  of  caseous 
flakes.  This  salt  was  optically  inactive,  having  been  racemised  by  the 
use  of  boiling  liquids  (Willstiiiter  and  Liidecke,  loc.  cit.).  It  was 
recrystallised  from  water,  when  it  was  obtained  in  nodular  aggregates 
of  leaflets. 

0-3950   of    air-dried    salt,    on    heating    at    125°,  lost    0-0093    H2O. 
H20  =  2-4. 

C.^\i.^OQVBa,m.p  requires  H20  =  2-8  per  cent. 

0-3857,  dried  at  125°,  gave  0-2912  BaSO^.     Ba  =  44-4. 
C'aH^OgPBa  requires  Ba  =  44'6  per  cent. 

5-5110  of  an  aqueous  solution,  saturated  at  17°,  gave  on  evaporation 
0-3968  of  residue,  therefore  one  part  of  the  salt  is  contained  in  13-9 
parts  of  solution. 

Bruciiie  Sail  of  Natural  GlyceryJpihosphoric  Acid, — This  salt  was 
prepared  in  the  same  manner  as  the  previously  described  brucine  .salt.«. 
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When  crystallised  from  water,  it  was  obtained  in  stout  needles,  wliicli, 
after  drying  at  100^  melted  at  158—159°. 

0-4972,  on  drying  at  100°,  lost  0-0526  H.O.     H.0=  lOG. 

The  estimation  of  the  water  of  crystallisation  was  then  repeated, 
using  another  sample  of  salt. 

0-2980,  on  drying  at  100°,  lost  0-03U  11,0.     H20=  10-5. 

The  air-dried  and  the  anhydrous  salt  were  subsequently  analysed, 
with  the  following  results  : 

0-1946  of  air-dried  salt  gave  0-3876  CO2  and  0'1240  ll.fi.    C  =  54-3  ; 

H  =  7-l. 
0-2332   of  salt  dried  at    100°  gave   0-5196  CO^  and  01356  HgO. 

C  =  60-S;  11  =  6-5. 
C^yHg^O^^N^P.e'lIp     requires     0  =  54-6;     H-6-8;      H,O  =  10-9 

per  cent. 
C^yET^jjOjjN^P  requires  0  =  61-3;  H  —  6-3  per  cent. 

0-2464,  dissolved  in  25  c.c.  of  absolute  alcohol,  gave  a^  -  33'  in  a 
2-dcm.  tube,  whence  [a],,   -  27-9°. 

0-1593,  dissolved  in  25  c.c.  of  water,  gave  a ^  -18-3'  in  a  2-dcm. 
tube,  whence  [a]^  -23-9°. 


Synthetical  Glyceryli^hoHphoric  Acid. 

The  barium  salt  of  the  synthetical  glycerylpho.'^phoric  acid  was  pre- 
pared under  such  conditions  as  are  known  to  yield  only  the  mono-ester 
(compare  Oarrc,  Conipt.  rend.,  1903,  137,  1070;  Power  and  Tutin, 
Trans.,  1905,  87,  249).  It  was  recrystallised  frqm  water,  when  it 
was  obtained  as  a  granular  powder. 

0-3036    of   air-dried    salt,    on    heating    at   125^   lost    0-0077   H2O. 
H20  =  2-5. 

C3H.O^PBa,^H20  requires  H20  =  2-8  per  cent. 

5-9158  of  an  aqueous  solution,  saturated  at  17°,  gave  on  evapora- 
tion 0-1102  of  residue,  therefore  one  part  of  the  salt  is  contained  in 
53-7  parts  of  solution. 

Bruciue  Salt  of  Synthetical  Glyceryliihosphoric  Acid. — This  salt  was 
prepared  in  the  same  manner  as  the  previously  described  brucine  salts, 
and  possessed  the  same  appearance  and  melting  point  as  the  brucine 
salt  of  the  natural  acid. 

0-4987,  on  drying  at  100°,  lost  00570  HgO.     H20  =  ll-4. 
0-4948,  „  100°,    „    0-0588  HgO.     H20  =  ll-9. 

0-3750,  „  100°,    „    0-0448  HgO.     H20  =  ll-9. 
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0-2064  of  air-dried  salt  gave  04070  COo  and  0-1324  HoO.    C  =  53-8; 

H  =  7-0. 
0-1968,  dried  at  100°,  gave  04392  CO.  and  0-1156  H.O.     0  =  609  ; 
H-6-5. 
C^j,H^iOi^N^P,7HoO  requires  C  =  54-1  ;  H  =  6-8  ;  H20=ll-6  per  cent. 
C^ciHg^Oj^N^P  requires  0  =  61-3;  H  =  6-3  per  cent. 

0-2366,  dissolved  in  25  c.c.  of  absolute  alcohol,  gave  oi,  —32'  in  a 
2-dcm.  tube,  whence  [a]u  -  28-2°. 

01 607,  dissolved  in  25  c.c.  of  water,  gave  aj,  -  19'  in  a  2-dcm. 
tube,  whence  [ajo   -  24-6°. 

The  brucine  salt  of  the  synthetical  glycerylphosphoric  acid  was  also 
prepared  by  Oarre  (loc.  cit.),  who  assigned  to  it  a  formula  containing 
9  molecules  of  water,  whereas  the  above  results  indicate  the  presence  of 
only  7  molecules.  In  addition  to  this,  Oarre  stated  the  melting  point 
of  the  salt  to  be  181°,  whereas  it  has  been  observed  by  the  present 
authors  to  be  158  — 159°.  It  was  considered  possible  that  these  dis- 
crepancies were  due  to  the  fact  that  Oarre  prepared  his  brucine  salt 
from  the  free  acid,  while  the  brucine  salts  described  in  the  present 
communication  were  all  prepared  from  the  corresponding  barium  salts 
by  double  decomposition.  In  other  words,  as  the  synthetical  glyceryl- 
phosphoric acid  appears  to  be  a  mixture,  and  undergoes  slow  hydrolysis 
when  heated  with  water,  it  was  thought  possible  that  the  free  acid  used 
by  Carre  might  have  become  altei-ed  in  composition  on  account  of  its 
constituents  differiug  in  their  relative  velocities  of  hydrolysis.  The 
acid  was  therefore  liberated  from  a  quantity  of  the  synthetical  barium 
salt,  and  boiled  with  water  for  two  and  a  half  hours.  It  was  then 
converted  into  the  brucine  salt,  and  the  latter  crystallised,  when  it  was 
found  to  be  identical  with  the  preceding  preparation. 

0-3032,  when  heated  at  100°,  lost  0-0354  H^.     Hp=  11-7. 
C^^Ugfi^^'S^VJUp  requires  HoO=  11-6  per  cent. 

The  melting  point  of  the  dried  salt  was  the  same  as  previously 
observed.  The  authors  are  therefore  unable  to  confirm  the  figures 
given  by  Carre  for  the  melting  point  and  water  of  crystallisation  of 
the  brucine  .salt  of  synthetical  glycerylphosphoric  acid. 

The  Wellcome  Chemical  Research  Laeoratoimes, 
London,  E.G. 
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CLXXI. — The     Ilydrohjsis     of     "  Nitrocellulose "     wnl 

"  Nitroglycerine." 

By  Oswald  Silberrad,  Ph.D.,  and  Robert  Cjiosbie  Farmer, 

D.Sc,  Ph.D. 

We  have  recently  shown  (J.  Soc.  Cliem.  Ind.,  1906,  25,  961)  that  the 
gradual  decomposition  of  niti-ocellulose  which  take.s  place  on  storage, 
is  largely  hydrolytic  in  nature,  heing  brought  about  by  the  moi.sture 
of  the  air,  under  the  influence  of  traces  of  acid  liberated  from  the 
nitric  esters.  With  the  object  of  gaining  a  closer  insight  into  the 
mechanism  of  the  decomposition  of  nitrocellulose,  nitroglycerine,  and 
mixtures  of  the  two,  the  hydrolysis  of  these  esters  has  been  more 
fully  studied  in  the  present  work. 

Abnormalittj  of  the  Hydrolysis  of  Nitric  Esters. — The  subject  is  some- 
what complicated  by  the  abnormality  of  the  reactions  which  occur 
during  the  hydrolysis.  It  has  been  shown  by  Ador  and  8auer  {Zeit. 
anal.  Chem.,  1878,  17,  153),  Hay  {Monit.  Scient.,  188-5,  [iii],  27,  424  ; 
Trans.  Roy.  Soc.  Elin.,  1885,  32,  67);  Maquenne  {Ann.  Chim.  Phys., 
1891,  [vi],  24,  522) ;  Berthelot  {Ann.  Chim.  Fliys.,  1860  [iii],  58,  4-17  ; 
Compt.  rend.,  1900,  131,  519) ;  Nef  {Aniialen,  1899,  309,  181),  and 
Vignon  and  Bay  {Compt.  rend.,  1902,  135,  507;  Bidl.  Soc.  Chim., 
19u3,  [iii],  29,  507),  that  the  saponification  of  nitric  e.sters  is  always 
accompanied  by  a  reduction  of  the  nitric  acid  and  a  correspond- 
ing oxidation  of  the  alcohol.  The  authors  have  shown  (Trans., 
1906,  89,  1182)  that  in  the  ca.^e  of  nitrocellulose  the  product  is  a 
highly  complex,  mixture  of  hydroxy-acids,  &cc. 

This  abnox'mality  of  the  hydrolysis  has  been  confirmed  in  several 
ways  in  the  present  work. 

(1)  When  nitrocellulose  is  hydrolysed  in  alkaline  solution,  nitrites 
are  formed  in  considerable  quantity  and  various  organic  salts  pass 
into  solution. 

(2)  Saponification  equivalent :  It  is  found  that  both  nitrocellulose 
and  nitroglycerine  neutralise  much  more  alkali  than  can  bo  accounted 
for  by  the  nitroxyl  groups  present.  Thus  a  nitrocellulo.se  containing 
5 '04  niti'oxyl  groups  neutralised  9  2  to  9 "5  equivalents  of  baryta.  If 
the  nitroxyl  groups  only  had  entered  into  reaction,  the  nitro- 
cellulose would  have  required  only  5*04  equivalents  of  baryta,  and 
thus  the  remainder  must  have  been  used  in  neutralising  acids  formed 
by  the  breaking  down  of  the  cellulose. 

Similarly,  nitroglycerine,  which  should  require  only  3  equivalents  of 
alkali, gave  a  saponification  equivalent  corresponding  to  4  85  equivalents. 
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According  to  Hay  (Monit.  Scient.,  1873,  [iii],  15,  507  ;  1885,  [iii],  27, 
424:),  the  saponification  of  nitroglycerine  takes  place  mainly  in 
accordance  with  the  following  equation  : 

C3H5(N03)3  +  5K0H  =  KNO,  +  SKNO^  + 

CHg-COJv  +  H-CO.^K  +  SH^O. 

One  gram-molecule  of  nitroglycerine  would  thus  require  5  gram- 
equivalents  of  caustic  potash,  which  agrees  moderately  well  with  the 
result  found.  The  reaction  is,  however,  certainly  not  so  simple  as 
indicated  by  Hay. 

(3)  Velocity  of  saponifi^cation :  Instead  of  showing  the  normal 
decrease  in  velocity  which  would  be  expected  to  occur  as  the  quantities  of 
the  reagents  decreased,  the  saponification  continued  to  take  place  at 
approximately  the  same  velocity  until  a  large  proportion  of  the  alkali 
was  used  up.  This  proves  that  products  other  than  nitrocellulose 
entered  into  the  reaction.  The  saponification  of  the  nitrocellulose 
must  give  rise  to  intermediate  products  which  are  also  gradually  acted 
on  by  alkali,  and  thus  the  saponification  measured  during  the  latter 
stages  of  the  reaction  is  not  that  of  the  nitrocellulose  alone,  but  is  in 
part  a  hydrolysis  of  decomposition  products  of  cellulose. 

These  intermediate  products  are  insoluble  in  water,  for  it  was  found 
that  when  the  alkaline  liquid  was  separated  from  the  nitrocellulose,  the 
saponification  ceased  almost  entirely  in  the  filtrate. 

Nitroglycerine,  being  much  more  readily  soluble  in  water  than 
nitrocellulose,  undergoes  a  correspondingly  more  rapid  saponification 
in  alkaline  solution.  The  course  of  the  reaction  shows  an  abnormality 
similar  to  that  found  in  the  case  of  nitrocellulose. 

It  is  somewhat  surprising  that  no  unchanged  cellulose  or  glycerol 
should  be  regenerated  on  hydrolysis,  for  if  nitric  acid  is  brought  into 
contact  with  cellulose  or  glycerol  in  the  concentrations  which  come 
into  consideration  in  the  hydrolysis,  no  oxidation  occui's.  It  appears 
that  the  nitric  acid  which  has  just  been  set  free  from  the  nitric  ester 
is  in  a  more  active  condition  than  nitric  acid  in  its  ordinary  form. 

Hydrolysis  of  nitrocellulose  in  jnire  tvater. — Since  nitrocellulose  is 
gradually  hydrolysed  both  by  hydrogen-  and  hydroxyl-ions,  it  follows 
that  a  slight  hydrolysis  will  occur  even  in  pure  water,  owing  to  the 
minute  dissociation  of  the  water.  It  is  to  be  foreseen  that,  on  passing 
from  alkaline  to  acid  solution,  the  velocity  of  hydrolysis  will  decrease 
to  a  minimum  and  then  gradually  increase  again.  Thus,  although  it 
is  frequently  assumed  that  absolutely  pure  water  is  without  action  on 
nitrocellulose,  this  assumption  is  not  strictly  correct.  Hydroxyl  ions 
are  much  more  active  than  hydrogen  ions,  and  hence  the  minimum 
velocity  occurs  in  presence  of  a  slight  excess  of  hydrogen  ions.     The 
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concentrations  of  hydrogen-  and  liydroxyl-ions  necessary  to  produce 
the  minimum  velocity  of  hydrolysis  can  bo  calculated  from  the 
velocities  of  saponification  in  acid  and  alkaline  solution  respectively. 
It  must,  however,  be  taken  into  account  that  in  the  comparatively 
rapid  hydrolysis  which  takes  place  in  presence  of  acid  or  alkali  of 
moderate  strength,  the  diffusion  of  tho  nitrocellulose  into  the  aqueous 
solution  is  imperfect,  whilst  in  tho  slow  decomposition  which  occurs  in 
presence  of  water  alono  the  solution  remains  saturated  with  nitro- 
cellulose throughout  the  reaction.'  This  has  been  allowed  for  in  the 
calculations,  and  it  is  found  that  at  37*8°  the  hydrolysis  will  take 
place  with  its  minimum  velocity,  when  the  concentration  of  the 
hydrogen  ions  is  3-7  x  lO"*^  and  that  of  tho  hydroxyl  ions  7-8  x  10~^. 
Under  these  conditions,  the  gun-cotton  will  liberate  5'6  x  lO"'^  gram- 
equivalents  of  acid  per  litre  of  water  per  year.  In  practice  the 
decomposition  is  of  course  accelerated  by  the  acid  set  free. 

It  should  be  pointed  out  that  a  solution  containing  3'7  x  10  "  gram- 
equivalents  of  hydrogen  ions  per  litre  reacts  appreciably  acid  to 
sensitive  litmus.  Hence  it  appears  that  if  gun-cotton  is  allowed  to 
remain  in  water,  no  acceleration  takes  place  in  the  hydrolysis  as  long 
as  the  solution  is  neutral  to  litmus.  It  is  seen  from  this  that  stora^'o 
under  water  forms  the  safest  method  of  keeping  gun-cotton,  since 
under  these  conditions  the  impurities  will  decompose  without  any 
appreciable  effect  on  the  nitrocellulose  itself.  In  this  way  nitro- 
cellulose of  a  remarkable  degree  of  stability  has  at  times  been  obtained 
(compare  Hess.  Mitt,  ilher  Gegenst.  d.  Art.  imd  G'eniewesens,  1881,  2-40; 
Romocki,  Geschic/tte  d.  Explosivstoffe,  II.,  154,  &c.). 

Hydrolysis  of  gelatinised  nitrocellulose^  d'c. — Gelatinised  nitrocellulose 
differs  so  strongly  from  gun-cotton  in  the  compactness  of  its  structure, 
that  it  appeared  of  importance  to  ascertain  whether  it  underwent  a 
similar  hydrolysis  in  presence  of  alkali.  The  coixrse  of  the  reaction 
was  found  to  be  (|uitc  analogous  in  the  two  forms  of  nitrocellulose. 

In  view  of  the  wide  application  of  gelatinised  preparations,  con- 
taining both  nitrocellulose  and  nitroglycerine,  an  examination  of  their 
hydrolysis  was  of  practical  importance.  Their  behaviour  is  somewhat 
interesting.  It  is  known  that  nitroglycerine  volatilises  fairly  readily 
from  explosives  containing  it,  and  since  experiment  shows  that 
this  ester  saponifies  rapidly  in  alkaline  solution,  it  is  to  be  expected 
that  the  nitroglycerine  from  such  explosives  will  also  undergo  a 
similar  hydrolysis.  This  is  confirmed  by  experiments  on  cordite  and 
ballistite.  Both  of  these  show  a  rapid  hydrolysis  in  alkaline  solution. 
An  analysis  of  the  residual  cordite  after  hydrolysis  shows  that  the 
hydrolysis  is  due  almost  entirely  to  nitroglycerine  which  has  passed 
from  the  explosive  into  the  aqueous  solution.     Thus  it  was  found  that 
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70   per   cent,    of    the    nitroglycerine    in    a    cordite   had    undergone 
saponification,  whilst  the  nitrocellulose  was  almost  unaltered. 

This  throws  considerable  light  on  the  mechanism  of  the  changes 
which  occur  when  cordites  are  subjected  to  prolonged  storage,  and  the 
relative  stability  of  cordite  as  compared  with  nitrocellulose  powders 
when  stored  in  a  damp  atmosphere. 


EXPERIM-ENTAL. 

Saponification  equivalent  of  nitrocellulose. — For  the  following  ex- 
periments a  gun-cotton  corresponding  approximately  to  cellulose 
pentanitrate  was  used.  The  percentage  of  nitrogen  was  12'84,  and 
thus,  if  cellulose  is  considered  as  (CjoH^qO^o)^,  the  nitrocellulose 
contained  5  04  x  nitroxyl  groups,  and  had  a  molecular  weight  of 
550-2  X. 

For  the  determination  of  the  saponification  equivalent,  a  weighed 
quantity  of  the  gun-cotton  was  allowed  to  stand,  with  occasional 
shaking,  in  presence  of  excess  of  baryta,  at  39^,  and  after  several  days 
a  portion  of  the  baryta  was  titrated.  On  allowing  the  remainder  to 
stand  for  another  day,  no  difference  in  the  titration  was  detected.  An 
insoluble  residue  remained  in  the  vessel  after  completion  of  the 
saponification,  but  this  gave  no  nitric  oxide  in  the  nitrometer.  The 
liquid  proved  to  contain  large  quantities  of  barium  nitrite. 

In  the  first  experiment,  a  large  excess  of  baryta  was  taken,  and  in 

the  second  a  comparatively  small  excess.    The  saponification  equivalent 

found  was  almost  identical  in  the  two  experiments,  showing  that  the 

reaction  is  not  affected  by  the  excess  of  alkali. 

(i).  (ii). 

Grams  of  nitrocellulose  used 1'08        2-98 

Gram-equivalents  of  baryta  present  for  each  gram-mol.  of 

nitrocellulose 378  14-8 

Gram-equivalents  of  baryta  neutralised  by  1  gram-mol.  of 

nitrocellulose  9"5  92 

Thus  the  saponification  equivalent  is  85  per  cent,  in  excess  of  that 
calculated  for  a  nitric  ester  of  the  above  composition. 

Saponification  equivalent  of  nitroglycerine. — Nitroglycerine  is  so 
sparingly  soluble  in  water  that  it  could  not  be  brought  completely  into 
solution  before  the  experiments.  Even  the  addition  of  an  equal 
volume  of  methyl  or  ethyl  alcohol  to  the  water  did  not  bring  about 
any  great  increase  in  the  solubility.  The  saponification  takes  place, 
however,  with  considerable  rapidity  in  presence  of  alkali.  For  the 
determination  of  the  saponification  equivalent,  a  weighed  quantity  was 
treated  with  excess  of  baryta  as  above.  If  only  the  nitroxyl  groups 
entered  into  the  reaction,  each  gram-molecule  of  nitroglycerine  would 
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require  3  gram-equivalents  of  baryta.     In  practice  it  was  found  that 
4 "85  gram-equivalents  were  required. 

Grams  of  iiitroglyceriiie  used   0'3085 

Gr!iin-c([uival('nts  of  baryta  present  for  each  gram-niol.  of  nitro- 
glycerine           5 '47 

Gram-equivalents  of  baryta  neutralised  by  1  grani-mol.  ol'  nitro- 
glycerine           4 '85 

Experiments  by  Silberrad,  Phillips  and  INEerriman  [J.  Soc.  Chem. 
Ind.,  1906,  25,  628),  in  which  an  ethereal  solution  of  nitroglycerine 
was  saponified  by  alcoholic  caustic  alkali,  gave  4'23  to  4*45  equivalents 
of  alkali,  for  each  molecule  of  nitroglycerine.  Since,  however,  nitro- 
glycerine is  readily  volatile  in  ether  vapour,  it  is  probable  that  some 
loss  of  et>ter  occurred  in  this  way. 

Velocity  of  Saponification  of  Gun-cotton  hy  Hydroxyl  Ions. — A  weighed 
quantity  of  a  gun-cotton  containing  12 "5  per  cent,  of  nitrogen, 
corresponding  to  4'82  nitroxyl  groups,  was  suspended  in  a  solution  of 
baryta  and  stirred  continuously.  The  temperature  was  retained  at 
37-8  ±  0-1°  (100°  F.),  this  being  about  the  limit  of  temperature  to 
which  explosives  a,re  liable  to  be  exposed  on  storage.  At  intervals 
the  gun-cotton  was  allowed  to  settle,  and  quantities  of  10  c.c.  of  the 
solution  were  withdrawn  by  a  pipette  through  a  small  piece  of  cloth, 
which  excluded  any  fibres  of  gun-cotton.  The  liquid  was  titrated, 
phenolphthalein  being  used  as  indicator.  The  solution  was  protected, 
as  far  as  possible,  from  the  air  throughout  the  experiment,  and  a 
blank  test  showed  that  the  influence  of  the  carbon  dioxide  of  the  air 
was  negligible, 

Hydrolysis  of  Gun-cotton  hy  Baryta  Solution. 

Percentage  of  nitrogen  in  gun-cotton  =12"5.     Temperature  =37*8° 
Initial  volume  of  baryta  solution  =  400  c.c.     Quantity  taken  for  each 
titration  =10  c.c. 

1.  Quantity  of  gun-cotton  =  22*10  grams. 

C.c.  of  0'201-normal       Concentration  of  baryta 


Time  in  hours. 

acid 

required. 

(gram 

e(iuiv.  per  litre) 

0-0 

9-40 

0-189 

1-5 

8-30 

0-167 

4-5 

6-2.5 

0-126 

5  0 

5-85 

0118 

5-5 

5  65 

0-114 

6  0 

5-30 

0-107 

6-5 

4-95 

0-100 

7-0 

4-55 

0-091 

7-5 

4-10 

0-082 

23-0 

0-15 

0-003 

Initial  velocity  =0*0142  gram-equivalent  per  hour. 
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2.  Quantity  of  gun-cotton  =  20*42  grams. 


Time  in  hours. 


C.c.  of  0-201-iiormal 
acid  required. 
4-80 
4-55 
4-35 
4-00 
3-90 
3-50 
2-90 
2-60 
2-30 


Coii3entration  of  baiyta 
(gram-equiv.  per  litre.) 

0-096 

0-091 

0-087 

0  080 

0-078 

0-070 

0-058 

0-052 

0-046 


Initial  velocity  =0  0071  gram-equivalent  per  hour. 


3.  Quantity  of  gun-cotton    =  4-97  grams. 


0 
0 

1 

2 

2 

4 

5 

6 

7 

23 

24 

25 

26 

29 

30 

31 


5 

3 

2 

1 

0 

6 

25 

95 

65 

15 

90 

70 

45 

05 

85 

70 


0-191 
0-187 
0-185 
0-183 
0-181 
0-172 
0-166 
0-160 
0-154 
0  063 
0-058 
0-054 
0  049 
0-041 
0  037 
0-034 


Initial  velocity  =0-0053  gram-equivalent  per  hour. 


4.  Quantity  of  gun-cotton   =  S'lO  grams. 


0 

1 

1 

3 

4-5 

6-0 
22-0 
25  0 
30-0 
46-0 


•8 

-65 

-40 

•20 

-00 

•80 

•25 

-60 

•9 

-45 


Initial  velocity  =  0-0033  gram-equivalent  per 


0197 
0-194 
0-189 
0-185 
0-181 
0-177 
0-105 
0-092 
0-078 
0  049 

hour. 


These  results  are  shown  graphically  in  Fig.  1,  and  it  is  seen  that 
the  curves  are  almost  straight,  showing  that  the  velocity  is  almost 
constant  until  the  bulk  of  the  gun-cotton  is  used  up. 

A  comparison  of  the  first  two  experiments  given  above  shows  that 
the  velocity  of  saponification  is  almost  proportional  to  the  original 
concentration    of    the    baryta.     No    such    simple    relationship    exists 
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between  the  amount  of  gun-cotton  present  and  the  velocity.  If 
diffusion  took  place  sufficiently  rapidly  to  keep  the  solution  saturated 
with  respect  to  the  gun-cotton,  the  active  mass  of  the  nitrocellulnse 
could  be  considered  as  constant,  and  the  velocity  would  not  be  affected 
by  the  quantity  of  gun  cotton  present. 

This  holds  good  approximately  (though  not  absolutely)  in  the  experi- 
ments given  later  in  which  hydrolysis  of  gun-cotton  by  nitric  acid  was 
measured,,  since  the  reaction  in  this  case  is  extremely  slow.  In  the 
above  experiments,  however,  the  hydrolysis  occurs  so  rapidly  that  the 
solution  can  never  be  regarded  as  fully  saturated  with  nitrocellulose, 
and  hence  the  amount  of  surface  exposed  becomes  an  important 
factor. 

If  the  amount  of  surface  of  the  gun-cotton  were  the  only  factor 
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Hydrolysis  of  nitrocellulose  and  nitroglycerine. 


25 


30 


which  determined  its  active  mass,  we  should  expect  the  velocity  to  be 
proportional  to  the  quantity  of  gun-cotton.  This  also  does  not  hold 
absolutely ;  the  velocities  show  that  the  active  mass  of  the  gun-cotton 
is  neither  a  constant,  nor  is  it  proportional  to  the  quantity  added,  but 
lies  somewhere  between  the  two,  its  value  depending  on  the  rate  with 
which  the  nitrocellulose  passes  into  solution,  and  the  degree  of 
saturation  which  is  thereby  maintained.  If  we  consider  the  saponifica- 
tion of  varying  amounts  of  gun-cotton  in  a  normal  solution  of  alkali, 
an  equilibrium  is  obviously  reached  when  the  rate  at  which  the  nitro- 
cellulose passes  into  solution  is  equal  to  the  I'ate  at  which  it  undergoes 
saponification.  If  we  consider  the  water  as  partially  saturated  with 
free  nitrocellulose,  we  may  assume  that  the  rate  at  which  solid  nitro- 
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cellulose  is  passing  into  solution  at  any  moment  is  proportional  (1)  to 
the  amount  of  surface  exposed,  that  is,  to  the  quantity  of  gun-cotton 
present,  (2)  to  the  diff ex'ence  between  the  amount  of  gun-cotton  present 
in  solution  and  the  amount  necessary  to  saturate  the  aqueous  solution. 
This  is,  in  its  turn,  proportional  to  the  diffex'ence  between  the 
observed  velocity  and  the  limiting  velocity  which  would  result  if  the 
solution  were  kept  saturated  with  respect  to  the  gun-cotton — that  is, 
supposing  that  the  saponification  commences  with  the  elimination  of 
one  of  the  nitroxyl  groups.  Thus  the  relation  between  the  velocity 
and  the  quantities  of  the  reagents  may  be  expressed  by  the  equation 
q  (s  —  v)  =  kv,  where  q  =  weight  of  gun-cotton  (grams  per  400  c.c), 

V  =  observed  velocity,  s  =  limiting  velocity  for  a  solution  saturated 
with  gun-cotton,  and  ^  =  a  constant.  Further,  since  the  velocity 
is  proportional  to  the    concentration  of    the    baryta,    we    may   write 

cqs 

V  =  r )  c  being  the  concentration  of  the  baryta. 

From  the  above  data  we  find  that  under  the  present  conditions 
s  —  0"168,  k  =  26 "5,  From  these  we  calculate  the  following 
velocities,  which  agree  closely  with  those  found  by  experiment. 


Saponification  of  Xitrocelhdose  by  Baryta  at  37"  8°. 

Velocity  (gram-ec|uiv.  per  hour). 


Grams  of 

Concentratiou 

A. 

gun-cottou. 

of  baryta. 

V—  cqsjk  +  q. 

Found. 

3-10 

0-197 

0-0035 

0-0033 

4-97 

0191 

0-0051 

0-0053 

20  ■42 

0-096 

0-0070 

0-0071 

22-10 

0189 

0-0141 

0-0142 

0-00 

1-000 

0-168 

— 

The  chief  value  of  this  formula  is  that  it  enables  us  to  calculate  the 
velocity  with  which  the  saponification  would  occur  if  the  solution 
remained  continuously  saturated  with  respect  to  the  gun-cotton.  In  a 
normal  solution  this  becomes  equal  to  s.  This  is  of  importance, 
because  it  corresponds  most  closely  to  the  conditions  under  which  the 
slow  hydrolysis  occurs  in  practice. 

Abnormality  in  the  course  of  the  Saj)onif  cation. — In  the  curves  showing 
the  decrease  in  the  concentration  of  the  baryta  during  the  saponifica- 
tion, the  velocity  is  seen  to  be  approximately  constant.  It  must  not, 
however,  be  overlooked  that,  as  the  liquid  is  withdrawn  from  time  to 
time  with  the  pipette,  the  "concentration"  of  the  gun-cotton  in  the 
remaining  liquid  increases.  With  the  help  of  the  relation  between  the 
quantities  of  the  reagents  and  the  velocity,  found  above,  it  is  possible 
to  ascertain  whether  the  saponification  takes  place  normally  through- 
out.    The  first  of  the  above  series  will  serve  as  an  example.     The  con- 
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centration    of    baryta   after    each  interval    is 

quantity  of  gun-cotton  is  given  in  "  grams  per 

increase  in  concentration. 

Grams  of 
Concen-        VoluniP  nf        gun -cotton 
Time  traticn  of        .solntion  per  400 

in  liours.         baryta.  in  t-.c.         c.c.  of  solution. 

0-0  0-1,89  400  22-1 

1-5  0  167  390  22-1 

4-5  0-1 2«  380  21-7 

5  0  0  118  370  22-2 

f>-a  0-114  360  22-6 

6-0  0-107  350  23-1 

6-5  0-100  340  1:3-6 

70  0-091  330  24-1 

7-5  0-082  320  24-6 


given    as 
400  c.c."  to 

Velocity 
calculated 
from  con- 
centrations. 
0  0114 
0-0128 
0-0095 
0-0090 
0  0088 
0-0084 
00079 
00073 
0-0006 


before.     The 
allow  for  the 


Velocity- 
found. 


•0147 
-0147 
-0140 
•0142 
-0137 
-0137 
-0137 
-0140 
•0143 


The  velocity  is  thus  seen  to  be  normal  at  first,  but  does  not  decrease, 
as  would  be  expected  from  mass  action  considerations,  showing  that, 
as  the  reaction  proceeds,  intermediate  products  are  formed  which  are 
also  acted  on  by  the  baryta.  The  remaining  series  of  results  gives 
precisely  similar  indications. 

Insoluhility  of  the  Intermediate  Products. — A  gun-cotton  containing 
12-84  per  cent,  of  nitrogen  (corresponding  approximately  to  penta- 
nitrate)  was  suspended  in  a  baryta  solution  as  above,  and  retained  at 
39°  with  constant  agitation  until  a  considerable  amount  of  saponifica- 
tion had  occurred.  The  solution  was  then  rapidly  filtered  and  the 
filtrate  replaced  in  the  thermostat ;  the  titrations  were  continued  at 
intervals,  but  only  a  very  slight  decrease  in  the  alkalinity  was 
observed,  this  being  probably  due  to  traces  of  finely  divided  gun-cotton 
which  passed  through  the  filter  paper. 


C.c.  of  0-2027  normal 

Concentration  of 

Time 

Volume 

acid  required  for 

baryta  (gram- 

in  liours. 

of  solution. 

10  c.c.  of  solution. 

equiv.  per  litre). 

10  grams  g 

un-cotton.     400 

C.c.  baryta  solution. 

Temp.  =  39°. 

0 

400 

9-85 

0-200 

1 

390 

9-60 

0-195 

2 

380 

9-2.5 

0188 

4 

"370 

9-05 

0-183 

23i 

340 

3-60 

0-073 

Filtered 

off  solid  gun-cotton 

and  replaced  filtrate  in 

thermostat. 

24^ 

328 

3-45 

0-070 

26 

318 

3'35 

0  068 

30 

308 

3-30 

0-067 

481 

298 

3-25 

0-066 

Further  experiments  were  carried  out,  in  which  a  solution  of  bai-yta 
was  treated  with  excess  of  nitrocellulose,  and  the  reaction  allowed  to 
proceed  for  a  considerable  time,  to  ascertain  whether  the  intermediate 
products  of  the  saponification  would  continue  to  decompose  after  the 
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baryt.a  was  exhausted.     No  acidity  set  in,  however,  even  after  twelve 
days  at  39° 

Velocity  of  Hydrolysis  of  Gun-cotton  hy  Hydrogen  Ions. 

The  hydrolysis  is  so  much  slower  iu  acid  than  in  alkaline  solvation 
that  it  was  found  necessary  to  enclose  the  acid  and  gun-cotton  in 
stoppered  bottles  to  avoid  evaporation.  The  bottles  were  enclosed  in 
a  tlaermostat  and  agitated  frequently.  From  time  to  time  quantities 
of  10  e.c.  were  withdrawn  and  titrated  with  baryta. 

TTyWolysis  of  Gun-cotton  hy  Nitric  Acid. 

Percentage  of  nitrogen  in  gun-cotton  =  1 2*5,  temperature  =  37 '8°. 

1.  Quantity  of  gun-cotton  =  5*1  grams. 


C.c 

of  0-2139 

Concentration  of 

normal  alkali 

nitric  acid 

Time  iu  liours. 

for  10 

c.c.  of  liquid. 

(gram-equiv.  per  litre). 

0 

38-40 

0-821 

22 

38-50 

0-824 

45 

38-85 

0-831 

70 

38-90 

0-832 

94 

39-05 

0-8.35 

144 

39-45 

0-844 

168 

39-75 

0-850 

lf'2 

40-10 

0-858 

240 

40-55 

0-867 

Initial  velocity  =0-000175  giam-equivaleut  per  hour. 


2.  Quantity  of  gun-cotton  =  10  grams. 


0 

22 

45 

70 

94 

144 

168 

192 

240 


38-40 
38-60 
38-90 
39-00 
.39-25 
39-75 
40-05 
40-55 
40-85 


0-821 
0-826 
0-832 
0-834 
0-840 
0-850 
0-857 
0867 
0-874 


Initial  velocity  =0-000221  gram-equivalent  per  hour. 


3.  Quantity  of  gun-cotton  =  20-35  grams. 


0 

22 

45 

70 

94 

144 

168 

192 

240 


38-40 
38-80 
39-05 
39-20 
39-55 
39-95 
40  15 
40-70 
41-10 


•821 
■830 
•£35 
•838 
-846 
-855 
-859 
-871 
-879 


Initial  velocity  =0-000242  gram-eqnivalent  per  hour. 
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The  velocities  are  constant  within  the  limits  of  experimental  error. 
If  the  relation  between  the  velocity  of  reaction  and  the  concentrations 

COS 

of  the  reagents  be  expressed   as  before  by  the  formula  V=''    ,  we 

k  +  q 

find  5  =  0-000347;  k  =  3-21. 

Vflocity  (grain-eqiiiv.  jk  r  hour). 


Grams  of 

Concentration  of 

/■ 

^ 

gun-cotton. 

nitric  acid. 

V=cqs/k  +  q. 

Found. 

.^j-10 

0-821 

0-00018 

0-00018 

10-00 

0-821 

0-000'22 

0-00021 

20-35 

0-821 

0-00025 

0-00024 

0-00 

1-000 

0-000347 

— 

The  gun-cotton  was  decomposed  so  slowly  that  the  aqueous  solution 
remained  almost  saturated. 

Hydrolysis  of  Xitrocellulose  in  Pure  IFa^er.  —  From  the  above  data 
the  velocity  of  hydrolysis  of  nitrocellulose  in  pure  water  can  be 
calculated.  This  velocity  is  so  low  that  it  must  be  as.sumed  that 
perfect  diffusion  takes  place  — that  is,  the  water  remains  saturated  with 
gun-cotton.  With  the  aid  of  the  above  formulae  it  was  found  possible 
to  calculate  the  velocity  of  hydrolysis  by  hydrogen-  and  hydroxyl- 
ions  respectively,  allowing  for  perfect  diffusion  of  the  nitrocellulose. 
In  this  way  the  following  velocities  are  obtained  : 

Velocity  in  gram-equivalents 
per  litre  per  hour. 

In  a  normal  solution  of  hydrogen  ions 0-00087 

hydroxyl    ,,    0-420 

The  dissociation  of  pure  water  has  been  determined  with  consider- 
able accuracy  by  Ostwald,  Arrhenius,  Wijs,  Nernst,  Kohlrausch  and 
Heydweiller,  Lowenherz,  and  Walker  {Zeit.  j>hysikal.  Chem.,  1893, 
11,521,  827;  12,  514;  1894,  14,  155^317;  1896,  20,  283;  1900, 
32,  137).  At  37-8°,  the  temperature  of  the  above  experiments,  the 
product  of  the  concentrations  of  the  hydrogen-  and  hydroxyl-ions  may 
be  taken  as  2-9  x  IQ-". 

It  is  seen  that  the  hydrolysis  of  nitrocellulose  takes  place  480  times 
as  rapidly  in  alkali  as  in  acid  of  the  same  concentration ;  hence  the 
minimum  velocity  will  be  attained  when  the  concentration  of  the 
hydrogen  ions  is  480  times  that  of  the  hydroxyl  ions. 

The  absolute  concentrations  will  then  be 

H-ions:    ^480  x  1-7  x  10-"  =  3-7  x  lO--^. 

OH-ions:      /^  x  1-7  x  10"' =  7-8  x  10-9. 
V  480 

Under  these  conditions  the  velocity  due  to  the  hydrogen  ions  will 
be  3-2  X  10~9j  and  the  combined  velocity  will  therefore  be  6"4  x  10"^ 
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frram-equivalents  per  litre  per  hour.  In  other  words,  the  minimum 
velocity  with  which  a  nitrocellulose  of  the  above  composition  can 
undergo  hydrolysis  will  be  such  as  to  liberate  5-6x10"^  gram- 
equivalents  of  acid  per  litre  of  water  per  jear. 

Hydrolysis   of    Gelatinised    Nitrocellulose. — In    order    to    ascertain 
whether  gelatinised  nitrocellulose  still  undergoes  a  similar  hydrolysis, 


Fio.  2. 
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Hydrolysis  of  gelatinised  powders. 


60 


a  sample  Avas  finely  ground  and  suspended  in  baryta  water.  The 
saponification  took  place  in  very  much  the  same  way  as  in  the  case  of 
gun-cotton,  as  shown  by  the  following  instance  : 


Nitrocellulose  gelatinised  with  ether-alcohol. 

Analysis  :  Soluble  in  ether- alcohol 85-58 

Insoluble            „              10-18 

Insoluble  in  acetone  0-42 

Volatile  matter  3-82 

Nitrogen 11-85 

Ground  to  pass  through  a  sieve  of  0-85  mm.  mesh. 

Quantity  of  nitrocellulose  =  10*00  grams. 


NITROCELLULOSE   AND  "  NITROGLYCERINE. 
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Concentration  of 

Tunc 

Volume  of 

C.c 

of  0-20 

27 

baryta  (j^ram- 

in  liours. 

solution. 

norma 

L  acid  ri'i 

inired. 

cfjuiv.  per  litre). 

).  lu  0 

200 

normal  baryta  : 

0 

400 

9-85 

0-200 

5 

360 

9-70 

0-197 

6 

350 

9-60 

0  105 

23-5 

340 

8-40 

0-170 

26 

330 

8-25 

0-167 

30 

320 

7-85 

0-159 

48-5 

310 

6-45 

0-130 

54-5 

300 

5-90 

0  120 

72 

290 

4-80 

0-J97 

119-5 

280 

2-25 

0-046 

Mean  velocit}'  =0'00143  giani-eqnivalent  per  hour. 


(ii).   In  0-24G  normal  baryta 


0 

4 

5 

2i 

27 

30 

48 

54 

123 


400 
370 
360 
3.50 
340 
330 
320 
SIO 
300 


12-15 

12-00 

11-90 

10-35 

10-05 

9  75 

8-20 

7-80 

3-95 


0-246 
0-243 
0  241 
0  210 
0-201 
0-198 
0  166 
0  158 
0080 


Mean  velocity  =  0-00163  ovam-eqnivalcnt  per  hour. 


The  velocity  in  the  two  experiments  is  thus  seen  to  be  approximately 
proportional  to  the  concentration  of  the  baryta. 

Velociti/ of  saponification  of  nitroglycerine. — The  nitroglycerine  was 
suspended  in  100  c.c.  of  baryta  water,  which  was  continuously  agitated. 
From  time  to  time,  quantities  of  10  c.c.  were  withdrawn  and  titrated, 
care  being  taken  not  to  abstract  any  of  the  nitroglycerine. 


nydrolysis  of  Nitroglycerine  >hy  Baryta  Solution. — Temp.  =  30°. 
Quantity  of  nitroglycerine  =  0'6670  gram.  Initial  volume  of  solu- 
tion =  100  c.c. 


Con 

centration  of 

Time 

Volume 

of 

C 

c. 

of  0-0970 

bai 

yta  (gram- 

in  hours. 

solution 

. 

norm 

al 

acid  required. 

equi 

V.  per  litre). 

0 

100 

8-35 

0-0810 

1 

90 

7-05 

0-0684 

2 

80 

6-25 

0  0606 

3 

70 

5-1 

00495 

4 

60 

3-6 

0  0349 

5-5 

50 

0-2 

0-0019 

The  course  of  the  saponification   is  shown  in  Fig.  1,  and  the  velocity 
is  seen  to  be  much  greater  than  that  found  in  the  case  of  gun-cotton. 
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On  further  standing  the  solution  became  neutral,  but  no  acid  reaction 
set  in  even  after  several  days. 

Hydrolysis  of  explosives  containing  both  nitrocellulose  and  nitro- 
glycerine.— Cordites  and  ballistites  were  taken  for  these  experiments. 
They  were  ground  and  passed  through  a  sieve  of  085  mm.  mesh,  and 
10  grams  were  taken  for  the  hydrolysis,  which  was  carried  out  at  39*^. 

1.  Cordite  No.  181. 

Composition  :  Nitrocellulose  (N=  12-75  per  cent.)  36"26  per  cent. 

Nitroglycerine   58'85       ,, 

Mineral  jelly 4-76       „ 

Moisture  and  acetone   0  13       ,, 


Concentration  of 

Time 

Volume  of 

C.c. 

of  0-2027 

baryta  (grain- 

iu  hours. 

solution. 

normal  acid  required. 

rquiv,  per  litre). 

0 

400 

8-90 

0-180 

1 

390 

7-20 

0-146 

3 

380 

5-55 

0-113 

4 

370 

4-95 

0-100 

27 

340 

1-75 

0-036 

47 

320 

0-65 

0013 

54 

310 

0-40 

0-008 

2.  Cordite  No.  202. 


Composition:  Nitrocellulose  (N  =  12'85  per  cent.). 

Nitroglycerine    

Mineral  jelly 


0 

1 

2 

3-5 

5 

6-5 


400 

9-40 

390 

6-70 

380 

5-80 

370 

5-10 

360 

4-65 

350 

4-15 

3.  Ballistite. 

37  per  cent 

58       „ 

5       „ 

0-191 

0 

136 

0 

118 

0 

103 

0 

094 

0 

084 

Composition:  Nitrocellulose  (N  =  11*36  percent.)     50*95  per  cent. 


0 
1 
24 
27 
30 
47 
54 
123 


400 

11-40 

0-231 

390 

10-25 

0-208 

350 

5-70 

0-116 

340 

5-30 

0-107 

330 

4-90 

0-099 

320 

3-80 

0-077 

310 

3-45 

0-070 

300 

1-75 

0-036 
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An  analysis  of  the  insoluble  cordite  which  roiuainecl  in  tlie  baryta 
after  the  saponification  of  cordite  No.  202  had  proceeded  for  some 
time  showed  that  the  hydrolysis  was  due  almost  entirely  to  nitro- 
glycerine whicli  had  passed  out  of  the  powder  into  the  aqueous 
solution. 

The  residue  was  dried  at  the  ordinary  temperature  over  sulphuric 
acid  under  diminished  pressure.  It  was  found  to  weigh  5-7811  grams, 
and  gave  on  analysis  : 

Nitroglycerine,  29*32  ;  nitrocellulose,  62"21  per  cent. 
Nitrogen  in  nitrocellulose,  12'99  per  cent. 
Total  nitrogen,  calculated  from  ingredients,  13-51  per  cent. 

Found  13-46 


5) 


If  the  quantities  of  the  different  ingredients  be  compared  before  and 
after  the  saponification,  the  following  figures  are  obtained  : 

Before  After 
saponification,     saponiftcation. 

Weight  of  explosive  (grams)  lO-OO  5-78 

Percentage  of  nitroglycerine 58  29-32 

„  nitrocellulose    37  62-21 

,,  mineral  jelly     . 5  8-47 

Weight  of  nitroglycerine     5*80  1*70 

J,       nitrocellulose      3-70  3-60 

mineral  jelly  050  0-49 


>j 


Thus   it   is  seen    that  the  nitrocellulose  remained  almost  unaltered, 
whilst  70  per  cent,  of  the  nitroglycerine  underwent  hydrolysis. 

Our  thanks  are  due  to  the  Explosives  Committee  and  to  the  Director 
of  Artillery  for  permission  to  publish  these  results,  and  to  Mr.  E.  L. 
Lomax  for  his  assistance  in  the  work. 

Chemical  Research  Laboratories, 
Royal  Arsenal,  Woolwich. 
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CLXXII. — Contributions  to  the  Theory  of  Solutions. 
I.  llie  Nature  of  the  Molecular  Arrangeme7it  in 
Aqueous  Mixtures  of  tlie  Loiver  Alcohols  and  Acids 
of  the  Paraffin  Series.  11.  Molecidar  Complexity 
in  the  Liquid  State.  III.  Theory  of  the  Inter- 
niiscihility  of  Liquids. 

By  John  Holmes. 

When  two  liquids  which  are  miscible  or  partially  miscible  ars 
allowed  to  intermingle,  the  volume  of  the  mixture  is  invariably 
different  from  the  sum  of  the  initial  volumes  of  its  constituents. 
In  some  cases,  as  for  instance  when  sulphuric  acid  or  ethyl  alcohol 
is  mixed  with  water,  a  considerable  contraction  in  volume  occurs, 
whilst  on  the  other  hand  when  carbon  disulphide  is  mixed  with 
chloroform  or  ethyl  alcohol,  a  small  but  appreciable  expansion  is 
obtained.  Neither  the  specific  volumes,  therefore,  nor  the  other 
physical  properties  of  a  mixture  can  be  strictly  classed  as  additive 
functions  of  the  properties  of  the  constituents,  the  only  additive 
property  being,  according  to  the  law  of  the  indestructibility  of 
matter,  that  of  ''  mass." 

.With  a  view  to  ascertaining  whether  the  deviations  observed  in 
the  simple  additive  relations  of  liquids  would  throw  any  light  on 
their  molecular  conditions,  the  differences  in  volume  which  occur 
on  mixing  the  lower  alcohols  and  acids  of  the  paraffin  series  with 
water    were  calculated  from  already  available  data. 

(1)    Mixtures  of  the  Lower  Primary  Alcohols  tvitli   Water. 

Graham  (Phil.  Trans.,  1861,  151,  373)  pointed  out  that  when 
ethyl  alcohol  and  water  are  mixed  together,  the  contraction  in 
volume,  when  calculated  as  a  percentage  on  the  initial  volumes, 
reaches  a  maximum  at  a  point  representing  an  admixture  of  one 
molecule  of  alcohol  with  three  molecules  of  water.  Mendeleeff 
(Trans.,  1887,  51,  778)  states  that  the  first  differentials  of  the 
densities  of  these  mixtures  form  a  rectilinear  figure  showing  three 
distinct  breaks  or  transition  points,  one  of  which  occurs  when  the 
constituents  ai'e  mixed  in  the  above  proportions,  viz.,  C^HfPfSlI^O, 
whilst  others  occur  at  mixtures  represented  by  SC^H^OjU^O  and 
CoH(.0.12H.30  respectively.  From  his  observations  on  the  behaviour 
of  these  and  other  aqueous  mixtures,  Mendeleeff  put  forward  the 
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hypothesis  that  the  specific  gravities  depend  on  the  extent  to 
which  definite  hydrates  are  produced  and  dissociated. 

The  following  calculations  were  made  in  the  case  of  ethyl  alcohol 
and  water,  using  Mendeleeff's  data  for  the  specific  gravities  of 
these  mixtures  {A?m.  Phys.  Ghent.,  1869,  ii,  138,  230). 

Column  I.  gives  the  molecular  proportions,  referred  to  the  gaseous 
state,  in  which  the  alcohol  and  water  are  mixed. 

Column  II.  gives  the  actual  contraction  in  c.c.  when  the  volume 
of  alcohol  is  kept  constant  at  100  c.c. 

Column  III.  gives  the  contraction  calculated  as  a  percentage 
on  the  initial  volumes. 

Column  IV.  gives  the  difference  between  the  percentage  of  alcohol 
by  volume  in  the  mixture  and  the  theoretical  percentage,  assuming 
that  no  contraction  occurs  on  mixing. 

Volumes  corrected   to   15"56°. 

I.  II.  III.  IV. 

12C2H60,HoO  0-55  c.c.  0-54  053 

11CoH60,H:,0  OUO    ,,  0-59  0-57 

lOCoHeCH.^O  0-6G    ,,  0-64  0-62 

9C„H«0,HoO     0-73    ,,  070  0-69 

SaHgO.HiO     0-81    ,,  0-78  076 

7CUIfiO,HoO     0-91    ,,  0-87  0-84 

ecXO.H.'lO     104    „  0-99  0-95 

SaHgO.H.'^G     1-21    ,,  1-14  1-08 

4CoHeO,H.;0     1-45    ,,  1-34  1-26 

3CoHfiO,H;;0     1-80    „  1-63  1-51 

2aHgO,HoO     2-41    ,,  209  1-85 

CoHfiO.HaO  379    „  2-89  2-27 

C^H^CliHoO  4-34    ,,  3-13  2-33 

C2HeO,l^H.;0  4-84    ,,  330  2-32 

CoHgO.liH.^O  5-28    ,,  3-42  2-30 

CoH60,2H„0     5-69    ,,  3-51  2-24 

C.;HeO,3HoO     7*03    ,,  3-64  1-95 

CoH60,4H;0     7-94    „  3-54  1-64 

C^HeO.Snp     8-52    „  3-34  1-35 

CXO.SHaO     8-87    „  3-09  I'll 

aHeOJHoO     9-02    „  2-84  0-92 

0;H60,8H;;0     9-08    ,,  2-61  077 

C2HeO,9H',0     9-07    „  2-39  0-64 

CaHeO.lOH.O  8-99    „  2-19  0-55 

CjHeCllHiiO  8-89    „  2-02  0-47 

aHeO,12H;0  878    „  rS6  040 

C;HcO,20H;O  7-88    ,,  1  09  015 

C2HoO,40H.;0  679    „  0-54  0-04 

CHsO.SOHoO  5-96    „  023  O'Ol 

CoHeO,320H.,O     5-30    ,,  0-05  — 

It  appears  from  column  II.  that  the  effect  of  each  additional 
water  molecule  as  i-egai'ds  contraction,  gradually  diminishes  until 
the  molecules  are  present  in  the  proportion  to  form  the  aggregate 
C2HgO,8H20,  when  the  contraction  reaches  a  maximum.  The 
further   addition   of    water    results   in   a   diminishing   contraction, 
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which  when  320  molecules  have  been  added,  representing  a  mixture 
containing  less  than  one  per  cent,  of  alcohol,  has  not  been  reduced 
by  one  half,  and  is  still  greater  than  that  obtained  by  mixing  the 
molecules  in  equal  iDroportions.  Column  III.  shows  that  the 
maximum  percentage  contraction  occvirs  when  the  ingredients  are 
mixed  in  the  proportion  to  form  C2HgO,3H20  (Mendeleeff's 
hydrate),  whilst  from  column  IV.  the  greatest  difference  between 
the  percentage  of  alcohol  (by  volume)  in  the  mixture  and  the 
theoretical  percentage  assuming  no  contraction  occurs  very  near  an 
admixture  of  equal  proportions  of  molecules. 

Similar  calculations  were  made  in  the  case  of  methyl  alcohol  and 
water  from  Dittmar  and  Fawsitt's  data  (Trans.  Eoi/.  Sac.  Edin., 
1888,  33,  509),  and  in  the  case  of  7^-propyl  alcohol  and  water 
from  data  supplied  by  Young  and  Fortey  (Trans.,  1902,  81,  726) 
and  Pagliani  (Nuovo  Cim-.,  1882,  iii,  12,  229). 

The  chief  facts  in  connexion  with  the  contractions  of  these 
three  primary  alcohols  and  water  are  as  follows  :  — • 

Point  at  which  Point  at  which 

the  greatest  the  greatest 
Ratio           contraction  in  ditlerence 

of  the  mole-      volume  occurs      Point  at  which  occurs  between 

cular  volumes  when  increasing      the  maximum  the  theoretical 

to  that  of  quantities       percentage  contrac-  and  ob- 

water  as  unity        of  water  tion  occurs,  when  served  percent- 

at  the  same        are  added  to       cak-ulated  on  tlie  ages  of  alcohol 
Alcohol.        temperature.    100  c.c.  alcohol,     initial  volumes.  by  volume. 

Methyl  alcohol...       2-23  CH^O.SH.,©  2CH40,3H„0  CH40,H20 

Ethyl        „       ...       3-22  C.^HgO.SHaO  C.,H,;0,3H„C)  CoHgOa^HoO 

'/i-Proiiyl    ,,       ...       4-07  CsHgO.lSHoO  CsHgO.GHaO  CaHsO.l^HjiO 

It  is  evident  from  a  study  of  these  mixtures  that  the  maxima 
are  directly  dependent  on  the  relative  volumes  occupied  by  the 
respective  molecules,  and  that  the  actual,  as  well  as  the  percentage, 
contractions  are  merely  mathematical  deductions  influenced  on  the 
one  hand  by  the  attractive  forces  in  Jilay  between  the  molecules 
which  determine  the  degree  of  contraction  at  mixtures  of  equal 
molecular  volumes,  and  on  the  other  by  differences  in  specific 
gravity. 

The  direct  dejiendence  of  these  maxima  on  the  relative  molecular 
volumes  must  necessarily  afford  evidence  in  the  study  of  the  aggre- 
gations of  molecules  in  the  liquid  state.  Eotvos  {^Ann.  Phys.  Chem., 
1886,27,452),  and  more  recently  Ramsay  and  Shields  {Phil.  Trans., 
1893,  184,  647)  have  concluded  from  the  rate  of  change  of 
molecular  surface  energy  with  temperature  that  the  above  alcohols 
contain  such  aggregates.  Whatever  may  be  the  complexity  of  the 
liquid  molecule,  however,  in  any  particiilar  instance,  and  whether 
we  look  on  it  as  consisting  wholly  or  partially  of  matter  or  energy, 
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we  may  assume,  as  regards  its  general  character,  that  its  free  path 
is  bounded  by  a  sjiherical  surface,  the  radius  of  which  is  constant 
for  any  molecule  of  the  same  substance  at  constant  temperature 
and  pressure.  If  two  sets  of  molecules,  therefore,  are  mixed 
together,  one  of  which  has  an  attraction  for  the  other,  but  not 
sufficient  to  cause  the  loss  of  its  own  individuality  and  form  a  new 
compound,  we  can  treat  them  in  the  same  way  as  a  mixture  of 
electrically  charged  inelastic  spheres,  the  volume  of  which  is  always 
diffei'ent  from  the  sum  of  the  initial  volumes. 

Thus  the  addition  of  the  relatively  smaller  water  molecules  to 
a  fixed  number  of  alcohol  molecules  will  result  in  an  increasing 
contraction,  as  each  water  molecule  fits  into  the  intramolecular 
spaces  between  the  larger  alcohol  molecules,  until  approximately 
an  equal  number  of  molecules  is  present.  Near  this  point  the 
influence  of  contraction  will  reach  a  maximum  as  regards  the  pro- 
portions of  the  relatively  larger  alcohol  molecules  in  the  initial  and 
final  volumes.  In  the  case  of  an  infinite  number  of  moleciiles,  the 
actual  point  of  maximum  difference  must  depend  on  the  difference 
in  the  radii  of  the  two  influential  spheres,  and  the  nearer  this  ratio 
approaches  unity,  the  nearer  will  the  maximum  difference  in 
volumes  approach  an  admixture  of  equal  molecular  volvimes.  We 
have  already  seen  that  in  the  case  of  mixtures  of  the  above 
alcohols  with  water,  the  specific  gravities  of  which  may  be  regarded 
as  known  within  a  very  close  approximation  to  accuracy,  this  point 
gradually  recedes  from  the  admixture  of  equal  proportions  of  the 
molecules  as  the  molecular  volume  increases.  The  further  addition 
of  water  causes  a  rearrangement  in  the  relative  positions  of  the 
molecules,  and  instead  of  the  two  being  symmetrically  placed  in 
adjacent  positions,  the  water  molecules  now  so  arrange  themselves 
as  to  surround  completely  each  molecu^le  of  alcohol,  the  effect  of 
each  on  the  contraction  diminishing  with  the  dilution. 

Now  the  results  of  Ramsay  and  Shields's  observations  in  the  case 
of  the  primary  alcohols  indicate  that  methyl  alcohol  is  the  most 
complex,  and  that  the  complexity  diminishes  as  the  series  is 
ascended.  If  this  is  so  it  is  inconceivable,  assuming  that  the 
contractions  are  functions  of  the  difference  in  molecular  volumes, 
that  the  pivot,  as  it  were,  of  the  observed  contractions  of  each  of 
the  alcohols  with  water  should  be  the  admixture  of  equal  propor- 
tions of  the  molecules,  as  referred  to  the  gaseous  state.  It  would 
appear,  therefore,  as  thoujgh  the  molecules  of  the  above  alcohols 
and  water  are  either  similar  to  their  gaseous  molecvxles,  or,  if 
aggregated,  the  degree  of  aggregation  is  the  same  in  each  alcohol 
as  in  water. 

The  phenomenon  of  contraction  is  not  peculiar  to  mixtures  of 

6  A  2 
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alcohols  aud  water  alone,  but  is  common,  in  some  degree,  to 
almost  all  liquids  misciblc  or  partially  miscible  with  water, 
and  appears  to  be  directly  related  to  the  hygroscopic  power  of  a 
substance — the  evolution  of  heat  (Young  and  Fortey  in  the  case 
of  the  alcohols,  loc.  cit.)  and  the  degree  of  contraction  increasing 
in  like  joroportion. 

In  the  case  of  the  primary  alcohols,  where  the  influence  of  con- 
traction results  in  a  density  which  is  intermediate  between  the 
initial  densities  of  the  constituents  of  the  mixture,  it  is 
found  that  when  the  volume  of  the  constituent  having  the 
least  density  is  made  constant,  the  actual  contraction  reaches 
a  maximum,  and  the  fui'ther  addition  of  the  heavier  constituent 
results  in  a  diminishing  contraction.  When,  however,  the  influence 
of  contraction  results  in  a  density  which  is  greater  than  that  of 
either  of  the  constituents,  as  in  the  case  of  mixtures  of  acetic  or 
propionic  acids  with  water,  the  continued  addition  of  the  one  to 
the  other  set  of  molecules  results  in  an  ever-  increasing  contraction 
showing  no  indication  of  a  maximum. 

(2)  Mixtures  of  the  Lower  Fatty  Acids  with  Water. 

With  the  exception  of  formic  acid  the  lower  fatty  acids  are 
peculiar,  inasmuch  as  they  form  mixtures  with  water  which  possess 
densities  greater  than  that  of  either  constituent. 

Thus  acetic  acid  has  a  specific  gravity  1"0497  at  20/4°,  whereas 
a  mixture  containing  22  jDer  cent,  of  v/ater  has  at  the  same 
temperature  a  specific  gravity  of  r0700,  and  this  is  a  maximum 
for  mixtures  of  these  liquids  (Oudemans,  Zeit.  f.  Chem.,  1866,  5, 
452). 

Propionic  acid  has  a  specific  gravity  09902  at  25/25°,  and  a 
maximum  density  (1"0250)  occurs  in  aqueous  solutions  at  a  mixture 
containing  493  per  cent,  of  water  (Ludeking,  Ann.  Fliys.  Chem., 
1886,  27,  74). 

«-Butyric  acid  has  a  specific  gi'avity  0'9549  at  25/25°,  and  a 
maximum  (1"0047)  occui's  at  a  mixture  containing  80"4  per  cent, 
of  water  (Ludeking,  loc.  cit.). 

Formic  acid,  however,  has  a  specific  gravity  r2213  at  20/4° 
(Richardson,  Amer.  Chem-.  J.,  1897,  19,  149),  and  forms  mixtures 
which  have  densities  intermediate  between  this  and  water;  it 
therefore  follows  the  same  rule  as  was  noticed  in  the  case  of  the 
lower  alcohols,  and  affords  a  point  of  maximum  contraction  when 
it  is  mixed  with  water  in  the  proportion  of  (appi'oximately)  one 
molecule  of  water  to  nine  of  acid.  The  remaining  acids,  on  the 
other  hand,  show  increasing  contractions  when  either  the  volume 
of  acid  or  water  is  made  constant. 
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Below  is  given  a  table  of  the  contractions  which  occur  when 
acetic  acid  is  mixed  with  water,  calculated  in  a  similar  manner 
to  those  given  above  in  the  case  of  tlic  lower  alcohols,  and  it  is  of 
interest  inasmuch  as  the  molecular  volume  of  acetic  acid  (referred 
to  the  gaseous  state)  is  almost  identical  with  that  of  ethyl  alcohol. 
Herein  is  shown  the  effect  of  difference  in  specific  gravity  on  the 
contractions — both  actual  and  percentage  already  referred  to — but 
the  maximum  difference  between  the  theoretical  and  observed  per- 
centages of  acid  (in  column  IV.)  occurs  as  before  at  a  mixture 
representing  approximately  equal  molecular  volumes  of  the  con- 
stituents. 

Columns  I.,  II.,  III.,  and  IV.  have  the  same  significance  as  in 
the  case  of  the  alcohols  and  water. 

Volnmes  corrected  to  20°. 

I.  II.  III.  IV. 

12CoH,0„,n.,0 0-71  0-70  0-68 

8('-,lI,Oo,H.,0  103  0-99  0-96 

4CoH40o,H.:0  1-75  1-62  1-53 

2aHjO;H'0  2-73  2-:^6  209 

l.iC.,H,6„'IIoO 3-57  2-85  2-34 

IC.JlAJIoO  4-01  3-05  2-39 

C,H40o,'UHoO 4-44  3-18  2-36 

C.,\\fi„,1\{.,()  5-47  3-3.5  2-13 

ClY\.^0'.,m.,0  6-38  3-28  r74 

C."H,0;4H.;0  70.5  3-11  1-42 

c;h4o;5h.;;o 7-52  292  i-n 

CoH,0.;6H:;0  7-89  2-73  0-97 

C"HA,7H',0   8-18  2-55  0-81 

C.,H40„',8H'0  8-42  2-39  0-69 

C340;,9H'0  8-60  2-24  0-.59 

CJl4O.'„10H.,0 8-77  2-11  0-52 

CJI40;i1H:;0 8-88  1-98  0-45 

CJIl40;,12H.p 8-99  1-88  040 

CoH40.;.13H.,0 909  1-78  0-35 

Cyi40;;,14H.';0  9-18  l-69  0-32 

C,H40,",15H20 9-24  IGl  0-29 

aH40o,16H.,0 9-33  1-54  0-26 

C;H40;,32H.'0 9-80  0-88  0  08 

C:;H40o,64H,'0 10-01  0-47  0  02 

C2H40;i28H20  10-47  0-25  001 

The  contractions  in  the  case  of  formic,  propionic  and  n-butyric 
acids  are  very  similar  in  character.  It  is,  however,  the  nature  of 
the  contractions  around  the  mixture  of  equal  molecular  volumes 
which  is  of  most  interest,  and  these  are  set  out  below. 
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Difference  between 
Contraction  the  theoretical 

in  c.c.  when  the  and  observed 

vohimc  of  acid  is  percentages  of 

]Moleciilar  proportion.         constant  at  100  c.c.       acid  by  vohime. 

Formic  acid  : 

2HoC0,„H.,0    1-48  0-97 

l^II„CUo,HnO 1-93  ri2 

HoC0o,H„0 2-66  1-24 

HoCOo  liHoO 3-24  1-12 

H2C02,2Ho6    3-79  101 

Propionic  acid : 

2C3HfiO.„HoO  1-73  1-40 

HCsHfiOo.HoO 2-46  1-80 

C3Hfi0o,H.,0 302  2-00 

CsHeO.^liHoO 3-59  1-99 

C3He02,2H26  4-03  1-89 

n-Butyric  acid : 

2CjH,0o,H.,0  1-54  1-30 

liC4H80.„HoO 1-83  1-42 

C4Hs0„Ho0 2-27  1-62 

CjHgO.^UHsO 2-65  1-61 

C4H802,2H.,0  2-96  1-56 

It  is  seen,  therefore,  that,  as  in  the  case  of  the  lower  alcohols, 
the  greatest  difference  between  the  percentage  of  acid  in  the  con- 
tracted volumes  and  the  theoretical  percentage,  assuming  no  con- 
traction, occurs  approximately  at  the  point  representing  an 
admixture  of  equal  molecular  volumes. 

These  facts  are  only  open  to  one  interpretation,  if  we  assume 
that  the  free  path  of  a  liquid  molecule  can  be  represented  by  a 
spherical  surface.  For,  inasmuch  as  the  weight  of  a  liquid  molecule 
must  be  identical  with,  or  a  simple  multiple  of,  that  of  the  gaseous 
molecule,  it  follows  from  the  theory  of  spheres  enunciated  above 
that  the  molecular  complexities  of  any  mixture  of  molecules  must 
be  given  by  a  comparison  of  the  relative  volumes  which  yield  a 
maximum  difference  between  the  theoretical  and  observed  propor- 
tions of  the  more  active  constituent.  As  we  have  seen  that  this 
maximum  difference  in  the  case  of  both  the  lower  alcohols  and 
fatty  acids  occurs  when  approximately  equal  propoi'tions  of  the 
molecules,  referred  to  the  gaseous  state,  are  mixed  together,  it 
follows  that  the  molecular  complexity  of  water  is  the  same  as  that 
of  each  of  the  above  liquids,  and  the  existence  of  hydrates  must 
be  excluded  from  the  theory  of  solutions. 
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Molecular  Gonijylexity  in  the  Liqukl  State.- 

Few  aqueous  mixtures  of  organic  liquids  have  been  studied  so 
thoroughly  as  those  of  the  lower  primary  alcohols  and  fatty  acids. 
The  specific  gi'avitics  of  mixtures  of  acetone  with  water  are,  how- 
ever, well  known  (McElroy,  Amer.  Chem.  J.,  1894,  16,  618) 
and  its  molecular  complexity  is  found  to  be  the  same  as  that  of 
water;  on  the  other  hand,  glycerol  (Nicol,  I'/iann.  J.,  1887,  18, 
302),  and  nicotine  (Pribam,  Sitzungsher.  K.  Acad.  Wien,  1897,  lib, 
106,  314)  have  only  one  half  the  aggregation. 

The  beliaviour  of  acetone  in  aqueous  solution  is  important  from 
the   fact   that   its  molecular  volume   is   almost   the   same   as   iliat 
of  7?-propyl  alcohol,  and  the  relative  molecular  weights  and  specific 
gravities  are  not  very  different.     It  was  found  that  although  the 
maximum  difference  between  the  theoretical  and  observed  propor- 
tions of  acetone  by  volume  occurred  at  exactly  the  same  molecular 
mixture  as  was  noticed  in  the  case  of  w-propyl  alcohol  and  water, 
proving  that  it  was  similarly  aggregated,  the  degree  of  contraction 
differed  greatly.     The  actual  contraction  at  this  point  in  the  case 
of  acetone  and  water  when  the  volume  of  acetone  is  taken  as  100 
was  found  to  bo  4'98  vols.,  whereas  in  the  case  of  ^i-projoyl  alcohol 
it  was  only  2'66  vols.     It  is  evident  that  the  attraction  of  acetone 
for  water  is  greater  than  that  of  ?i-propyl  alcohol,  but  the  fact  also 
proves  that  the  molecular  volume  of  a  liquid  as  determined  from 
its  molecular  weight  and  specific  gravity   docs   not   represent  the 
true  mean  spherical  path  of  the  molecule.     In  other  words,  just  as 
the  volumetric  changes  accompanying  the  admixture  of  the  primary 
alcohols,  fatty  acids,  &c.,  with  water  can  only  be  exjolained  on  the 
supposition  that  there  are  forces  of  attraction  between  the  several 
molecules,  so  it  is  natural  to  expect  that,  as  in  the  case  of  spheres 
similarly  electrified,  molecules  of  the  same  substance  will  repel  each 
other.     The  degree  of  repulsion  between  individual  molecules  would 
thus  vary  with  the  chemical  nature  of  the  substance,  and  go  far  in 
explaining  the  volumetric  changes  in  a  mixture  of  liquids,  such  as 
benzene  and  chloroform,  the  volume  of  which  after  admixture  is 
greater  than  the  sum  of  the  initial  volumes. 

The  fact  that  the  true  relative  volumes  of  liquid  molecules  are 
unknown  does  not  vitiate  the  conclusions  deduced  from  the  above 
theory  of  spheres  in  regard  to  molecular  complexities,  but  before 
this  theory  can  be  applied  in  a  similar  manner  to  liquids  which 
exhibit  a  force  of  repulsion  inter  se,  it  becomes  necessary  to  know 
on  which  molecule  this  increased  force  of  repulsion  on  mixing 
depends,  or,  in  other  words,  which  is  the  more  active  molecule. 
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We  are  unable,  foi'  instance,  from  a  study  of  mixtures  of  benzene 
and  chloroform  alone  to  draw  any  definite  conclusions  as  regards 
the  relative  complexities  of  their  molecules  without  knowing  the 
complexity  of  one  constituent  in  the  mixture.  Both  liquids  are. 
however,  misciblc  in  all  proportions  with  ethyl  ether,  and  a  con- 
traction in  volume  then  occurs  which  is  different  in  degree  in  each 
case.  From  the  specific  gravities  of  mixtures  of  ethyl  ether  and 
chloroform  (Thorpe  and  Rodger,  Trans.,  1897,  71,  360)  it  is 
found  that  the  greatest  difference  between  the  theoretical  and 
observed  percentages  of  chloroform  by  volume  occurs  when  the 
moleciiles  are  mixed  in  the  proportion  of  two  of  chloroform  to  one 
of  ether,  whilst  similar  calculations  in  the  case  of  ethyl  ether  and 
benzene  from  Linebarger's  data  (Amer.  Chem.  J.,  1896,  18, 
429)  show  that  the  point  of  maximum  difference  in  the  percentage 
of  benzene  by  volume  occurs  at  a  mixture  of  two  molecules  of 
benzene  with  one  of  ether  (referred  to  the  gaseous  state).  Benzene 
and  chloroform,  therefore,  must  be  similarly  aggi'egated. 

These  figures,  however,  do  not  by  themselves  prove  that  chloro- 
form and  benzene  are  doubly  aggregated  as  comjDared  with  ethyl 
ether,  for  if  in  each  series  of  mixtui'es  we  determine  the  points  at 
which  the  greatest  difference  occurs  between  the  theoretical  and 
observed  percentages  by  volume  of  ethyl  ether,  we  obtain  the 
reciprocal  proportions,  namely,  two  molecules  of  ether  to  one  of 
chloroform  or  benzene. 

The  volumetric  changes  which  occur  in  the  case  of  most  other 
mixtures  of  organic  liquids  of  which  we  have  any  data  are  too 
small  or  unreliable  to  enable  us  to  draw  accurate  conclusions  re- 
garding their  molecular  complexities.  The  following  results  were 
obtained  in  the  case  of  those  mixtures  which  yield  differences  in 
amount  sufficient  for  the  purpose. 

Moleciilar  proportions  at  which 
the  niaximnm  flitFerence  occurs 
Constituents  of  between  the  theoretical  and 

the  mixture.  observed  percentages  by  volume  of 

, * ,  , ' ■■ , 

A.  B.  A.  B. 

1.  Cliloroform Ethyl  ether  ...     2CHCI3  — (CoH,).,0      2(CsH5).0-CHCl3 

2.  Benzene  ,,         ,,      ...     2CfiHfi     — (C.'.H-,):0      2(V,MS0—0^U^ 

3.  Carbon  di.sulphide     Chloroform    ...     2CS„        — CHCI3"         2CHCi..     — CS2 

4.  „  ,,  Benzene 2GSo        — CrH,.,  C,;Hfi  -CS., 

5.  Ethyl  ether    Methyl  alcohol     (C2H5)20— CH3OH       ^CH^H  — (C.;H5)20 

Data. 

1.  Thorpe  and  Rodger  [loc.  cU,). 

2.  Linebarger  [Amer.  Chcm.  J.,  1896,  18,  429). 

"•  J)  !I  ))  )> 

4 

5,  Centncj-zwer  and  Zoppi  (Zcit.  phi/sikcU.  Chem,,  190G,  64,  690). 
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It  is  evident  that  from  a  consideration  of  the  above  figures 
alone  we  should  have  difficulty  in  assigning  the  relative  degree 
of  complexity  to  each  of  these  several  molecules.  The  complexity 
of  any  liquid,  however,  can  be  readily  determined  by  mixing  it 
with  several  members  of  a  homologous  series  with  which  it  is 
miscible  in  all  ^proportions,  pi'ovided  that  the  volumetric  changes 
are  sufficient  in  amount,  for  when  the  liquid  in  ({uestion  has  the 
greater  molecular  volume,  which  implies  in  the  generality  of  cases 
the  more  active  molecule,  the  maximum  difference  between  its 
theoretical  and  observed  projiortions  in  the  mixtures  must  always 
occur  at  the  same  molecular  admixture,  whilst  the  maxima  of  the 
several  homologues  will  vary  with  different  members  of  the  series, 
as  is  the  case  with  water  in  its  admixtures  with  the  alcohols  and 
acids. 

In  order  to  determine  the  degree  of  complexity  of  carbon 
disulphide  in  this  manner,  mixtures  were  made  with  ethyl  and 
w-propyl  alcohols,  the  specific  gravities  of  which  are  set  out  below. 


Carbon  disulpliide  and 
ethyl  alcuhol 


Percentage  of 

Specific  gravity 

carbon  disnlj)bide 

of 

the  mixture 

by  weif^lit. 

at  15-5715-5°. 

ioo-6o 

1-2713 

91-58 

1-2057 

8r.-93 

1-1664 

76-50 

1-1071 

51-2-2 

0-9758 

35-19 

0-9089 

— 

0-7940 

90-93 

1-2043 

78-31 

1-1243 

01-42 

1-0342 

40-80 

0-9436 

18-75 

0-8644 

— . 

0-8080 

Carbon  disulphide  and 
?i-propyl  alcohol 


In  both  cases  heat  was  absorbed,  and  by  interjDolation   of  the 
small  expansions  thus  obtained,  it  was  found  that  the  maximvxm 
difference    between    the   theoretical    and    observed    proportions    of 
carbon   disulphide   by   volume   occurred   at   mixtures   representing 
approximately  four  molecules  of  carbon  disulphide  with  one  of  the 
alcohol  (referred   to   the   gaseous  state).     Accordingly   the   carbon 
disulphide  molecule  in  the  liquid  state  must  be  regarded  as  having 
a    complexity    four    times    that    of    the    alcohol    molecule.     Since 
chloroform  and  benzene  are  similarly  aggregated   it  follows  from 
the  above  table  that  each   has   only  one  half  the   complexity   of 
carbon  disulphide,  but  twice  that   of  ethyl  ether,   which   latter   is 
similarly  aggregated  to  water  and  the  alcohols. 

Now  Ramsay  and  Shields  {loc.  cit.)  concluded  from  their  experi- 
ments that  the  molecules  of  carbon  disulphide,  benzene,  and  ethyl 
ether  were  not  aggregate<]  as  compared  with  those  of  water  and  the 


Specific  gravity  of  the 

iiixt 

iieatl5-57l5-5°. 

0-9880 

1-OOlG 

roiii 

1-01  IS 

1 -0088 

1-004G 

0-9G51 

0-9328 

0-8939 

0-7940 
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alcohols,  whereas  the  above  results  indicate  a  different  degree  of 
aggregation  in  the  case  of  each  liquid.  Pyridine  also  was  sup- 
posed to  be  less  aggregated  than  water,  and  in  order  to  test  this 
statement  according  to  the  present  theory  mixtures  were  made 
with  water  and  ethyl  alcohol,  and  their  densities  determined.  The 
boiling     point     of    the    sample    of    pyridine     (Kahlbaum's)     was 

114—114-3°. 

Percentage  of 
pyridine  by  weight. 

Pyridine  and  100-00 

water  87-20 

70-11 
49-88 
30-72 
12-78 

Pyridine  and  ethyl  89-52 

alcohol  74  -02 

54-39 

In  both  cases  heat  was  evolved,  and  from  the  curve  of  the  rela- 
tively large  contractions  obtained  the  aggregation  of  pyridine  in 
the  liquid  state  was  found  to  be  the  same  as  that  of  water  and  the 
alcohols. 

The  specific  gravities  of  the  mixtures  of  pyridine  with  water  were 
also  taken  at  25°,  but  except  that  the  contractions  at  corresjoond- 
ing  concentrations  were  relatively  smaller,  no  change  was  noticed  in 
the  points  of  maximum  difference  in  the  volumes  of  either  con- 
stituent. 

Theory  of  the  Intermiscihility  of  TAquich. 

When  the  primary  alcohols  and  fatty  acids  are  mixed  with  water 
it  is  found  that  the  solubility  decreases  as  we  jiass  from  the  lower 
to  the  higher  homologues.  Methyl,  ethyl,  and  n-propyl  alcohols, 
for  instance,  are  miscible  in  all  proportions  with  water,  whilst 
7i-butyl-  and  amyl-alcohols  have  only  a  limited  solubility.  The 
same  rule  applies  in  the  case  of  the  fatty  acids  and  other  homologous 
series.  As  would  be  exjiected,  when  the  aggregation  is  constant 
the  molecular  volumes  also  become  greater  with  increase  in 
molecular  weight.  This  increased  molecular  volume,  however,  in 
the  case  of  the  higher  homologues  is  probably  far  from  representing 
the  differences  in  the  actual  volumes  occupied  by  the  several  mole- 
cules, and  is  rather  to  be  explained  by  a  greater  force  of  repulsion 
between  the  molecules  themselves  as  their  mass  increases,  with  a 
relative  increase  in  the  distance  between  the  centres  of  mass  of 
adjacent  molecules.  In  fact,  it  is  probable  that  the  orbits  of  mole- 
cules of  the  most  diverse  substances  in  the  liquid  state  do  not  differ 
greatly,  and  that  the  theory  of  spheres  can  be  applied  to  the  inter- 
miscibility  of  liquids.     What,  therefore,  is  tlie  essential  difference 
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between  the  molecules  of  carbon  disulpliide  and  pyridine,  benzene 
and  nicotine,  which  decides  their  niiscibility  or  imniiscibility  in 
water?  A  comparison  of  their  molecular  weights  does  not  assist 
us,  but  when  their  molecular  volumes  are  set  out  a  remarkable 
series  is  obtained. 

Below  is  given  the  relative  molecular  volumes  (compax'ed  with 
that  of  water  at  the  same  temperature  as  unity)  of  some  of  the 
more  commonly  known  organic  liquids  which  have  been  dealt  with 
above,  (1)  referred  to  the  gaseous  state,  and  (2)  deduced  from  their 
ascertained  complexities. 

(5). 
(4).  True 

(3).  Dt-'gree     molecular  vol - 

Molecular         oi'  aggrega-    unie  deduced 
volume  tiou  in  from  the 

referred  to  the  li(|uid  state.       degree  of 
(1).  (2).  gaseous  state.  AVater  (HoOJ^.  complexity. 

Substance.  Temperature.       "Water  1.  Mol.  \vt.    "     "Water  1. 

Glj'cerol "20°  —  1  2-02 

Formic  acid    20  2-09  2  2-09 

Methyl  alcohol 15-5  2-27  2  2'27 

Acetic  acid 20  3-17  2  3-17 

Ethyl  alcohol     l.^-o  3-22  2  3-22 

Carbon  disulphide    20  3-34  8  — 

Allyl  alcohol 20  3-76  2  376 

Lactic  acid 20  4-02  2  4-02 

Acetone  15  4*04  2  4-04 

Glycerol 20  4-05  1  — 

Tropionic  acid    0  4-06  2  4-06 

71- Propyl  alcohol   0  4-07  2  4-07 

Chloroform     0  4-34  4  — 

Pyridine     4  4-41  2  4-41 

Nicotine     20  —  1  4*45 

Benzene  20  4-91  4  — 

71- Buiyl  alcohol  0  4*99  2  4-99 

21- Butyric  acid  19  5-08  2  5-08 

Ethyl  ether    4  5-62  2  5-G2 

7i-Aniyl  alcohol 0  5-89  2  5-89 

7i-Caproic  acid   227  6-93  2  6-93 

Chloroform     0  —  4  8-GS 

Nicotine      20  8-90  1  — 

Benzene 20  —  4  9*82 

Laurie  acid 44  12-60  2  12G0 

Carbon  disul])hide 20  —  8  13-30 

As  will  be  seen  from  column  3  the  gradual  increase  in  molecular 
volume  results  in  a  decrease  in  miscibility  with  water  only  in  the 
■case  of  liquids  having  the  same  degree  of  complexity.  Carbon 
disulphide  and  ethyl  alcohol,  for  instance,  have  the  same  apparent 
molecular  volume,  whereas  the  one  is  insoluble  in  water  and  the 
other  miscible  in  all  proportions.  When,  however,  the  degree  of 
aggregation  in  the  liquid  state  is  taken  into  consideration,  carbon 
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disulpliide  takes  its  place  at  the  bottom  of  the  list  in  column  5, 
amongst  the  most  insoluble  substances. 

Nicotine,  on  the  other  hand,  from  its  appai*ently  great  molecular 
volume  referred  to  the  gaseous  state,  would  be  expected  to  be 
insoluble  in  water,  but  seeing  that  its  complexity  in  the  liquid 
state  is  only  one-half  that  of  water,  it  takes  its  place  amongst  the 
miscible  substances.  Glycerol,  chloroform,  and  benzene  in  the  same 
manner  fall  into  their  natural  positions  in  column  5,  so  that 
we  have  here  a  series  which,  with  the  exception  of  n-butyl  alcohol 
and  7j-butyric  acid,  show  a  decreasing  solubility  with  increase  in 
molecular  volume. 

Again,  liquids  adjacent  to  each  other  in  this  series  and  possess- 
ing molecular  volumes  within  certain  dimensions  are  mutvially 
miscible.  Thus  glycerol  is  miscible  with  ethyl  alcohol,  but  insoluble 
in  ethyl  ether;  methyl  alcohol  is  miscible  with  chloroform,  but  only 
partially  miscible  with  carbon  disulphide;  pyridine,  on  the  other 
hand,  being  near  the  limits  of  comi^lete  miscibility,  is  miscible  with 
almost  all  the  liquids  mentioned  from  water  to  carbon 
disulphide. 

Cai'bon  disulphide,  therefore,  is  insoluble  whilst  ethyl  alcohol  is 
easily  miscible  with  water  by  reason  of  its  relatively  greater 
molecular  volume.  This  explanation  is,  however,  inadmissible  with- 
out qualification,  for  we  already  know  that  the  so-called  molecular 
volume  of  a  liquid  does  not  rejiresent  the  true  spherical  path  of 
the  molecule,  otherwise  ?i-butyric  acid  would  be  less  soluble  in 
water  than  w-butyl  alcohol,  whereas  the  reverse  is  the  case.  There 
is  little  doubt,  however,  that  the  mean  path  of  a  molecule  can  be 
represented  by  a  spherical  surface,  and  that  it  retains  its  indivi- 
duality when  mixed  with  other  liquids;  also  that  the  so-called 
molecular  volume  is  determined  by  forces  of  repulsion  inherent  to 
the  molecules.  Liquids,  therefore,  having  approximate  molecular 
volumes  must  mix  together  in  the  same  way  as  a  mixture  of 
inelastic  spheres,  and  this  mutual  miscibility  will  continue  so  long 
as  the  distance  between  the  centres  of  mass  of  adjacent  molecules 
is  less  than  ><J  {x  +  y),  where  x  and  y  are  the  radii  of  the  spherical 
paths  of  individual  molecules  of  each  constituent.  When  the 
distance  between  the  centres  of  mass  of  the  molecules  of  either  con- 
stituent becomes  greater  than  this  factor,  mutual  miscibility  ceases^ 
and  the  gi'eater  this  factor,  proportionately  less  miscible  the  liquids 
become,  as  in  the  case  of  spheres,  the  diameters  of  which  are  such 
as  to  allow  the  smaller  to  pass  through  the  interstitial  spaces  of 
the  larger  spheres. 

Government  Laboratory. 
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CLXXIII. — The  Relationship  of  Colour  and  Fluorescence 
to  Constitiition.  Fart  I.  The  Condeyisation 
Froducts  of  Mellitic  and  Fijromellitic  Acids  ivith 
Resorcinol. 

By    Oswald    Silberrad,    Ph.D. 

When  mellitic  or  pyromellitic  acid  is  heated  with  phenols  or  raeta- 
derivatives  of  phenols,  condensation  occurs,  with  the  formation  of 
colouring  matters  analogous  to  the  phthaleins.* 

Mellitic  acid  is  capable  of  forming  three  series  of  "  melliteins,"  and 
similarly,  pyromellitic  acid  can  give  rise  to  two  series  of  derivatives. 
The  general  structure  of  the  compounds  follows  from  their  method  of 
preparation  and  their  analogy  to  the  phthaleins.  It  is  convenient  to 
classify  them  as  mono-,  di-,  and  tri-xanthyl  derivatives. 

The  monoxanthyl  derivatives  obtained  from  pyromellitic  acid  may 
be  regarded  as  being  derived  from  ^-hydroxyxanthylbenzene-2  :  4  :  5- 
iricarboxylic  acid  (IV),  and  those  obtained  from  mellitic  acid  as 
derived  from  9-hydroxyxanthylbenzene-2  -.3:4:5:  ^-pentacarhoxylic 
acid  (V). 

O  O 


C-OH  C-OH 

COgH.       I      "  COgHl       JCO^H 


COgH  COoH 

(IV.)  (V.)" 

The  dixanthyl  compounds  are  similarly  derived  from  9  :  'd'-di- 
hydroxy-\)-dixanthylbenzene-2.  :  b-dicarboxylic  acid  (VI),  and  9  :  9'-(Zi- 
hydroxydixanthylbenzenetetracarboxylic  acid  respectively.  Of  these,  the 
former  is  derived  from  pyromellitic  acid,  and  admits  of  only  one 
isomeride,  whilst  the  latter,  derived  from  mellitic  acid,  occurs  in  two 
modifications,  according  as  the  xanthyl  groups  are  para  (VII)  or  meta 
(VIII)  to  one  another. 

*  The  application  of  these  compounds  as  dyestufTs  has  already  been  patented 
(Silberrad,  Eng.  Pat.,  No.  28638  of  1902). 


VOL.    LXXXIX.  6    H 


1788         SILBERRAD:   THE   RELATIONSHIP   OF   COLOUR   AND 

0  0  0 


COoH 


C-OH 


CO.H 
COgH 


COoH 

co;h 


CO.,H 

C(dH) 


C02H 


\_ 


0 


(vin.) 


Derivatives  of  both  the  meta-  and  the  para-compound  have  been  pre- 
pared. They  differ  from  one  another  in  that  the  meta-compounds  (VIII) 
are  capable  of  condensing  with  a  further  pair  of  phenol  molecules  to 
form  trixanthyl  derivatives.  The  parent  compound  of  the  trixanthyl 
group  is  9  :  9'  :  ^"-trihydroxytrixanthylbenzenetricarboxylic  acid  (IX). 


C-OH 


0< 


COoH 

>(H0')0 


CO2H 

C(0H)< 


0 


\. 


C02H 


(IX.) 


Anhydro-derivatives. — It  is  seen  that  the  above  carbinol  derivatives 
are  capable  of  losing  water  to  form  lactones.  In  the  phthalein  series, 
the  carbinol  derivatives  are  assumed  to  change  spontaneously  to 
lactones  on  passing  from  the  ionised  to  the  non-ionised  condition. 
In  the  present  study  of  the  melliteins  and  pyromelliteins,  it  has  been 
found  that  all  the  mellitic  derivatives  ax*e  bydrated  and  behave  as 
though  they  contain  the  full  complement  of  carboxylic  acid  groups 
as  shown  in  formulae  (V),  (VII),  (VIII),  and  (IX).  The  pyromellitic 
derivatives,  on  the  other  hand,  are  anhydrides — presumably  lactones — 
as  represented  in  the  foi-mulse  (X)  and  (XI) : 
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COgH 


CO^H 


(X.) 

(X)  9- Hydroxy xanthi/lbenzene-2-carboxylactone'4:  :  5-dicarboxylic  acid, 
and  (XI)  9  :  d'-dihydroxydixanthylbenzene-2  : 5-dicarboxylactone. 

Orientation   of  the  Xanthyl   Groups   in   Dixanthyl  Derivatives  of 

Mellitic    Acid. 

In  the  mono-  and  tri-xanthyl  derivatives  the  orientation  of  the 
xanthyl  groups  is  not  open  to  doubt ;  the  dixanthyl  compounds, 
however,  are  capable  of  existing  in  two  modifications,  according  as  the 
xanthyl  groups  are  meta  or  para  to  each  other,  as  shown  in  formulae 
(XII)  and  (XIII).  The  ortho-position  is  excluded,  as  each  xanthyl 
group  requires  the  presence  of  two  carboxylic  groups,  even  although 
one  of  these  is  left  intact. 


OH 


CO,H 
CO^H 


OH 


OH 


C-OH 


CO^H 


C(OH) 


COgH 


OH 


OH 


C-OH 


COgHf 
COgH 


'^ 


COgH 
CO2H 


C-OH 


HO 


OH 


(XII.) 

(XII)  Hexahydroxy-vix-dixaiithylbenzene-2 : 4  : 5  :  ^-tetracarboxylic  acid, 

(XIII)  IIexahydroxy-'p-dixanthylbenzene-2 : 3 : 5 :  Q-tetracarboxylic  acid. 

It  is  seen  that  only  the  meta- derivative  is  capable  of  combining 
with  a  further  pair  of  resorcinol  molecules  to  form  nonahydroxy-sym- 

6  B  2 
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trixanthylbeuzeuetricarboxylic  acid,  since  two  neighbouring  carboxylic 
groLipti  are  necessary  for  the  condensation  with  resorcinol.  This  pro- 
perty has  been  made  use  of  for  the  orientation  of  these  compounds. 
It  is  found  that  the  ordinary  hexahydroxydixanthylbenzenetetra- 
earboxylic  acid,  obtained  by  direct  condensation  of  resorcinol  with 
mellitic  acid,  readily  unites  with  a  further  pair  of  resorcinol  molecules 
to  form  a  trixanthyl  derivative,  namely  : 

0 


OH  \  y\/\/  OH 

C-OH 


/.     .      CO.H/    \CO2H    >-   . 

0<^_^(H0'')C1^^IC(0H)/       \0 

/-\  CO,H         X-\ 

\_/  \_/ 

OH  OH 

(XIY.) 

(XIV)  Nonahydroxy-sjTD.-trixanthylhenz&ne-2  :  4  :  ^-tricarboxylic  acid. 

The  original  compound  must  therefore  have  been  the  metadixanthyl 
derivative  shown  in  formula  (XII). 

In  order  to  prepare  the  para-isomeride,  it  is  necessary  to  protect 
the  1  :  4-positions.  This  was  accomplished  by  condensing  1  :  4-diethyl 
mellitate  with  resorcinol  and  subsequently  saponifying  the  resulting 
ester.  In  this  way,  the  para-compound  (formula  XIII)  was  obtained. 
This  compound  shows  no  tendency  under  any  conditions  to  condense 
further  with  resorcinol.  It  will  be  observed  that  these  derivatives  of 
mellitic  acid  are  hydrated,  that  is,  the  carboxylic  acid  groups  adjacent 
to  the  xanthyl  groups  are  unaffected,  and  it  should  therefore  be 
possible  to  produce  a  hexaxanthyl  derivative.  This,  however,  has  not 
been  realised;  it  has  been  suggested  that  a  pair  of  carboxylic  acid  groups 
adjacent,  or  in  the  ortho-position  to  one  another,  is  necessary  for  the 
formation  of  a  xanthyl  ring.  This,  however,  fails  to  account  for  the  fact 
that  the  para-derivative,  which  still  contains  two  pairs  of  ortho-carboxyl 
groups,  does  not  form  tri-  and  tetra-derivatives.  The  most  logical 
explanation  appears  to  be  that  the  introduction  of  two  xanthyl  groups  in 
adjacent  positions  is  prevented  by  steric  hindrance. 

It  is  of  interest  to  note  that  the  two  isomeric  series  of  compounds 
show  a  distinct  difference  of  colour.  Thus  3  :  3' :  G  :  6' :  9  :  9'-hexa- 
hydroxy-/9-dixanthylbenzene-2  :  3  :  5  :  6-tetracarboxylic  acid  dyes  silk 
and  wool  a  yellow  ochre  tint,  whilst  the  meta-isomeride  gives  a 
brownish-yellow.  The  octabromo-derivatives  of  these  two  compounds 
show  an   equally  marked   difference  of  coloui-.     The  para-compounds 
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also  show  a  much  more  intense  fluorescence  than  the  corresponding 
meta-derivatives. 

Relationship  of  Constitution  to  Colour  and  Fluorescence. — Much  of 
the  interest  of  the  present  work  lies  in  its  bearing  on  the  influence  of 
constitution  on  colour  and  fluorescence.  According  to  the  ideas 
cui'rently  accepted,  the  colour  and  fluorescence  of  the  phthaleins  is 
attributed  to  a  quinonoid  structure  of  the  molecule  and  to  its  oscillatory 
tautomeric  relationship  with  the  corresponding  lactone.  It  is  therefore 
a  matter  of  surprise  to  find,  as  is  shown  in  the  present  work,  that  many 
compounds  of  this  class,  although  intensely  coloured  and  strongly 
fluorescent,  cannot  reasonably  be  formulated  as  quinone  derivatives  and 
admit  of  no  possibility  of  tautomerism.  They  should,  indeed,  according 
to  the  generally  accepted  theoi'ies,  be  colourless  and  non-fluorescent. 
Thus,  the  following  are  examples  of  compounds  pi'epared  in  the  present 
work  which  are  saturated  and  contain  neither  lactone  rings  nor 
quinone  groups  and  ai'e  incapable  of  tautomeric  oscillation,  yet  they 
exhibit  intense  colour  and  fluorescence. 


I.  Haloid  Derivatives  of  Di-  and  Tri-xanthyl  Compounds. 

Examples  of  these  are  octahrom-ipr  iodo)-3  : 3' :  6  : 6' :  9  :  ^' -hexahydroxy- 
dixanthylhenzene-2  :  4  :  5  :  6-(or  2:3:4:  5)-tetracarboxylic  acids.  These 
compounds  act  as  octabasic  acids,  forming  well-defined  and  character- 
istic salts.  The  potassium  salts,  for  example  (formula  XV  and  XVI), 
are  red  powders  possessing  a  metallic  green  reflex  ;  they  are  very  soluble 
in  water,  giving  intense  blood-red  solutions  which  show  a  brown 
fluorescence,  and  dye  silk  and  wool  an  intense  pinkish-red. 


KO 


C-OH 


CO^K 

COgK 


COoK 
COgK 


CO2K 
CO.,K 


C-OH 


C(OH)^ 
CO.K 


0 


>Br 


Br  OK 


(XVI.) 


5  :6- 


(XV)  Potassium    octabromohexahydroxy-T^-dixanthylhenzene-2  :  3 

tetracarhoxylate. 

(XVI)  Potassium  octahromohexahydroxy-va.-dixanthylhenzeve-'l  :4  :5  :G- 

tetracarhoxylate . 
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Dodecah'omo-  (and  iodo)-  nonahydroxytrixanlhylhenzeiietricarhoxylic 
acids  also  belong  to  this  class.  They  behave  as  nonabasic  acids  and  yield 
well-defined  salts,  for  example  : 


Br    O 


Br  OK 
/~\Br 

CO.,K  N— / 


IC(OH)<^ 
C-OH         / 


\ 


0 


)Br 


Br  OK 


(XVII)  Potassium    dodecabromononahydroxy-ajm.-trixanthylhenze'ne- 
2:4::6-tricarboxylate. 


II.   17ie  Parent  Hydroxy -cotnpoxhnds. 

These  possess  pi'ecisely  analogous  structure,  but  in  their  case  the 
basicity  of  the  acid  is  restricted  to  the  number  of  carboxylic  groups 
present.  This  admits  of  the  possibility  of  two  methods  of  formulation 
apart  from  the  above.  Thus  the  silver  salt,  for  example,  of  hexa- 
hydroxy-/)-dixanthylbenzene-2  :  3  :  5  :  6-tetracarboxylic  acid,  that  is,  the 
parent  compound  corresponding  to  formula  (XV),  might  be  formulated 
either  as  (XVIII),  or  (XIX). 


0 


O 


I        I        I 


^OH 


HO 


C 


CO^Ag 
CO^Ag 


OAg 


GOa^g  .,  2H  O 
COaAg  ^^^"2*^ 


CO.Ag/^lCO'/     ^„^ 
/CO'        IcOaAg  +  '^a^ 

\ n 


OH 


HO 


Since,  however,  the  structure  of  the  halogen  derivatives  has  been  placed 
beyond  all  doubt,  and  there  are  no  grounds  for  assuming  a  difference 
of  structure  between  these  and  the  parent  compounds,  it  appears  that 
the  latter  also  are  saturated,  as  shown  in  the  formula  of  silver  hexa- 
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hydroxy -'p-dixanthylbenzene-2  :  3  :  5  :  Q-teiracarboxylate  (XX),  and  con- 
tain neither  lactonic  nor  quinonoid  linkings. 


HOr     Y     Y    >0H 


COoAgl^^CO^Ag 
C-OH 

nol    X    X    JOH 


Notwithstanding  the  absence  of  all  groups  usually  recognised  as 
chromophores,  these  compounds  are  intensely  coloured  and  show  strong 
fluorescence.  Further,  it  is  seen  that  they  are  closely  allied  to  the 
phthaleins  themselves,  thus  the  formation  of  derivatives  which  cannot 
be  formulated  so  as  to  contain  a  quinonoid  structure  casts  grave  doubts 
on  the  presence  of  a  quinone  group  in  any  of  these  compounds. 
Undoubtedly,  in  the  instances  cited  above,  another  chromophore  must 
be  sought.  The  observations  made  in  the  present  work  appear  to  lend 
weight  to  Baeyer's  theory  of  the  constitution  of  phthaleins  and  other 
dyes  {Ber.,  1905,  38,  569),  according  to  which  the  colour  is  not  due  to 
a  quinonoid  structure  but  to  a  peculiar  form  of  carbon  linking.  It 
certainly  appears  from  the  examples  given  that  the  9-carbon  atom 
of  these  xanthyl  derivatives,  which  corresponds  to  the  carbinol  carbon 
atom  of  triphenylcarbinol  compounds,  possesses  latent  chromophoric 
properties,  the  development  of  which  depends  on  the  substituents  in 
the  xanthyl  or  other  groups  attached  thereto. 

Stability  of  the  Lactone  Ring  in  Phthaleins. — It  is  generally  assumed 
that  phenolphthalein  and  many  of  its  derivatives  exist  in  the  form  of 
lactones  in  the  free  state,  but  undergo  a  desmotropic  change  into 
quinone  derivatives  containing  a  carboxylic  group  in  presence  of 
alkali.  According  to  this  assumption,  the  lactone  ring  is  supposed  to  be 
very  labile,  breaking  open  at  once  in  presence  of  dilute  alkali,  whilst 
in  fluorescent  compounds  the  two  formulae  are  assumed  to  represent 
tautomeric  compounds  capable  of  constantly  oscillating  between  the 
two  configurations. 

The  present  work  gives  indications  that  the  change  from  the  lactonic 
to  the  quinonoid  structure  frequently  does  not  take  place  with  the  ease 
which  has  been  generally  assumed.     In  other  cases,   again,  the  com- 
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pounds  show  no  tendency  to  pass  into  the  lactonic  form  when  liberated 
from  their  salts,  but  remain  as  carboxylic  acids.  Thus,  in  many 
instances  the  salt-formation  occurs  without  any  molecular  rearrange- 
ment. The  analogy  between  these  compounds  and  the  phthaleins  is 
so  close  that  a  moditicatioa  of  the  theory  of  these  compounds  may 
become  necessary. 

When  trihydroxyxanthylbenzene-2-carboxylactonedicarboxylic  acid  is 
wax'med  with  a  quantity  of  caustic  potash  less  than  sufficient  to  dissolve 
it  completely,  and  the  excess  of  xanthyl  compound  separated,  the 
solution  yields  on  precipitation  silver  trihydrox}jxanthylbenzene-2-carb- 
oxylactone-ii  :  b-dicarhoxylate  (XXI).     Thus    the   compound  acts  as  a 


OH/    V  V  ^OH 


1 


CO,Ag 

(XXL) 

dibasic  acid  in  these  circumstances,  indicating  that  the  lactone  ring  does 
not  break  open  so  easily  as  is  generally  believed.  If,  however,  the  di- 
potassium  salt  is  dissolved  in  water,  and  treated  with  a  drop  of  caustic 
potash,  a  marked  change  of  colour  occurs.  The  solution,  which  was 
originally  a  bright  orange,  becomes  much  darker,  more  intensely 
coloured,  and  the  fluorescence  increases  considerably.  This  evidently 
indicates  that  the  lactone  ring  is  bi'oken  open  in  presence  of  caustic  alkali. 
Indeed  it  was  found  possible  to  precijiitate  silver  trihydroxy  xanthyl - 
henzene-2  :  4  : 5-tricarboxylate   (XXII)    from   a    solution   prepared    by 


HO/    V    V   \0H 


CO.Ag 


COgAg 


COoAg 
(XXIL) 


treating  one  molecule  of  the  xanthyl  compound  with  three  molecules 
of  caustic  potash.  It  will  be  observed  that  the  salts  corresponding  to 
formula  XXII  are  fully  saturated  compounds  and  cannot  be  formu- 
lated as  quinone  derivatives,  unless  a  molecule  of  water  is  considered 
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as  water  of  crystallisation.  It  is  noteworthy  that  the  tri-metal lie  salts 
show  a  much  more  brilliant  metallic  reflex  and  possess  a  much  more 
intense  colour  and  fluorescence  in  solution  than  the  di-metallic  salts, 
that  is  to  say,  the  colour  and  fluorescence  are  strongest  in  the  compounds 
which,  according  to  the  ideas  hitherto  accepted,  contain  no  chromophore 
and  do  not  admit  of  tautomerism,  and  should  therefore  be  colourless 
and  devoid  of  fluorescence.  The  haloid  derivatives  of  the  above  com- 
pound are  also  lactonic  (XXIII),  but  in  this  case  the  lactone  ring 
readily  opens  on  treatment  with  alkalis  as  above,  and  the  compound 
acts  as  a  pentabasic  acid. 

Br    O      Br  Br    O      Br 


HOr     Y     Y     >0H 


/NCQ/^^  COoK 


COgH 


2 

C02H  C02K 

(XXIII.)  (XXIV.) 

(XXIII)   Telrabromotrihydroxyxanthylbenzenecarhoxylactonedicarhoxylic 

acid. 
(XX I V)  Fotassium  tetrahromoirihydroxyxanthylbenzenetricarhoxylate. 

The  results  recorded  in  the  present  paper  may  be  summarised  as 
follows  : 

(1)  Mellitic  and  pyromellitic  acids  condense  with  resorcinol  to  form 
a  series  of  coloured  compounds  analogous  to  the  phthaleins. 

(2)  Neither  the  colour  nor  the  fluorescence  of  these  compounds  is 
dependent  on  the  presence  of  quinone  linkings,  for  in  many  instances 
a  quinoDoid  structure  is  impossible. 

(3)  The  change  from  a  lactonic  to  a  quinonoid  structure,  and  vice 
versd,  does  not  appear  to  take  place  with  the  ease  which  is  generally 
assumed. 

Experimental. 

[With  Charles  Smart  Roy.] — For  the  conversion  of  mellitic  into 
pyromellitic  acid  the  following  conditions  were  found,  after  a  series  of 
experiments,  to  give  the  most  favourable  results.  Fifty  grams  of  mellitic 
acid  are  mixed  with  80  grams  of  potassium  hydrogen  sulphate  and 
made  up  into  a  thick  paste  with  sulphuric  acid.  The  mixtui-e  is 
heated  to  200°  for  six  hours  and  then  distilled  in  a  retort  fitted  with 
a  long  air  condenser  dipping  into  a  I'eceiver,  so  that  when  a  little 
sulphuric  acid  has  distilled  over  the  vapours  must  bubble  through  it. 
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The  decomposition  gases  carry  over  a  considerable  quantity  of  pyro- 
mellitic  acid  ;  this  is  collected  by  passing  the  vapour  through  cold 
water.  White  fumes  are  evolved  at  first,  and  after  a  time  sulphuric 
acid  passes  over.  Toward  the  end  of  the  distillation  the  pyromellitic 
acid  distils  over  in  considerable  quantity,  and  care  must  be  taken  to 
avoid  choking  of  the  condenser.  The  distillation  is  continued  until 
no  more  acid  passes  over.  The  water  and  sulphuric  acid,  in  which 
a  portion  of  the  pyromellitic  acid  has  collected,  are  mixed  and  cooled 
to  allow  the  dissolved  acid  to  crystallise  out.  The  acid  is  purified  by 
recrystallisation  from  water.     The  yield  amounts  to  54  per  cent. 

I.     Monoxanthyl  Derivatives. 

3:6:  ^-Trihydroxyxanthylhenzene-2-carhoxylactone-^  :  5-dicarboxylic 
Acid  (^Diresorcinolpyromellitein),  CggHjgOg. — This  is  prepared  by  heat- 

0 

H0/\/\/N0H 


^0 


CO,H 

ing  a  finely  ground  mixture  of  equal  parts  of  pyromellitic  acid  and 
resorcinol  to  160°  for  six  hours.  The  mixture,  which  at  first  melts, 
gradually  loses  water  and  solidifies.  When  cold,  the  dark  brown  mass 
is  powdered,  extracted  with  boiling  water,  and  the  residue  dissolved  in 
a  small  quantity  of  alcohol.  By  this  ti-eatment  a  small  quantity  of  a 
red  organic  compound  insoluble  in  cold  alcohol  is  removed.  It  is 
suggested  that  this  may  be  the  corresponding  anthraquinone  derivative. 
The  anhydroxanthyl  product  is  isolated  and  purified  by  fractional  pre- 
cipitation of  its  alcoholic  solution  by  the  addition  of  water.  On 
analysis : 

I.*  0-2230  gave  0-5154  CO2  and  0-0521  H^O.  C  =  63-03;  H-2-59. 

II.      0-2157     „     0-4974  CO.,    ,,    0'0528  H,0.  C  =  62-89 ;  H  =  2-72. 

II.      0-1898     „     0-4375  CO2    „    00469  hJo.  C  =  62-86 ;  H  =  2-74. 

III.      0-2091     „     0-4800  CO2    „    0-0555  H2O.  C  =  62-60 ;  H  =  2-94. 

Mean  0  =  62-85;  H  =  2-77. 
CngHigOy  requires  0  =  62-72  ;  H  =  2-87  per  cent. 

The  substance  is  a  bright  yellow,  amorphous  powder  melting  at 
above  300°.     It  dyes  silk  and  wool  a  brilliant  yellow.     It  is  insoluble 

*  These  numerals  refer  to  the  different  preparations. 
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in  benzene,  ether,  or  chloroform,  and  very  slightly  soluble  in  concen- 
trated hydrochloric  acid  or  water,  giving  in  the  latter  solvent  a  very 
faint  pink  coloured  solution  having  a  most  intense  green  fluorescence. 
It  is  fairly  soluble  in  aniline,  phenol,  ethyl  acetate,  glacial  acetic 
acid,  or  concentrated  sulphuric  acid,  readily  so  in  acetone  or  alcohol, 
in  which  solvents  it  gives  a  reddish-orange  coloured  solution  having 
an  intense  green  fluorescence ;  it  is  precipitated  from  these  solvents 
on  addition  of  water. 

The  compound  dissolves  readily  in  dilute  aqueous  caustic  potash  and 
ammonia,  giving  deep  orange  solutions  having  an  intense  green 
fluorescence  ;  on  acidifying  these  solutions,  the  acid  is  precipitated. 

The  alkali  salts  were  pi'epared  by  warming  a  solution  of  caustic 
alkali  with  excess  of  the  xanthyl  compound,  and  after  separating  the 
excess  of  the  latter,  evaporating  the  filtrate.  The  salts  of  the  heavy 
metals  were  obtained  from  the  potassium  salts  by  double  decom- 
position. 

The  lithiu.ni  and  j)otassium  salts  are  dark  orange-red  powders  having 
a  green  metallic  reflex. 

The  silver  salt,  CooHj^^OgAgo,  is  a  bright  orange-red  powder  which  is 
fairly  stable  to  heat.  It  is  readily  soluble  in  ammonia;  dilute  nitric 
and  glacial  acetic  acids  dissolve  the  salt,  precipitating  out  the  free  acid. 
On  analysis  : 

Preparation      I.     0-2176  gave  0-0744  Ag.     Ag  =  34-19. 

II.     0-2757     „     0-0942  Ag.     Ag  =  34-16. 

„  II.     0-2327     „     00795  Ag.     Ag  =  34-16. 

III.     0-5219     „     0-1771  Ag.     Ag  =  33-93. 

Mean  Ag  =  34-11. 
C22HjQOgAg2  requires  Ag  =  34-05  per  cent. 

The  cop2)er,  cobalt,  lead,  ferrous,  and  chromium  salts  are  formed  as 
orange  precipitates. 

The  ferric  salt  is  a  dark  brownish-red  powder. 

3:6:  ^-Trihydroxi/xanthylhenzene-2  :  4  :  b -tricarboxylic  Acid,  Q^-i^ifiia- 

0 
HO/    \'^\^    >0H 


C-OH 


COgH 


COgH 


CO2H 


This  acid  does  not  exist  in  the  free  state ;  on  liberation  from  its  salts 
it    at   once    loses    water,  yielding  3:6:  S)-trihydroxyxanthylbenzene-'2- 
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carhoxijlaclone-i: :  5-dicarhoxylic  acid.  The  potassium  salt  is  obtained 
by  suspending  2"1  parts  of  3  : 6  : 9-trihydroxyxanthylbenzene-2-carb- 
oxylactone-4 : 5-dicarboxylic  acid  in  water  and  adding  0  838  parts 
of  potassium  hydroxide.  After  about  06  part  has  been  run  in, 
additional  alkali  cavises  a  marked  increase  in  colour  and  fluorescence^ 
On  evaporating  the  solution,  the  salt  separates  as  a  dark  red  powder 
having  a  bright  olive-green,  metallic  reflex.  It  is  very  soluble  in 
water,  giving  a  brownish-red  solution  having  a  very  intense  green 
fluorescence.  The  lit/mom  and  sodium  salts  closely  resemble  the 
potassium  salt. 

The  silver  salt,  CooHj^OjgAgg,  is  a  dark  crimson  powder  having 
an  olive-green,  metallic  reflex.  It  dissolves  instantly  in  ammonia  : 
dilute  nitric  and  glacial  acetic  acids  dissolve  the  salt,  precipitating 
the  lactonedicarboxylic  acid.  It  is  fairly  stable  to  heat  and  light.  On 
analysis  : 

I.*  from  sodium  salt  0-2371  gave  O'lOOl  Ag.     Ag  =  42-22. 

II.      „      sodium  salt  0-1285      „     0-0546  Ag.     Ag  =  42  49. 

II.       „      sodium  salt  0-1918      „     00814  Ag.     Ag  =  42-44. 

III.       „      lithium  salt  0-1278     „     0-0544  Ag.     Ag  =  42-56. 

III.      „      lithium  salt  0-1142     „     0-0485  Ag.     Ag  =  42-46. 

Mean  Ag  =  42-43. 
C^.jH^^Oj^Agg  requires  Ag  =  42-66  per  cent. 

The  cojyper  salt  is  a  reddish-brown  powder  which  turns  dark  brown 
on  addition  of  ammonia. 

The  cobalt  and  mercuric  salts  are  orange-red  powders. 

The  lead,  chromium,  ferrous,  and  ferric  salts  are  bright  reddish- 
orange,  dark  yellowish-orange,  brown,  and  dark  brownish-red  powders 
respectively. 

2:4:5:  1  -Tetrahromo-Z  :  6  :  ^-trihydroxyxanthylhenzene-2-carhoxijlac- 
tone-i  :  5'dicarboxylic  Acid  {Tetrahromodiresorcinolpyromellitein), 
C^HABr,. 


/\co>o 


CO2H 


COgH 


The  foregoing  compound  is  dissolved  in  alcohol,  cooled,  and  a   slight 
excess  of  bromine  slowly  added.     After  twenty-four  hours  tlie  mixture 

*  See  footnote  on  ji.  1796, 
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i«  thrown  into  water,  the  precipitate  of  the  bromo-compound  separated, 
and  pui'ified  by  exhaustive  fractional  precipitation  of  its  alcoholic 
solution  by  the  addition  of  water.     On  analysis  : 

Preparation      I.     0-5359  gave  0-5498  AgBr.     Br  =  43-66. 

„  II.     0-3124     „     0-3199  AgBr.     Br  =  43-57. 

„  III.     0-2209     „     0-2268  AgBr.     Br  =  43-69. 

IV.     0-2098     „     0-2134  AgBr.     Br  =  43-28. 

Mean  Br  =  43 -55. 
CgoHgOgBr^  requires  Br  =  43-46  per  cent. 

The  substance  is  a  bright  orange-red,  amorphous  powder  melting  at 
186 — 189°,  and  dyes  silk  and  wool  a  brilliant  crimson.  It  is  insoluble 
in  water,  benzene,  ether,  chloroform,  or  concentrated  hydrochloric  acid, 
but  slightly  soluble  in  concentrated  sulphuric  and  acetic  acids,  from 
which  it  is  precipitated  on  dilution.  It  is  fairly  soluble  in  ethyl 
acetate  and  readily  so  in  warm  aniline,  giving  a  fine  deep  red  solution 
having  a  brown  fluorescence ;  on  cooling,  the  colouring  matter 
separates.  It  is  also  soluble  in  phenol,  acetone,  or  alcohol,  giving 
deep  red  solutions  from  which  the  compound  is  pi-ecipitated  on  dilution 
with  water.  It  dissolves  in  dilute  potassium  hydroxide  or  ammonia, 
with  rupture  of  the  lactone  ring.  The  solutions  have  a  fine  deep  red 
colour  and  a  brown  fluorescence. 

2  :  4  :  5  :  7 - Tetrabromo-3  :  6  :  2-trihydroxyxanthylbenzene-2  :  4  :  b-tri- 

Br     0      Br 


C-OH 


CO2H 


CO2H 


CO2H 


carhoxylic  Acid,  CggHj^OjoBr^. — This  acid  is  known  only  in  the  form  of 
its  metallic  salts.  "When  liberated  it  at  once  loses  water,  and  is 
converted  into  tetrabromotrihydroxyxanthylbenzenecarhoxylactonedi- 
carboxylic  acid. 

The  salts  are  prepared  from  the  preceding  lactone  by  the  addition  of 
alkali,  which  breaks  open  the  lactone  ring.  The  sodium  and  lithium 
salts  are  dai'k  red  powders  having  a  very  brilliant  green  metallic  reflex, 
and  are  very  readily  soluble  in  water. 

The  silver  salt,  C22H50^(jBrjAg-,  is  precipitated  as  a  bright  crimson 
precipitate  which  is  fairly  stable  to  heat  and  light,  and  is  readily 
soluble  in  ammonia.  Dilute  nitric  and  glacial  acetic  acids  dissolve  the 
salt  and  precipitate  the  acid.     On  analysis  : 
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Piei>aration       I.  0-5819  gave  04204  AgBr.  Ag  =  41-50. : 

11.0-3451     „     0-252-2  AgBr.  Ag  =  41-98. 

II.  0-1998     „     0-1461  AgBr.  Ag  =  42-00. 

III.  0-2189     „     0-1600  AgBr.  Ag  =  41-98. 

IV.  01859     „     0-1349  AgBr.  Ag  =  41-68. 

Mean  Ag  =  41-83. 
^  CgoHjOjoBr^Agj  requires  Ag  =  41-88  per  cent. 

The  copper,  barium,  cobalt,  lead,  ferrous,  and  chromium  salts  are 
formed  as  blood-red  powders,  the  barium  and  copper  salts  being 
unaltered  by  ammonia ;  the  ferric  salt  is  a  dull  brownish-red  powder. 

2:4:5:   7-Tetraioclo-3  :  6  :    9-trihydrox7/xanth7/lbenzene-2-carboxy- 
lactone-^L  :  d-dicarboxt/lic  Acid  (^Tetraiododiresorcinolpyromellitein), 

I      O       I 


COgH 


COgH 


Eight  grams  of  trihydroxyxanthylbenzenecarboxylactonedicarboxylic 
acid  are  dissolved  in  30  c.c.  of  a  20  per  cent,  caustic  potash  solution. 
This  solution  is  boiled,  and  to  it  a  boiling  solution  of  50  grams  of 
iodine  in  100  c.c.  of  10  per  cent,  caustic  potash  is  slowly  added. 
The  whole  is  then  boiled  for  ten  minutes  and  allowed  to  cool,  when 
the  iodo-compound  separates  out  and  is  filtered  off,  washed  thoroughly 
with  hot  water,  dissolved  in  dilute  caustic  potash,  and  fractionally- 
precipitated   by  addition  of  hydrochloric  acid.     On  analysis  : 

Preparation       I.  0  3855  gave  0-3918  Agl.     1  =  54-93. 

II.  0-2554     „     0-2608  Agl.     1  =  55-20. 

III.  0-2459     „     0-2520  Agl.     1  =  55-39. 

Mean  1  =  55-17. 
CojHgO,,!^  requires  1  =  54-96  per  cent. 

This  substance  is  a  dark  red,  amorphous  powder,  which  decomposes 
without  melting  at  187°  with  evolution  of  vapours  of  iodine.  It  is 
insoluble  in  water,  concentrated  hydrochloric  acid,  and  nearly  all 
organic  solvents,  but  slightly  soluble  in  concentrated  sulphuric  acid, 
giving  a  light  brown  solution  ;  on  dilution  with  water,  the  red  colour 
appears,  and  the  iodo-compound  is  precipitated.  It  is  fairly  soluble  in 
alcohol,  giving   a   bright  red  solution,  and  readily  so  in  dilute  alkalis 
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or  ammonia,  the  lactone  ring  being  thereby  broken,  and  salts  of  the 
acid  described  below  being  formed.  The  solutions  have  a  fine  deep  red 
colour,  and  on  addition  of  hydrochloric  acid  the  above  lactonic  acid  is 
obtained. 


2:4:5:  7-Tetraiodo-3  :  6  :  'd-trihydroxyxanthylhenzene-1  :  4  :  b-tricarh- 

oxylic  Acid,  C22llio^io^4' 
10       1 


CO^H 


OOgH 


This  acid,  like  the  corresponding  bromo-derivative,  exists  only  in 
the  form  of  its  salts.  When  liberated  from  these,  it  loses  water  and 
forms  the  preceding  lactone. 

The  salts  are  prepared  from  the  lactone  described  above  by  the 
addition  of  alkali,  which  breaks  open  the  lactone  ring. 

The  lithium  and  potassium  salts  are  dark  red  powders  having  a 
brilliant  green,  metallic  reflex. 

The  silver  salt,  CooHgO^oI^Agg,  is  a  blood-red  powder  soluble  in 
ammonia.  Glacial  acetic  and  dilute  nitric  acids  dissolve  it  and  pre- 
cipitate the  lactone.     On  analysis  : 

Preparation       I.  0-2020  gave  0-1617  Ag.      Ag  =  36-78. 

11.0-2151     „     0-1718  Ag.     Ag  =  36-69. 

11.0-1891     „     0-1509  Ag.     Ag  =  36-66. 

III.  0-1910     „     01526  Ag.     Ag  =  36-70. 

Mean  Ag  =  36-71. 
CggH^O^Ql^Agr;  requires  Ag  =  36-54  per  cent. 

The  copper,  larium,  cobalt,  lead,  ferrous,  and  chromium  salts  are 
blood-red  powders,  the  copper  and  barium  salts  being  unaltered  by 
ammonia.     The  ferrous  salt  is  dark  orange-red. 
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II.  DixaiUhyl  Derivatives. 

3  :  3'  :  6  :  6'  :  9  :  '^' - Hexahydroxij-va-dixanthylbenzene-'l :  4  :  5  :  G-tetracarb- 
oxylic  Acid  [Tetraresorcinol-mellitein),  C^3o^22^i6' 

0 

\/\/\y  OH 

C-OH        /~"\ 

C02H[^^C(0H)/      \o 


COgH 


OH 


c  = 

=  61-02; 

H  = 

=  3-19. 

c  = 

=  60-65; 

H  = 

=  3-29. 

c- 

=  60-96; 

H  = 

=  329. 

is  prepared  by  heating  a  finely-powdered  mixture  of  12-5  parts  of 
mellitic  acid  and  8  parts  of  resorcinol  to  160°  for  eight  hours.  After 
cooling,  the  mass  is  boiled  with  water  and  filtered,  the  residue  being 
dissolved  in  alcohol,  filtered,  and  the  condensation  product  precipitated 
from  the  alcoholic  solution  by  dilution  with  water.  The  precipitate  is 
separated  and  purified  by  repeated  fractional  precipitation  from  its 
alcoholic  solvition  by  addition  of  water,  the  purified  product  being 
dried  at   100°.     On   analysis  : 

I.*  0-1112  gave  0-2488  COo  and  0-0319  H^O. 
II.     0-2887    „     0-6421  CO^    „     0-0855  B.^. 
III.     0-1190    „     0-2660  CO2    „     0-0353  H^O. 
Mean  C  =  60-88;  H  =  3-26''. 
CggHggOjg  requires  C  =  60-83;  H  =  3-12  per  cent. 

The  substance  is  a  dark  yellow,  amorphous  powder  which  decom- 
poses above  300°  without  melting  and  dyes  silk  and  wool  a  brownish- 
yellow.  It  is  insoluble  in  cold  water,  ether,  benzene,  or  chloroform, 
slightly  soluble  in  boiling  water,  ethyl  acetate,  phenol,  or  concen- 
trated hydrochloric  acid,  and  fairly  so  in  glacial  acetic  acid,  from 
which  solution  it  is  precipitated  on  dilution  with  water.  It  is  very 
.soluble  in  acetone,  giving  a  red  solution,  from  which  the  acid  is  not 
readily  precipitated  on  dilution  Avith  water.  The  substance  is 
readily  soluble  in  aniline  or  alcohol,  giving  reddish-brown  solutions 
having  an  intense  green  fluorescence.  On  diluting  the  alcoholic 
solution  with  water,  the  acid  is  precipitated.  It  is  also  readily 
soluble  in  concentrated  sulphuric  acid,  and  is  precipitated  unchanged 
on  dilution. 

In  dilute  potassium  hydroxide  or  ammonia  it  is  exceedingly  soluble, 

*  See  footnote  on  jt.  1796. 
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giving  reddish-brown  solutions  having  a  most  intense  green  fluor- 
escence even  when  extremely  dilute.  From  these  solutions  the  acid  is 
precipitated  on  acidifying. 

The  ammoniuhi  salt,  prepared  by  adding  excess  of  ammonia  to  the 
acid  suspended  in  water,  boiling,  filtering,  and  evaporating  the  solu- 
tion to  dryness,  first  on  the  water-bath  and  finally  in  a  vacuum  desic- 
cator over  concentrated  sulphuric  acid,  is  a  brownish-yellow  powder 
readily  soluble  in  water. 

The  lithium  and  x>otassium  salts  were  prepared  by  boiling  an  excess 
of  the  acid  with  dilute  aqueous  solutions  of  the  alkalis,  separating  the 
unchanged  acid,  and  evaporating  the  solutions  to  dryness  on  the 
water-bath.  These  salts  are  dark  reddish-brown  powders  having  a 
green,  metallic  reflex.  They  are  readily  soluble  in  water,  and  the 
solutions  have  an  intense  green  fluorescence. 

The  silver  salt,  CggHjgO^^jAgj,  is  a  yellowish-orange  precipitate 
which  is  fairly  stable  to  heat  and  light.  It  is  soluble  in  ammonia  ; 
dilute  nitric  acid  and  glacial  acetic  acid  dissolve  the  salt  with  separation 
of  the  acid.     On  analysis  : 

Preparation     I.  0-2137  gave  0-0814  Ag.     Ag  =  3809. 
II.  0-2579     „     0-0983  Ag.     Ag  =  38-ll. 

Mean  Ag  =  38-10. 
Cgj-HjgOjjjAg^  requires  Ag  =  37-94  per  cent. 

The  copper,  lead,  and  mercuric  salts  are  precipitated  as  yellowish- 
orange  powders. 

The  barium  salt  is  a  light  yellow  powder  slightly  soluble  in  water ; 
on  addition  of  ammonia  the  colour  becomes  darker. 

The  cobalt,  ferric,  a^nd  ferrous  salts  are  dark  x'eddish-orange  powders. 

2  :  2' :  4  :  4' :  5  : 5' :  7  :  T-Octabromo-d, :  3' :  6  :  6' :  9  :  %' -hexahydroxy  -  m  -di- 
xanthylbenzene  -2:4:5:  6-teiracarboxylic  Acid  (Octabromotetra- 
resorcinol-mellitein),     CggHj^O^gBrg. 
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The  foregoing  compound  is  suspended    in   glacial  acetic  acid  and  an 
excess  of  bromine  gradually  added.     After  allowing  the  mixture  to 
VOL.   LXXXIX.  6   C 
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stand  for  24  hours,  it  is  heated  on  a  water-bath  for  an  hour,  allowed 
to  cool,  and  poured  into  a  large  quantity  of  water.  The  light  red 
bromo-compound  is  separated  and  washed  thoroughly  with  boiling 
water,  dissolved  in  as  small  a  quantity  of  alcohol  as  possible,  filtered, 
and  the  alcoholic  solution  poured  into  water.  The  octabromo- deriva- 
tive is  precipitated  from  alcohol  as  a  deep  red,  amorphous  precipitate 
which  is  purified  by  fractional  precipitation.     On  analysis  : 

Preparation    I.  0-2065  gave  0-2307  AgBr.     Br  =  47-54. 
II.  0-2173  „     0-2432  AgBr.     Br  =  47-61. 

Mean  Br  =  47-58. 
CggH^^^O^gBi'g  I'equires  Br  =  47-68  per  cent. 

It  is  a  dark  orange-red,  amorphous  powder,  which  on  rapid  heating 
commences  to  decompose  at  205°.  It  dyes  silk  and  wool  pink.  It  is 
insoluble  in  water,  benzene,  chloroform,  or  hydrochloric  acid,  but 
slightly  soluble  in  ether  or  ethyl  acetate,  and  easily  so  in  acetone, 
phenol,  aniline,  or  alcohol.  The  alcoholic  solution  is  deep  red,  and 
shows  an  intense  brown  fluorescence ;  on  dilution  with  water  the  acid 
is  precipitated.  The  substance  is  fairly  soluble  in  glacial  acetic  acid 
or  concentrated  sulphuric  acid,  from  which  solutions  it  is  precipitated 
on  dilution.  It  dissolves  readily  in  dilute  potassium  hydroxide  or 
ammonia,  giving  a  deep  blood-red  solution  having  a  brown  fluores- 
cence ;  from  these  solutions  the  compound  is  precipitated  on 
acidification. 

The  potassium  salt  is  a  bright  red  powder  having  a  bronzy-green, 
metallic  reflex.  The  lithium  salt  is  a  deep  red  powder  having  a  bronze 
reflex.  The  silver  salt,  CggHgO^gBrgAgg,  is  a  deep  red  powder  which 
is  fairly  stable  to  heat  and  light.  It  is  insoluble  in  water,  but 
dissolves  instantly  in  ammonia.  Dilute  nitric  or  glacial  acetic  acids 
dissolve  the  salt  with  separation  of  the  acid.     On  analysis  : 

Preparation      I.  0-3661  gave  0-2518  AgBr.     Ag  =  39-50. 

„  II.  0-3390     „     0-2328  AgBr.     Ag  =  39-44. 

III.  0-2131     „     0-1467  AgBr.     Ag  =  39-54. 

„  IV.  0-1812     „     0-1236  AgBr.     Ag  =  39-18. 

Mean  Ag  =  39-42. 
CggHgO^gBrgAgg  requires  Ag  =  39-30  per  cent. 

The  barium,  lead,  cobalt,  copjjer,  ferrous,  and  chromium  salts  are 
precipitated  as  bright  red  powders,  the  barium  and  copper  salts  being 
unaltered  by  ammonia. 

The  ferric  salt  is  obtained  as  a  brownish-red,  gelatinous  precipitate. 
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3  :  3' :  G  :  6'  :  9  :  9'-IIexahydroxi/  -  p  -  dixanthi/lbenzene-2  :  3  ;  5  :  Q-tetra- 
carbo.rylic  Acid  (Tetraresorcinol-mellitein),  Cgj^HgoOj,;. 

O 


0-OH 


COoHI      JcOgH 
C-OH 


OH 


This  is  prepared  by  heating  16  parts  of  jo-diethyl  mollitate  with  17 "6 
parts  of  resorcinol  to  150°  for  8  hours.  The  hard  mass  is  powdered, 
dissolved  in  concentrated  aqueous  caustic  potash,  and  heated  on  the 
steam-bath  for  3  hours  to  saponify  the  ester. 

The  solution  is  neutralised  with  hydrochloric  acid,  evaporiited  to 
dryness,  and  the  residue  extracted  with  alcohol.  The  condensation 
product  is  precipitated  from  its  alcoholig  solution  by  water  and 
purified  by  repeated  fractional  precipitation.     On  analysis  : 

I.*  0-1698  gave  0-3790  CO.,  and  0-0500  U^O.     C- 60-87;  H-3-30. 
II.     0-2153     „     0-4816  CO.;    „    00628  H.A     C  =  61-00 ;  H-3-24. 
Mean  C  ="60 -94;  H  =  3-27. 
CsgHooOio  requires  C  =  60-83  ;  H  =  3-12  per  cent. 

The  substance  is  a  dark  yellowish-orange,  amorphous  powder,  de- 
composing without  melting  above  300°,  and  dyes  silk  and  wool  yellow. 
It  is  insoluble  in  ether,  benzene,  or  chloroform,  slightly  soluble  in 
phenol,  ethyl  acetate,  or  concentrated  hydrochloric  acid,  giving  light 
reddish-brown  solutions,  and  in  water  giving  a  light  yellow  solution 
having  a  most  intense  green  fluorescence.  It  is  fairly  soluble  in 
aniline  or  glacial  acetic  acid,  giving  deep  red  solutions,  and  exceedingly 
so  in  acetone  or  alcohol,  giving  with  the  latter  a  reddish-brown 
solution  having  an  intense  green  fluorescence ;  on  addition  of  water 
to  a  concentrated  solution  the  acid  is  precipitated.  The  compound  is 
also  soluble  in  dilute  caustic  alkali  or  ammonia,  the  solutions  having 
an  intense  green  fluorescence.  On  acidifying  these  solutions  the  acid 
is  precipitated. 

The  ammonium  salt  is  a  dark  brown  powder  having  a  dark  green 

metallic  reflex. 

*  See  footnote  on  p.  1796. 
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The  potassium  and  lithium  salts  are  very  dark  reddish-brown 
powders  having  a  dark  green,  metallic  reflex.  They  are  very  soluble 
in  water,  giving  reddish-brown  solutions. 

The  silver  salt,  Cg^IIjyOj^Ag^,  is  a  i-eddish-orange  powder,  having  a 
nearly  black,  metallic  reflex.  It  is  fairly  stable  to  heat  and  light,  and 
dissolves  instantly  in  ammonia.  Dilute  nitric  or  glacial  acetic  acids 
dissolve  the  salt  with  separation  of  the  free  acid.     On  analysis  : 

Preparation      I.  0-1859  gave  0-0699  silver.     Ag=  37-50. 

I.  0-2128     „     0-0800      „         Ag  =  37-59. 

„  II.  0-1316     „     0-0406      „         Ag  =  37-68. 

Mean  Ag  =  37-59. 
CggHjgOjgAg^  requires  Ag  =  37-94  per  cent. 

The  copper  salt  is  a  greenish-yellow  precipitate,  turning  darker  in 
colour  on  addition  of  ammonia. 

The  barium  salt  is  a  yellowish-orange  powder. 

The  cobalt,  lead,  ferrous,  chromium,  and   mercuric  salts  are   heavy 
brown  powders,  the  ferric  salt  being  dark  yellowi.sh-orange. 
2  :  2' :  4  :  4' :  5  :  5' ;  7  :  7'  -  Octabromo  -  3  :  3' :  6  :  6' :  9  :  %' -hexahydroxy  -  p- 
dixanthylbenzenetetracarboxylic      Acid      (Octabromoietraresorcinol- 
mellitein),  C^^H^^OjoBr^. 
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This  is  prepared  by  suspending  the  foregoing  acid  in  glacial  acetic 
acid  and  adding  excess  of  bromine.  After  allowing  to  stand  24 
hours,  the  mixture  is  heated  on  the  water-bath  for  one  hour,  allowed 
to  stand  overnight,  and  poured  into  water.  The  precipitate  of  the 
bromo-compound  is  .separated  and  thoroughly  washed  with  boiling 
water,  dissolved  in  a  small  quantity  of  alcohol,  filtered,  and  the 
compound  precipitated  from  its  alcoholic  solution  by  the  addition  of 
water.  It  is  further  purified  by  fractional  precipitation.  On 
analysis : 
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Preparation      T.  0-3216  gave  0-3621  AgBr.     Br  =  47-91. 

II.  0-2070     „     0-2310  AgBr.     Br-47-48. 

III.  0-4951     „     0-5528  AgBr.     Br  =  47-51. 

Mean  Br  =  4763. 
Cg^Hj^OjgBr^  requires  Br  =  47-68  per  cent. 

The  compound  is  a  dark  reddish-brown,  amorphous  powder,  which 
on  rapid  heating  commences  to  decompose  at  260°.  It  dyes  silk  and 
wool  a  brownish-pink.  It  is  insoluble  in  water,  chloroform,  benzene, 
or  concentrated  hydrochloric  acid,  and  readily  soluble  in  ethyl  acetate, 
phenol,  acetone,  aniline,  or  alcohol,  which  latter  gives  a  blood-red 
solution  having  a  brown  fluorescence,  the  compound  being  precipitated 
on  addition  of  water.  It  is  also  soluble  in  concentrated  sulphuric 
acid,  being  precipitated  on  dilution  with  water,  and  very  soluble  in 
dilute  caustic  alkalis  or  ammonia,  giving  deep  blood-red  solutions 
having  a  brownish-green  fluorescence ;  on  acidifying,  the  compound  is 
precipitated.  When  obtained  in  this  way  from  acetic  acid,  it  is 
dark  orange-red,  whilst  from  alcohol  it  is  dark  reddish-brown. 

The  potassium  and  lithium  salts  are  dark  red  powders  having  a 
dark  red,  metallic  reflex,  and  are  very  soluble  in  water,  giving  a  blood- 
red  solution. 

The  silver  salt,  CggHgOjgBrgAgg,  is  a  dark  red  powder  with  a 
brownish-violet  reflex.  It  is  readily  soluble  in  ammonia  :  dilute  nitric 
or  glacial  acetic  acids  dissolve  the  salt  with  separation  of  the  free 
acid.     It  is  very  stable  to  heat  and  light.     On  analysis  : 

Preparation      I.     0-1767  gave  0-1203  AgBr.     Ag  =  39-10. 

II.     0-1987     „     0-1350  AgBr.     Ag  =  39-02. 

III.     0-1358     „     0-0926  AgBr.     Ag  =  39-17. 

Mean  Ag  =  39-10. 
CggHgOigBrgAgg  requires  Ag  =  39-30  per  cent. 

The  copper,  barium,  cobalt,  lead,  Fin(\.  ferrous  salts  are  precipitated  as 
bright  red  powders,  the  copper  and  barium  salts  being  unaltei'ed  by 
ammonia.  The  ferric  and  chromium  salts  are  deep  brownish-red 
powders. 
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III.  TrixantJojl  Derivatives.  [With  Walter  Hamis  Glover,  Ph.D.] 

3  :  3'  :  3"  :  6  :  6'  :  6"  :  9  :  9'  :  ^" -Nonahydroxy  -  sym  -  trixanthylbenzene- 
2:4:  ^-tricarboxylic  Acid   (Ilexaresorcinol-meUitein),  C^gHgQOjg. 
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This  compound  is  obtained  by  heating  a  mixture  of  17  parts  of  mellitic 
acid  and  33  parts  of  resorcinol  to  160°  for  eight  hours.  Coadensation 
rapidl}'  occurs,  the  fused  mass  gradually  thickening,  and  becoming 
solid  and  almost  black  in  colour.  The  fusion  is  extrai  ted  with  dilute 
aqueous  caustic  potash,  and  the  condensation  product  precipitated 
with  acid  and  purified  by  repeated  fractional  precipitation  from  its 
alcoholic  solution  by  the  addition  of  water.      On  analysis  : 

I.*  0-1783  gave  0-4219  CO^  and  0-0550  HoO.    C  =  64-53  ;  H  =  3-42. 

II.     0-2103      „     0-4981  CO.,     „    00658  H2O.    C  =  64-60  ;  H  =  3-47. 

III.     0-2100      „     0-4991  CO.2     „    00657  H,0.    C  =  64-81 ;   H- 3-47. 

Mean  C  =  64-65;  H  =  3-45. 
C^gHgoOjs  requires  C  =  64  42  ;  H  =  3-35  per  cent. 

The  acid  is  a  yellowish-orange,  slightly  hygroscopic,  amorphous 
powder, which  decomposes,  without  melting, above  3'lO°.  It  dyes  silk  and 
wool  brownish-yellow.  It  is  insoluble  in  cold  water,  ether,  benzene, 
chloroform,  or  ethyl  acetate,  slightly  soluble  in  phenol  or  concentrated 
hydrochloric  acid,  and  readily  so  in  aniline,  acetone,  or  alcohol,  giving 
with  the  latter  a  yellow  solution  having  a  most  intense  green 
fluorescence.  It  is  fairly  soluble  in  glacial  acetic  acid,  from  which 
solution  it  is  precipitated  on  dilution.  With  concentrated  sulphuric 
acid  it  gives  a  dark  red  solution,  from  which  the  acid  is  precipitated 
unaltered  on  dilution  with  water. 

In  dilute  caustic  alkalis  or  ammonia  it  is  very  soluble,  giving  a 
green  fluorescence  even  in  extremely  dilute  solutions.  On  acidifying 
these  solutions,  the  compound  is  precipitated. 

The  ammonium   salt  is  a  reddish-yellow  powder  having   a  green, 

*  See  footnote  on  p.  1796. 
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metallic  i-eflex.     The  j^otassium  and  lithium  salts  are  dark  oiange-red 
powders  having  a  green  reflex. 

The  silver  salt,  C^gHj.OjgAgg,  is  a  buff-coloured  powder,  readily 
soluble  in  ammonia.  Dilute  nitric  or  glacial  acetic  acids  dissolve  the 
salt  with  separation  of  the  acid.  It  is  fairly  stable  to  heat  and  very 
stable  to  light.     On  analysis  : 

Preparation    I.     0-3127  gave  00793  Ag.     Ag  =  25-36. 
II.     0-2009     „     0-0511  Ag.     Ag  =  25-43, 

Mean  Ag  =  25-40. 
C4gH270jgAg3  requires  Ag  =  25-51  per  cent. 

The  copper,  cobalt,  barium,  lead,  and  mercuric  salts  are  precipitated 
as  reddish-orange  powders. 

'T]iQ  ferric,  ferrous,  and  chromium  salts  are  brown. 

2  :  2' :  4  :  4'  :  5  :  5'  :  7  :  T-Bodecabromo-S  :  3'  :  3"  :  6  :  6'  :  6"  :  9  :  9'  :  b"- 
nonahydroxy  -  sym  -  trixanthylbenzene  -2:4:  Qi- tricarboxylic  Acid 
{Dodecahromohexaresnrcinol-mellitein),   C^gH^gO^gBr,,. 
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^  \   /                      \ 

HO  Br                                     Br 

"OH 

The  foregoing  acid  is  dissolved  in  glacial  acetic  acid,  excess  of 
bromine  added,  and  the  mixtui'e  boiled  for  six  hours,  allowed  to 
stand  overnight,  then  poured  into  water.  The  precipitate  is  thoroughly 
washed  with  boiling  water  and  purified  by  exhaustive  fractional 
precipitation  from  its  alcoholic  solution  by  the  addition  of  water.  On 
analysis  : 

Preparation      I.     0-3161  gave  0-3892  AgBr.     Br  =  52-39. 

„  II.     0-1893     „     0-2331  AgBr.     Br  =  52-39. 

III.     0-2912     „     0-3590  AgBr.     Br  =  52-46. 

Mean  Br  =  52-41. 
C^gHjj,0jgBrj2  requires  Br  =  52-08  per  cent. 

The  substance  is  a  dark  red,  amorphous  powder,  which  on  rapid 
heating  froths  up  at  210°.  It  dyes  silk  and  wool  red,  with  a  tinge  of 
violet.     It   is   insoluble   in   water,  benzene,  ether,  ethyl   acetate,  or 
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concentrated  hydrochloric  acid,  slightly  soluble  in  glacial  acetic  acid 
or  concentrated  sulphuric  acid  ;  the  latter  solution  is  yellow,  and  on 
dilution  the  compound  is  precipitated  unaltered, 

It  is  very  soluble  in  acetone,  phenol,  or  alcohol,  giving  with  the 
latter  a  dark  red  solution  having  a  brown  fluorescence ;  on  dilution, 
the  acid  is  precipitated  as  a  dark  red  powder.  In  dilute  caustic 
alkalis  or  ammonia  it  is  exceedingly  soluble,  forming  dai'k  crimson 
solutions  having  a  brown  fluorescence,  and  on  acidifying  the  com- 
pound is  precipitated. 

The  potassium  and  lithium  salts  are  dark  red  powders,  having  a 
dark  red,  metallic  reflex. 

The  silver  salt,  C^gHfiOjgBrjjAgj,,  is  a  dark  violet-red  powder,  which 
becomes  still  darker  on  heating.  It  is  readily  soluble  in  ammonia  : 
dilute  acids  dissolve  the  salt  with  separation  of  the  acid.   On  analysis  : 

Preparation      I.     0-2568  gave  0-1542  AgBr.     Ag  =  34-50. 

„  I,     0-2007     „     0-1205  AgBr.     Ag  =  34-49. 

II.     01081      „     0-0648  AgBr.     Ag  =  34-43. 

Mean  Ag  =  34-47. 
C^gHgOjgBr^g-^gg  requu^es  Ag  =  34-64  per  cent. 

The  barium,  chromium,  cobalt,  cojyper,  and  lead  salts  are  blood-red 
powders.  The  barium  salt  is  unaltered  by  ammonia,  but  the  copper 
salt  becomes  reddish-violet. 

The  ferric  SMdi  ferrous  salts  are  brownish-red. 

2  :  2' :  2"  :  4  :  4'  :  4"  :  5  :  5' :  5"  :  7  :  7' :  T-Dodecaiodo-Z  :  3'  :  3"  :  6  :  6'  :  6"  :- 
9:9':  9"-no7iahi/droxy-sjm-  trixanthylbenzene-2  :  4  :  ^-tricarboxylic 
Acid  {Dodecaiodohexaresorcinol-mellitein),  ^i^i^O-^^^^v^ 


CO  H 

(HO)Ci      JC(OH) 


COgH 


8  9  Parts  of  nonahydroxy-sj/JM-trixanthylbenzenetricarboxylic  acid  are 
dissolved  in  40  parts  of  50  per  cent,  aqueous  caustic  potash  and  heated 
to  boiling  ;  60  parts  of  iodine  are  dissolved  in  15  parts  of  aqueous 
caustic  potash  and  added  slowly  to  the  hot  liquid,  the  temperature 
being  allowed  to  rise.     When   all  the   iodine   solution  is  added,  the 


FLUORESCENCE   TO   CONSTITUTION.      PART   1.  1811 

mixture  is  boiled  for  ten  minutes,  then  allowed  to  cool,  when  the  iodo- 
compound  separates.  The  product  is  filtered  off  and  purified  by  repeated 
fractional  precipitation  from  its  solution  in  caustic  potash  by  the 
addition  of  acid.      On  analysis  :] 

Preparation    I.     0-2109  gave  0-2455  Agl.     1  =  62-91. 
„  II.     0-1592     „     0-1859  Agl.     1  =  63-11. 

Mean  1  =  63-01. 
^48^18^18^12  I'squires  I  =  63'33  per  cent. 

The  compound  is  a  dark  orange-red,  amorphous  powder,  which  when 
rapidly  heated  loses  iodine  at  255*^,  and  on  further  heating  decom- 
poses completely  without  melting.  It  dyes  silk  and  wool  pink.  It 
is  insoluble  in  ether,  benzene,  chloroform,  ethyl  acetate,  or  con- 
centrated hydrochloric  acid,  slightly  soluble  in  glacial  acetic  acid  or 
alcohol,  giving  orange  solutions,  and  fairly  so  in  acetone  or  phenol, 
giving  deep  red  solutions.  It  is  very  soluble  in  aniline,  slightly  so 
in  concentrated  sulphuric  acid,  and  readily  so  in  dilute  aqueous 
caustic  potash,  giving  a  fine  deep  red  coloured  solution,  from  which 
the  acid  is  precipitated  on  acidifying. 

The  potassium  and  lithium  salts  are  very  dark  red  powders,  readily 
soluble  in  water,  giving  deep  red  solutions. 

The  silver  salt,  C^sHgO^gljoAgg,  forms  a  heavy,  deep  red  precipitate, 
which  dries  to  a  dark  violet-red  powder  having  a  violet  reflex.  It 
is  soluble  in  ammonia  :  dilute  acids  dissolve  the  salt  with  separation 
of  the  acid.     It  is  fairly  stable  to  heat  and  light.     On  analysis  : 

Preparation      I.     0-1258  gave  0-0797  Agl.     Ag  =  29-ll. 

II.     0-1551     „     0-0983  Agl.     Ag  =  29-13. 

„  III.     0-2119     „     0-1339  Agl.     Ag  =  29-03. 

Mean  Ag  =  29-09. 
C^gHgOj8li2Ag9  requires  Ag  =  28-85  per  cent. 

The  copper,  barium,  lead,  cobalt,  ferrous,  and  chromium  salts  are 
precipitated  as  heavy,  bright  red  powders,  the  copper  and  barium  salt 
being  unaltered  by  ammonia.     The /erHc  salt  is  dull  reddish-orange. 

Private  Laboratory. 
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CLXXIV. — Tlhiocarhonic  Acid  and  some  of  its  Scdts. 

By  Ida  Guinevere  O'Donoghue,  B.Sc,  and  Zelda  Kahan,  B.Sc. 

By  the  interaction  of  aqueous  solutions  of  hydrosulpbides  and  carbon 
disulphide,  Berzelius  [I'rans.  Acad.  Roy.  Stockholm,  1826,  Ann.  Fhys. 
Chem.,  1826,  6,  425)  obtained  unstable  solutions  of  a  number  of  metallic 
derivatives  of  thiocarbonic  acid  which  yielded  unstable  crystalline  salts. 
These  on  distillation  evolved  carbon  disulphide,  and  left  a  residue  of 
sulphide,  their  constitution  being  deduced  from  the  method  of  forma- 
tion according  to  the  equations  : 

2KHSAq  +  CS.,  =  KgCSgAq  +  H^S. 
CaH^Sg  Aq  +  CS2  =  CaCSgAq  +  H2S. 

By  the  action  of  hydrochloric  or  sulphuric  acids  on  the  dry  salts,  a  red 
oil  was  obtained  which  rapidly  decomposed,  and  was  similar  to  the  one 
discovered  and  described  by  Zeise  in  1824,  who  found  it  to  be  equally 
unstable.  In  1862,  Berzelius'  experiments  were  repeated  by  Huseman 
(Annalen,  123,  67),  who  also  prepared  complex  salts  of  the  thio- 
carbonates,  isocyanates,  &c.,  which  were  more  stable.  Sestini  (Gazzetta, 
1871,  1,  473),  during  some  experiments  on  the  solubility  of  carbon 
disulphide  in  water,  exposed  calcium  hydroxide,  carbon  disulphide,  and 
water  to  sunlight  for  some  time.  The  mixture  reacted  slowly,  and  the 
red  solution  gave  crystals  to  which  he  assigned  the  formula 

CaCS3,3CaH202,7H20. 

Similarly,  ^Valker  (CAem.  iVews,  1874,  30,  28)  obtained  a  basic  thio- 
carbonate  to  which  he  gave  the  formula  CaCS3,2CaH20o,6H20.  A  salt 
similar  to  this,  but  containing  lOHgO,  was  obtained  by  a  different 
method  by  Veley  (Trans.,  1885,  47,  478),  who  also  repeated  Berzelius' 
and  Zeise's  experiments  with  very  similar  results.  Amongst  other 
basic  thio:arbonates,  he  also  obtained  deliquescent,  red  crystals  which 
corresponded  to  the  formula  CaH202,CaCS3,7Il20.  It  will  be  seen, 
therefore,  that,  although  much  work  has  been  done  on  the  thio- 
carbonates,  the  solid  normal  salts  have  been  but  little  investigated,  if 
indeed  they  have  been  obtained  at  all,  and  owing  to  their  instability 
their  constitution  has  been  inferi-ed  merely  from  their  methods  of 
formation,  namely  : 

KjCSgAq  +  Pb(Ac)2  =  PbCSg  +  2KAc,Aq. 

The  experiments  to  be  described  below  were  undertaken  at  the 
suggestion  of  Sir  William  Ramsay,  and  iiad  for  their  aim  the  formation 
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of  the  pure  normal  thiocarbonates  and  the  elucidation  of  their  con- 
stitution. It  is  extremely  difficult  to  deal  quantitatively  with  the 
normal  salts  owing  to  their  instability,  but  the  ratios  of  their  elements 
have  been  determined. 

Thiocarbonic  acid  has  been  prepared  in  considerable  quantities.  It 
has  been  analysed  and  its  properties  investigated,  and  very  nearly  pure 
metallic  thiocarbonates  have  been  prepared  from  it.  Their  analyses 
prove  the  acid  to  have  the  constitution  HoCSg. 

Preparation  of  Calcium  Thiocarbonate  in  Solution. — This  substance 
was  prepared  by  shaking  together  calcium  hydrosulphide,  carbon  di- 
sulphide,  and  air-fi-ee  water  in  a  well-stoppered  bottle  as  nearly  full  as 
possible.  An  orange  solution  was  obtained  which  always  contained 
polysulphides.  Various  attempts  were  made  to  free  the  solution  from 
the  latter,  the  most  successful  being  the  addition  of  carbon  di- 
sulphide  and  calcium  hydroxide  in  small  quantities,  and  shaking  (often 
for  several  days),  until  the  solution  no  longer  gave  a  black  precipitate 
with  lead  acetate.  Such  a  solution  was  red  and  quite  stable  when 
kept  out  of  contact  with  air,  but  when  exposed  to  the  atmosphere  it  at 
first  slowly  deposited  red  or  orange,  needle-shaped  cx'ystals,  then  gradu- 
ally became  paler  in  colour,  giving  rise  to  a  variety  of  products,  amongst 
which  were  identified  sulphur,  carbonates  and  sulphides.  The  solution 
had  a  peculiar  odour,  and  with  solutions  of  the  salts  of  the  heavy 
metals  yielded  characteristic  coloured  precipitates,  which  decomposed 
in  air  and  could  not  be  dried. 

By  complete  evaporation  in  a  vacuum,  a  crystalline  mass  was 
obtained  which  was  only  partially  soluble  in  water  and  was  mixed 
with  some  white  and  green  substance.  The  soluble  portion  consisted 
of  either  basic  or  normal  calcium  thiocarbonate,  since  it  gave  with  lead 
acetate  the  chai-acteristic  bright  red  lead  thiocarbonate.  On  at- 
tempting to  obtain  crystals  again  by  re-evaporating  in  a  vacuum, 
there  only  resulted  a  mixture  of  white  and  green  substances. 

By  evaporating  a  solution  of  calcium  thiocarbonate  to  a  small  bulk  in 
a  vacuum,  long,  red,  and  sometimes  orange,  needles  were  obtained,  the 
colour  of  which  gradually  faded  in  air.  They  were  completely  insoluble 
in  water,  and  became  colourless  on  heating  on  a  platinum  foil  in  a  dry 
test-tube  or  in  water.  Although  these  crystals  seem  to  resemble  in 
some  respects  those  obtained  by  Berzelius,  Sestini,  Walker  and  Veley, 
analysis  shows  them  to  correspond  to  the  formula 

2CaCS3,5CaH2Oo,10H2O. 
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By  adding  alcohol  to  the  red  solution  and  shaking,  minute,  crystalline, 
yellow  plates  were  slowly  precipitated.  When  freshly  prepared,  they 
were  soluble  in  water,  but  on  standing  they  gradually  turned  white,  at 
the  same  time  becoming  more  and  more  insoluble.     Analysis  gave  : 

Ca  =  29-00;  S  =  17-92;  0  =  2-7;  H  =  4-5.  CaCSg.SCaHaOa.gHaO 
requires    Ca  =  30-00;    S  =  18-04;    C  =  2-30;    H  =  4-50    per   cent. 

Water  of  crystallisation  =  25-5.  The  above  salt  containing  9H2O 
requires  30  per  cent.,  or  with  7H2O,  25-4  per  cent.  Probably  the  last 
2  molecules  of  water  are  difficult  to  remove. 

The  dry  yellow  salt  was  washed  with  liquid  ammonia  in  order  to 
remove  as  much  water  as  possible.  The  substance  obtained  gave  on 
analysis : 

Ca  =  230;  S-36-9.  CaCS3,3Ca(OH)2,3H20  requires  Ca  =  22-6; 
S  =  37-7  per  cent. 

On  several  occasions,  as  already  mentioned,  a  green  salt  was 
obtained  which  gave  on  analysis  : 

Oa  =  32-50;  S  =  2M  per  cent. 

Enough  of  it  has  never  since  been  prepared  pure  to  enable  the 
determination  of  carbon  and  hydrogen  to  be  made.  This  salt  has  also 
been  found  repeatedly  in  bottles  containing  a  solution  of  calcium  thio- 
carbonate. 

General  Methods  of  Analysis. — The  ordinary  Oarius  method  for 
determining  sulphur  was  found  to  be  the  most  satisfactory,  the  metal 
being  estimated  in  the  same  solution.  In  this  way,  the  ratio  of  metal 
to  sulphur  was  obtained  in  those  cases  in  which  the  salt  could  not  be 
weighed.  A  large  excess  of  nitric  acid,  a  high  temperature,  and 
prolonged  heating  were  required  to  decompose  the  oily  drops  which 
were  often  formed  and  which  resembled  carbon  disulphide,  or  possibly 
thiocarbonic  acid,  in  appearance.  In  the  determination  of  carbon  and 
hydrogen,  the  substance  was  well  mixed  with  fi-eshly- fused  potassium 
dichromate,  lead  chromate- replacing  copper  oxide  in  the  combustion 
tube. 

It  is  evident  that  calcium  thiocarbonate  is  able  to  form  a  large 
number  of  basic  salts,  the  composition  of  which  depends  largely  on  the 
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exact  conditions  of  the  experiment.    The  following  have  been  obtained 
up  to  the  present : 

1.  CaCS3,2CaH202,6H20  (Walker). 

2.  CaCS3,CaH262,7H20  (Veley). 

3.  CaC83,2CaH2O2,10H2O  (Veley). 

4.  CaCS3,.3CaH202,7H20  (Sestini). 

5.  2CaCS3,5CaH2O2,10H2O  (red  needles). 

6.  CaCS3,3CaH262,9H20  (yellow  plates). 

7.  CaCS3,3CaH202,3H20. 

8.  Green  crystals  containing  Ca  =  32"5  and  S  =  21-l  per  cent. 

I'hiocarbonic  Acid. — ^The  above-mentioned  oil  could  scarcely  be 
detected  by  dropping  acid  on  to  the  solid  salts,  but  if  a  test-tube  shaped 
vessel  is  partially  filled  with  concentrated  hydrochloric  acid,  and  a  solu- 
tion of  calcium  thiocarbonate  slowly  dropped  in,  small  drops  of  oil 
speedily  appear  and  fall  to  the  bottom.  It  was  found  best,  however,  to 
cool  both  solutions  previously  inafreezing  mixture,  and  to  allow  the  vessel 
to  stand  for  some  time  after  all  the  calcium  thiocarbonate  solution  had 
been  added.  After  an  hour  or  two,  the  liquid  was  decanted,  the  last 
drops  being  separated  with  a  separating  funnel.  The  oil  was  some- 
times washed  rapidly  with  ice-cold  water,  but  usually  it  was  found  best 
to  dispense  with  this  operation.  It  was  then  placed  in  a  small  flask 
surrounded  by  a  freezing  mixture,  calcium  chloride  added,  and  the 
flask  attached  to  a  good  pump  until  bubbles  no  longer  appeared  to  arise 
from  the  oil.  In  this  way  hydrochloric  acid  and  water  were  removed, 
and  the  oil  was  finally  dried  over  phosphorus  pentoxide. 

The  free  acid  is  red  in  colour  and  appears  darker  in  some  prepara- 
tions than  in  others.  It  has  a  peculiar,  pungent  odour,  and  is  soluble 
in  alcohol,  giving  a  yellow  solution  which  decomposes  rapidly  with 
deposition  of  sulphur  and  formation  of  carbon  disulphide  and  hydrogen 
sulphide.  It  is  also  soluble  in  liquid  ammonia,  turpentine,  toluene, 
ether,  or  chloroform,  in  all  of  which  solvents  it  very  soon  decomposes, 
but  is  most  stable  in  the  two  latter.  In  liquid  air  or  solid  carbon 
dioxide  it  forms  a  pink  solid  which  melts  again  to  a  red  liquid  on 
removing  the  refrigerator.  The  acid  is  insoluble  in  water,  but  is  at  once 
decomposed  by  it,  with  evolution  of  hydrogen  sulphide  and  forma- 
tion of  carbon  disulphide  and  sulphur.  This  also  occurs  in  a  solu- 
tion of  common  salt.  It  is  much  more  stable  towards  strong  acids, 
especially  hydrochloric  acid,  under  which  it  can  be  kept  for  several 
days  if  cool.  The  colour,  however,  gradually  fades,  and  finally  only 
carbon  disulphide  is  left.  In  air,  it  gradually  evaporates,  often  leaving 
a  brownish-black  residue  consisting  largely  of  sulphur.  Sometimes  it 
has  been  kept  for  a  few  days  in  a  loosely-stoppered  flask  without  any 
considerable   loss.     The  oil  dissolves  flowers  of  sulphur  readily  with 
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a  slight  darkening  in  colour,  and  it  is  possible,  therefore,  that  the 
colour  of  the  oil  is  due  to  dissolved  sulphur.  It  does  not  burn  on 
water  like  carbon  disulphide.  Calcium  and  sodium  carbonates  produce 
effervescence  with  production  of  the  corresponding  thiocarbonate, 

H2CS3  +  NagCOg  =  HoO  +  CO2  +  Na^CSg. 

Sodium  and  potassium  act  on  the  dry  oil  or  on  its  ethereal  solution. 
Potassium  decomposes  it  very  violently,  giving  an  immediate  yellow, 
crystalline  precipitate  of  potassium  thiocarbonate,  whilst  in  the  former 
case  sodium  thiocarbonate  gradually  sepai-ates.  Hydrogen  sulphide  and 
probably  hydrogen  are  evolved  in  both  cases.  Magnesium  powder  has 
apparently  little  action  on  the  oil,  and  on  trituration  with  mercury  a 
red  solid  is  obtained. 

The  oil,  purified  as  described  above,  was  analysed  : 

S  =  (1)  90-16;  (II)  89-41.  H2CS3 requires  S  =  87-3,  HX'S^ requires 
S  =  90-14  per  cent. 

The  salts  formed  by  the  oil,  however,  do  not  seem  to  correspond  to 
derivatives  of  HoCS^.  It  is  therefore  more  probable  that  it  consists 
of  HoCSg,  containing  sulphur  in  solution.  An  attempt  was  therefore 
made  to  distil  the  acid  under  diminished  pressure  from  a  flask 
connected  with  two  receivers  suri-ounded  by  liquid  air. 

The  first  distillate  was  freed  from  hydrogen  sulphide  by  partly  with- 
drawing the  liquid  air  and  allowing  the  gas  which  escaped  to  condense 
in  the  second  vessel.  After  standing  in  a  mixture  of  ice  and  salt  for 
a  quarter  of  an  hour,  there  was  no  longer  an  odour  of  hydrogen 
sulphide,  and  an  analysis  gave  : 

S  =  84-0.     CS2  requires  S  =  84-2  per  cent. 

The  distillate  had  all  the  properties  of  pure  carbon  disulphide. 

The  second  receiver  contained  hydrogen  sulphide  and  only  a  few 
drops  of  oil.  In  the  distilling  flask  there  remained  a  brownish-red 
solid  which  was  chiefly  sulphur.  The  temperatui-e  of  distillation 
was  20—30°. 

The  acid  had  thus  decomposed  in  accordance  with  the  equation  : 

H2CS3  +  S  (or  HgCS,)  =  H2S  +  CS2  +  S. 

At  the  ordinary  pressure,  the  oil  distils  at  about  50°  with  de- 
composition. 

With  salts  of  the  heavy  metals  the  oil  gives  the  corresponding  thio- 
carbonates.  The  pi'ecipitations  were  usually  carried  out  at  the 
temperature  of  solid  carbon  dioxide.  The  oil  was  used  either  alone  or 
in  alcoholic  or  ethereal  solution,  and  the  salt  of  the  weakest  acid 
obtainable    was   usually   employed.      The   salts   thus    prepared    were 
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identical  with  those  obtained  from  a  solution  of  calcium  thiocarbonate, 
but  were  purer  and  darkened  more  slowly. 

The  lead  salt,  PbCSg,  is  precipitated  as  a  bright  red,  amorphous  solid 
which,  when  pure,  only  darkens  slowly  in  air.  This  change,  according 
to  the  equation  PbCSg  =  PbS  +  CS^,  takes  place  more  rapidly  in  an 
evacuated  desiccator,  and  is  quantitative  when  the  salt  is  distilled  in 
hydrogen. 

On  analysis : 

PbS  =  75-5.    PbCSg  requires  PbS  =  75-8  per  cent. 

The  distillation  was  carried  on  in  a  current  of  hydrogen.  The 
freshly-prepared  salt  was  placed  in  a  small  flask  and  heated  by  means 
of  an  oil-bath  in  a  current  of  hydrogen.  The  moisture  was  absorbed 
in  a  tube  containing  sulphuric  acid,  and  the  carbon  disulphide  in  a 
vessel  immersed  in  liquid  air,  lead  sulphide  being  left  in  the  receiver. 

In  general,  the  lead  salt  turned  black  in  about  half  an  houi^  but 
occasionally  a  very  small  quantity  adhering  to  a  glass  rod  or  at  the 
bottom  of  a  beaker  would  retain  its  colour  for  days,  and  sometimes 
weeks. 

Cadmium  salt. — This  was  obtained  as  a  deep  yellow  precipitate, 
which  on  shaking  changed  to  a  reddish-yellow  and  then  to  a  reddish- 
brown  substance.     The  latter  was  identified  as  cadmium  sulphide. 

On  analysis  : 

Cd  :  S  =  1  -1 0.  CdCSg  requires  a  ratio  of  Cd  :  S  =  1  -16  ;  CdCS^  a  ratio 
ofCd:S  =  0-87. 

After  drying  over  calcium  chloride  : 

Cd  :  S  =  3-03.     CdS  requires  a  ratio  of  Cd  :  S  =  3-50. 

Zinc  salt. — This  is  a  pale  yellow,  insoluble,  crystalline  powder. 
When  freshly  prepared,  it  corresponds  to  ZnCSg,  but  rapidly  decom- 
poses with  formation  of  zinc  sulphide. 

Soditim  salt,  NagCSg. — This  was  precipitated  by  adding  a  dry, 
freshly-prepared  solution  of  sodium  ethoxide  to  the  oil.  A  yellow, 
crystalline  precipitate  gradually  formed,  which  was  washed  with  cold 
alcohol.  It  is  deliquescent  and  very  easily  soluble  in  water,  giving  a 
yellow  solution,  which,  with  lead  acetate,  gives  the  pure  chai^acteristic 
lead  thiocai'bonate  with  no  trace  of  black  colour. 

On  analysis : 

Na  :  S  =  0-48.      NagCSg  requires  the  ratio  Na  :  S  =  0'479. 

On  drying,  the  salt  decomposed  and  a  mixture  of  several  substances 
was  formed. 

Potassium  salt,  KgCSg. — This  was  precipitated  by  adding  alcoholic 
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potasj^ium  hydroxide  lo  the  oil.  It  resembles  the  sodium  salt,  being 
yellow  and  crystalline,  but  is  more  deliquescent.  The  aqueous  solu- 
tion also  gave  a  precipitate  of  pure  lead  thiocarbonate  with  lead 
acetate.  The  salt  is  very  soluble  in  liquid  ammonia,  and  when  washed 
with  small  quantities  of  this  solvent  the  colour  seemed  to  become 
lighter,  but  darkened  again  on  drying.  On  evaporating  the  ammoniacal 
solution,  pure  potassium  thiocarbonate  was  obtained. 

Avimonium  salt. — (1)  Liquid  ammonia  and  alcoholic  thiocarbonic 
acid,  cooled  in  liquid  ammonia,  gave  a  yellowish-pink  solution,  which, 
on  spontaneous  evaporation,  yielded  a  yellow  precipitate  which  soon 
turned  pink.  When  allowed  to  remain  overnight  on  a  porcelain  plate 
in  a  desiccator,  it  decomposed.  White,  micaceous  crystals  were  obtained 
on  standing  for  a  short  time,  and  were  identified  as  ammonium  sulphide. 
The  ammoniacal  mother  liquor  also  yielded  white  needles  of  sulphur, 
probably  from  excess  of  sulphur  in  the  oil.  The  yellowish-pink  salt 
was  not  analysed,  but  gave  pure  lead  thiocarbonate  with  lead  acetate, 
and  was  most  probably  ammonium  thiocarbonate. 

Its  decomposition  is  represented  by  the  equations  : 

(NH,),CS3  =  (NHJ,S -I- CSo, 
and 

(NH  J2CS3  =  2NH3  +  HgS  +  CS2. 

(2)  By  shaking  dry  redistilled  carbon  disulphide  with  a  saturated 
solution  of  ammonia  in  alcohol,  a  pale  yellow,  crystalline  precipitate 
*  was  obtained  in  about  five  minutes.  It  has  a  peculiar  odour,  rather 
diffex'ent  from  that  of  the  thiocarbonates.  Lead  acetate  does  not  give 
a  characteristic  precipitate,  nor  could  thiocarbonic  acid  be  obtained 
from  it.  When  heated,  it  melts  and  partially  sublimes,  at  the  same 
time  decomposing  and  evolving  hydrogen  sulphide  and  ammonia.  It 
decomposes  very  gradually  in  air,  becoming  moist  in  appearance. 
Analysis  showed  that  it  is  not  ammonium  thiocarbonate,  but  its  in- 
vestigation is  not  yet  completed. 

In  conclusion,  we  wish  to  express  our  thanks  to  Sir  William  Ramsay 
for  the  encouragement  and  help  he  has  given  us  during  the  progress 
of  this  work. 

University  Colleok, 
London. 
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CLXXV. — Derivatives     of     Cyanodiltydvocarvone     and 

Ci/anocarvomenthone. 
By  Arthur  Lapwortii. 

Cyanodiiiydrocarvone,  the  product  obtained  when  carvone  is  acted  on 
by  potassium  cyanide  (Trans.,  11)06,  89,  949),  is  very  readily  converted 
into  its  cyanohydrin.     The  new  substance,  which  has  the  formula 

CHMe<gH(CN^— ^H,>(,,.I.OMe:CH„ 

is  unstable,  being  easily  resolved  by  heat  or  by  the  action  of  alkalis, 
so  that  on  attempting  to  crystallise  it  from  warm  solvents  an  impure 
product  containing  regenerated  cyanodiiiydrocarvone  is  obtained.  In 
presence  of  small  quantities  of  mineral  acids,  however,  it  becomes 
much  more  stable,  and  can  be  heated  at  temperatures  considerably 
above  its  melting  point  without  appreciable  change. 

The  conversion  of  the  carbonyl  group  of  cyanodihydrocarvone  into 

^C<^p^  results  in  the  production  of  a  fourth  asymmetric  carbon  atom 

within  the  molecule,  so  that  sixteen  active  modifications  of  the  cyano- 
hydrin are  possible,  eight  being  derived  from  (i-carvone.  A  careful 
search  was  made  in  the  hope  of  detecting  the  presence  of  more  than 
one  isomeride  in  the  crude  substance  but  without  success,  all  the 
fractions  appearing  to  be  identical  in  properties.  The  conversion  of 
the  ketonitrile  into  its  cyanohydrin  being  a  reversible  process  under 
the  conditions  employed,  the  separation  of  only  one  of  the  solid 
modifications  is  not  altogether  surprising,  as  they  are  thus  mutually 
intraconvertible,  a  type  of  labile  dynamic  isomerism  being  exhibited. 

The  cyanohydrin,  when  hydrolysed  by  means  of  cold  mineral  acids, 
is  converted  into  a  mixture  of  isomeric  nitrogenous  acids  which  present 
basic  as  well  as  acidic  characters.  These  substances  are  doubtless 
internal  anhydrides  of  aminodicarboxylic  acids  analogous  in  constitution 
to  mesitylic  acid.     Their  structure  is  thus  probably 

CO-CH CHg 

CHMe      CH-CMeiCH^. 
NH-C(COoH)-CH2 

When  heated  either  with  strong  acids  or  alkalis  these  compounds 
lose  their  nitrogen  as  ammonia,  and  are  converted  into  a  dicarboxylic 
acid  which  has  the  constitution 
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which  may  be  regarded  as  derived  from  the  original  cyanohydrin  by  the 
conversion  of  the  cyano-  into  carbonyl-groups  and  the  simultaneous 
elimination  of  the  elements  of  water  with  formation  of  an  ethylenic 
carbon  linking.  The  new  compound,  2-methi/l-5-iso-propenyl-A^-tetra- 
hydroisophthalic  acid,  has  all  the  characters  of  an  acid  with  the  above 
structure,  and,  in  accordance  with  its  representation  as  an  acid  having 
only  one  double  linking  situated  in  the  a/3-position  with  regard  to  a 
carboxyl  group,  it  unites  with  only  two  atomic  proportions  of  hydrogen 
when  reduced  with  sodium  amalgam.  The  product,  2-')nethi/l-5-iso- 
propenyl}iexahydro\?,oplithalic  acid, 

behaves  as  an  unsaturated  compound  towards  bromine  and  potassium 
permanganate. 

The  formula  of  the  tetrahydro-acid,  containing,  as  it  does,  two  asym- 
metric carbon  atoms,  one  of  these  being  that  present  in  the  original 
(Z-carvone  fi'om  which  the  compound  was  prepared,  indicates  that  two 
modifications  of  the  acid  might  be  obtained  from  the  dextro-ketone. 
The  substance,  prepared  by  the  above  method,  however,  was  homo- 
geneous, but  on  reduction  to  the  hexahydro-acid  yielded  a  mixture. 

In  connexion  with  the  constitution  of  the  hexahydro-acid,  it  is 
intex'esting  to  notice  that  the  molecule  is,  for  the  first  time,  symmetrical 
about  the  horizontal  line  bisecting  the  ring  plane  in  the  above  formula. 
The  optical  activity  due  to  the  apical  carbon  atom,  which  was  the  only 
asymmetric  one  in  the  original  carvone  molecule,  no  longer  exists. 
Meanwhile,  however,  two  other  atoms  have  become  asymmetric, 
namely,  those  to  which  the  carboxyl  groups  are  attached,  and  these  are 
equivalent  in  the  same  sense  as  are  the  asymmetric  atoms  in  tartaric 
acid,  so  that  internally  compensated  as  well  as  active  and  racemic 
forms  may  exist.     Taking  into  consideration  the  cis-^rans-isomerism 

due  to  the  presence  of  the  •C<C(-(xt  and  X<Cp  tt    groups  in  the  ring, 

the  existence  of  four  meso-,  two  dextro-,  two  Icbvo-,  and  two  racemic 
forms  may  be  predicted,  all  of  which  are  theoretically  to  be  obtained 
from  either  of  the  enantiomorphous  forms  of  carvone.  The  case  is 
therefore  one  of  unusual  interest,  but  unfortunately,  owing  to  the 
small  quantity  of  material  which  was  available,  only  one  of  the  four 
possible  active  forms  was  isolated  from  the  mixture. 

In  the  hope  finally  -of  obtaining  cyanocarone  and  cyanocarvo- 
menthone,  the  properties  of  the  hydrogen  halide  addition  products  of 
cyanodihydrocarvone  were  studied.  Of  the  three  halogen  derivatives, 
which  are  all  well  characterised  solids,  the  hydriodide  is  by  far  the 
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most   reactive.     It   was    expected    that,    by   the   action    of   alcoholic 
alkalis,  it  would  yield  cyanocarone  as  follows  : 


'CO CH 


CHMe<^^^^^^.^-^^>CH.ClMe,  - 


->  HI  + 


no — : r<fT 

C«*l<CH(CN).CH,6ll>C*- 

but  although  the  product  when  boiled  with  excess  of  alkali  gave  the 
colour  test  for  eucai'vone,  only  monocyclic  compounds  could  be 
isolated. 

More  success  was  met  with  in  the  attempt  to  convert  the  halogen 
compounds  into  cyanocarvomenthone, 

CHMe<gO— Cg^>CH-CHMe,. 

By  the  action  of  zinc  dust  on  a  cold  alcoholic  solution  of  the  hydro- 
bromide,  or,  better,  the  hydriodide,  a  mixture  of  cyanodihydrocarvone 
and  cyanocarvomenthone  is  obtained  ;  the  hydrochloride  is  not 
affected  when  subjected  to  this  treatment.  The  cyanocarvomenthone 
was  at  last  isolated  from  the  mixture  by  shaking  a  solution  of  the 
material  in  benzene  with  cold  potassium  permanganate,  which  con- 
verts the  unsaturated  compound  into  acids  easily  soluble  in  alkali, 
while  the  reduced  nitrile  is  not  affected  by  it. 

Cyanocarvomenthone  resembles  cyanodihydrocarvone  very  closely 
except  in  its  character  as  an  unsatur.ited  compound.  Like  the  latter 
substance,  it  could  be  isolated  in  one  form  only,  the  isomerides  being 
apparently  intraconvertible  in  presence  of  alkalis.  When  it  is  heated 
with   alcoholic   potassium   hydroxide,    it   is  converted  into  carvotan- 

acetone    (A^-menthenone'"^'),    CMe'^prr^pTT-^CH'CHMe^,     hydi-ogen 

cyanide  being  eliminated,  and  it  is  probable  that  this  method  repre- 
sents the  most  satisfactory  method  of  preparing  this  ketone  from 
carvone,  as  by  the  usual  method  (Harries,  Ber.,  1901,  34,  1024)  the 
separation  of  the  ketone  from  carvone  is  exceedingly  tedious. 

By  the  action  of  mineral  acids  on  cyanocarvomenthone  a  mixture  of 
isomei'ic  cyanocarvomenthonecarboxylic  acids  is  obtained,  stei'eoiso- 
meric  change  having  occurred  as  in  the  similar  case  of  the  cyano- 
dihydrocarvone (Trans.,  1906,  89,  948).  Only  one  of  the  isomerides 
was  isolated  in  a  quite  pure  condition,  and  this  had  the  character  of  a 
saturated  ketonic  acid,  yielding  solid  derivatives  with  semicarbazide 
and  hydroxylamine.  When  distilled  with  soda-lime  it  gave  a  small 
quantity  of  a  saturated  ketone,  possibly  carvomenthone. 


6  D  2 
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EXPEKIMENTAL. 

Addition  of  Hydrogen  Cyanide  to  Cyanodihydrocarvone. 
C  yanodihydrocarvonecyanoydrin. 

This  cyanohydrin  may  be  obtained  in  one  operation  from  carvone 
(compare  Trans.,  1906,  89,  949),  but  it  is  better  to  prepare  it  from 
purified  cyanodihydrocarvone,  and  the  conversion  may  be  brought 
about  by  allowing  the  ketonitrile  to  remain  for  some  hours  in  a 
closed  vessel  with  an  aqueous  solution  of  potassium  cyanide,  to  which 
slightly  more  than  one  molecular  proportion  of  sodium  bicarbonate 
has  been  added.  The  transparent  crystals  of  the  nitrile  rapidly  grow 
opaque  as  they  become  coated  with  the  minute,  slender  needles  of  the 
cyanohydrin.  ^Yhen  the  reaction  is  complete,  excess  of  mineral  acid 
may  be  added,  and  the  solid  matter  at  once  removed  by  filtration. 

The  use  of  soluble  bicarbonates  for  liberating  hydrocyanic  acid  in 
such  cases  is  to  be  recommended,  especially  in  dealing  with  small 
quantities  of  material,  because  even  a  very  large  excess  of  these  salts 
does  not  inhibit  the  addition  process,  but  with  large  quantities  it  is 
equally  effectual  in  most  cases  to  dissolve  the  ketonic  compound  in 
alcohol  and  to  add  an  aqueous  solution  of  potassium  cyanide  (1  mol.), 
and  then  acetic  acid  (1  mol.)  by  means  of  a  thistle-funnel  provided 
with  a  fine  orifice.  At  the  end  of  fifteen  minutes  excess  of  hydro- 
chloric acid  is  added,  the  solution  diluted  largely  with  water,  and  the 
precipitated  solid  collected  and  washed  on  a  filter. 

The  product  should  be  dried  and  crystallised  by  dissolving  it  in  cold 
ethyl  acetate  and  adding  light  petroleum  rapidly  until  separation 
of  crystals  commences.     On  analysis  : 


0-1570 


gave  0-4075  CO2  and  0-1103  H2O.     C=70-8;  H  =  7-7. 
CigHjgOlSTg  requires  C  =  70*6  ;  H  =  7-8  per  cent. 


The  compound  is  insoluble  in  water,  somewhat  sparingly  soluble  in 
light  petroleum  and  readily  so  in  benzene,  chloroform,  alcohol  esters,  or 
acetic  acid.  It  separates  from  a  mixture  of  ethyl  acetate  and  light 
petroleum  in  long,  very  slender  needles  melting  between  104°  and  108° 
according  to  the  rate  of  heating.  The  crystals  are  very  feebly 
doubly  refracting  and  show  straight  extinction  in  polarised  light. 

The  substance,  except  in  presence  of  excess  of  mineral  acid,  is  very 
unstable  and  loses  hydrogen  cyanide  if  recrystallised  from  hot 
solvents  or  if  heated  alone  above  80°,  and  this  accounts  for  its 
indefinite  melting  point. 

0-4010  gram  di.ssolved  and  made  up  to  25  c.c.  with  absolute  alcohol 
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was  examined  in  a  2-dcm.  tube  at  18°;  the  observed  rotation  was 
+  0-367°,  whence  [a]o  +11-5°. 

Attempts  to  replace  the  hydroxyl  group  by  chlorine  or  bromine 
or  to  acetylate  the  substance  were  unsuccessful. 

Hydrolysis  of  ci/anodihydrocarvonecyanohydrin. — It  was  found  that 
the  most  convenient  method  of  hydrolysing  the  nitrile  was  to  heat  it 
with  fuming  hydrochloric  acid,  a  small  quantity  of  acetic  acid  being 
added  to  promote  the  reaction  by  raising  the  solubility  of  the  solid. 

At  the  end  of  some  hours,  when  the  solution  is  complete,  the  whole 
is  filtered  from  a  small  quantity  of  insoluble  matter  and  evaporated  to 
a  small  bulk.  On  adding  water  to  the  residue,  a  nearly  colourless, 
gummy  mass  is  precipitated,  which  becomes  semi-crystalline  when 
triturated  with  strong  hydrochloric  acid.  The  material  may  be  drained 
on  porous  porcelain,  and  crystallised  from  a  mixture  of  benzene  and 
light  petroleum. 

This  product,  although  it  forms  crystals  of  considerable  size,  is 
doubtless  a  mixture,  as  diilerent  fractions  varied  considerably  in 
rotatory  power  ([aj^  +4-0  to  +7'0),  and  the  melting  point  varied 
between  97  and  107°.  The  whole  dissolves  readily  in  most  of  the  usual 
organic  media  with  the  exception  of  light  petroleum,  but  tends  to 
separate,  in  most  cases,  as  an  oil.  It  is  sparingly  soluble  in  water,  but 
dissolves  freely  in  strong  mineral  acids  and  in  sodium  carbonate 
solution.     On  analysis  : 

0-2314  gave  0-5449  COo  and  0-1610  HoO.     0  =  64-3.     H  =  7-7. 
0-3138     „     16-65  CO.  moist  nitrogen  at  15°  and  767  mm.    N  =  6-5. 
CigHirOgN  requires  C  =  64-6  ;  H  =  7-6  ;  N  =  6-3  per  cent. 

The  compound  is  slowly  hydrolysed  either  by  acids  or  alkalis,  yielding 
2-methyl-5-isoj)ro2}e7iyl-A'^-tetrahydroiso2)hthcdic  acid, 

CMe<^S'(?b'!H7cH;>CH-CMe:CH,. 

This  is  most  easily  prepared  in  quantity  by  the  direct  hydrolysis  of 
cyanodihydrocarvone  with  hydrochloric  acid.  The  cyano-compound  is 
placed  in  a  flask  covered  with  about  ten  times  its  weight  of  hydro- 
chloric acid  and  heated  for  several  days  on  the  water-bath  ;  the 
compound  first  melts  and  slowly  dissolves,  forming  a  clear  solution 
which  after  prolonged  heating  slowly  deposits  a  microcrystalline 
powder,  and  when  this  no  longer  increases  in  amount  it  is  removed  by 
filtration.  A  further  quantity  of  the  acid  may  be  obtained  by  evapo- 
rating the  mother  liquid  to  dryness,  dissolving  the  residue  in  a  large 
excess  of  a  35  per  cent,  aqueous  potassium  hydroxide  solution,  and 
heating  until  ammonia  ceases  to  be  evolved,  a  process  which  occupies 
some  six  hours.     On  diluting  the  resulting  liquid  and  acidifying  it 
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■with     hydrocliloric   acid,    the    product    is    obtained    in    pulverulent 
form. 

For  the  purification  of  the  acid,  hot,  anhydrous  formic  acid  was 
found  to  be  the  best  crystallising  medium.  A  specimen  thus  treated 
was  dried  and  analysed  : 

0-1504  gave  0-3557  CO^  and  0-0950  H^O.    C  =  64-5  ;  H  =  7-0. 
CjgH^gO^  requires  C  =  64-3  ;  H  =  7-1. 

For  the  determination  of  its  equivalent,  0-3262  was  titrated  with 
A7IO  sodium  hydroxide,  using  phenolphthalein  as  indicator;  28-8  c.c, 
of  the  alkali  were  necessary  for  neutralisation,  whence  the  equivalent 
of  the  acid  was  114,  that  calculated  for  a  dibasic  acid  of  the  formula 
Cj,HjA  being  112. 

The  compound  is  almost  insoluble  in  benzene,  petroleum,  chloroform, 
or  water,  dissolves  sparingly  in  ethyl  acetate  or  acetone,  more  readily 
in  formic  or  acetic  acid,  and  is  readily  soluble  in  absolute  alcohol,  hot 
quinoline,  or  dimethylaniline.  It  sublimes  at  high  temperatures  and 
melts  at  281—282°. 

The  crystals  from  hot  formic  acid  are  very  small,  flat-plates  or  needles, 
the  crystallographic  chai-acter  of  which  is  not  easily  determined.  After 
fusion  between  glass  slips,  the  substance  sets  rapidly  to  masses  of  rhom- 
boidal  plates  of  considerable  size,  and  through  some  of  these,  viewed  in 
convergent  polarised  light,  one  axis  of  a  wide-angled  interference  figure 
may  be  seen  emerging  nearly  perpendicularly. 

0-3995  gram  dissolved  and  made  up  to  25  c.c,  with  absolute  alcohol 
was  examined  in  a  2-dcm.  tube  at  19-5°.  A  mean  rotation  of  -  5-523° 
was  observed,  whence  [a]^  -  172-8. 

The  substance  has  the  character  of  an  unsaturated  acid,  and  its 
solution  in  ice-cold  sodium  carbonate  instantly  decolorises  a  solution  of 
potassium  permanganate,  although  its  action  on  bromine  water  is  very 
slow.  It  unites  readily  with  hydrogen  iodide  or  bromide,  yielding 
ci-ystalline  compounds  which  are  somewhat  unstable,  but  which  appear 
to  contain  only  one  molecular  proportion  of  hydrogen  halide  ;  these 
are  at  once  decomposed  by  cold  alkalis,  yielding  the  original  unsaturated 
acid. 

An  anhydride  may  be  obtained  from  the  acid  by  the  prolonged  action 
of  acetyl  chloride.  On  evaporating  the  excess  of  the  reagent  under  di- 
minished pressure  at  100°  and  leaving  the  residue  for  some  days  over 
potassium  hydroxide,  a  compound  is  obtained  which  is  readily  soluble 
in  benzene  or  chloi-oform,  and  is  precipitated  from  the  resulting  solu- 
tion in  an  apparently  amorphous  condition.  The  substance  obtained  in 
this  way  dissolves  only  very  slowly  in  cold  aqueous  sodium  carbonate, 
the  resulting  solution  yielding  the  dicarboxylic  acid  on  acidification. 
As  it  was  not  obtained  perfectly  pure,  it  was  not  analysed  by  the 
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combustion  method,  but  0'3226  gram  was  warmed  with  water  for 
some  hours  and  the  product  titrated  with  iV^/ 10  alkali ;  0-1280  gi-am 
of  NaOH  was  required  for  neutralisation;  whilst  0-1252  gram  was 
the  weight  calculated  on  the  assumption  that  the  substance  was  the 
anhydride  CjoHj^Og. 

Eeduction  of  2-Melhyl-5-isopropenyl-A"-ietrahj/droisophlhaUc   Acid. 
2-3fethi/l-5-isopropen7/lhexah]/droisophthcdic  Acid. 

CHMe<C«(COjH):CH.>CH-CMe:CH, 

For  the  reduction  of  the  foregoing  unsaturated  acid,  a  solution  in  the 
requisite  quantity  of  10  per  cent,  sodium  carbonate  was  placed  in  a 
shallow  porcelain  dish  and  allowed  to  remain  in  the  cold  with  a  con- 
siderable excess  of  2  per  cent,  sodium  amalgam  while  a  slow  stream 
of  carbon  dioxide  was  led  into  the  liquid.  At  the  end  of  two  days 
the  mercury  was  removed  and  the  aqueous  liquor  acidified  with  hydro- 
chloric acid,  the  precipitate  formed  being  removed  by  filtration, 
washed  with  water,  dried  and  extracted  with  warm  anhydrous  formic 
acid,  in  which  the  larger  proportion  of  the  original  acid  did  not 
dissolve.  By  fractional  crystallisation  of  the  dissolved  material, 
first  from  formic  acid  and  finally  from  methyl  alcohol,  one  of  the 
reduction  products  was  obtained  in  a  pure  form.     On  analysis  : 

0-2012  gave  0-4692  CO.^  and  0-1412  H.O.     0  =  63-6  ;  H  =  7-8. 
O^gHigO^  requires  0  =  63-8  ;  H  =  8-0  per  cent. 

01605  gram  of  the  acid  required  14'15  c.c.  JSf/lO  NaOH  for 
complete  neutralisation,  whence  the  equivalent  was  113,  exactly  the 
number  required  for  a  dibasic  acid,  012^x804. 

For  the  determination  of  its  optical  activity,  0-2326  gram  was  dis- 
solved and  made  up  to  25  c.c.  with  absolute  alcohol  at  17°.  The 
solution  in  a  2-dcm.  tube  had  a  mean  rotation  -0-31°,  whence 
[aJD  -16-6. 

The  acid  dissolved  very  sparingly  in  water,  benzene,  or  chloroform, 
somewhat  readily  in  hot  ethyl  acetate  or  formic  acid,  and  is  readily 
soluble  in  methyl  or  ethyl  alcohol.  It  separates  from  methyl  alcohol 
in  crystals  which  melt  at  204 — 205°. 

The  crystals  are  flat  needles,  through  the  large  faces  of  which  one 
axis  of  a  wide  angled  biaxial  interference  figure  emerges  nearly 
perpendicularly,  and  in  which  the  double  refraction  is  strong  and 
negative  in  sign. 

On  cooling,  the  fused  substance  solidifies  rapidly  from  a  centre  to 
masses  of  needles  identical  in  character  with  those  obtained  from 
solution. 
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The  compound  has  all  the  properties  of  an  unsaturated  acid.  In 
solution  in  acetic  acid,  it  absorbs  bromine  somewhat  rapidly,  and  when 
a  solution  of  potassium  jiermanganafce  is  added  to  an  ice-cold  solution 
of  the  sodium  salt  its  colour  is  instantaneously  discharged. 

The  acid  appears  to  form  an  anhydride  when  it  is  heated  with  acetyl 
chloride,  as  the  product  is  entirely  soluble  in  benzene,  but  owing  to 
the  small  quantity  of  the  acid  which  was  available  attempts  to  pre- 
pai'e  this  derivative  in  a  pure  form  were  not  successful. 


Addition  Products  of  Cyanodihydrocarvone  with  Hydrogen  Ilcdides. 

The   hydrochloride    0HMe<CpTT/p>T\.pTj^^-^CH'CClMe2    is   formed 

in  considerable  quantity  when  cyanodihydrocarvone  is  shaken  with 
an  aqueous  solution  of  hydrogen  chloride  (saturated  at  0°).  The 
nitrile  dissolves  somewhat  rapidly  at  first  and  in  a  short  time,  if  the 
liquid  is  kept  cold,  the  hydi'ochloride  separates  in  a  crystalline  form. 
This  process,  however,  is  liable  to  lead  to  an  impure  product,  and  it  is 
more  satisfactory  to  pass  hydrogen  chloride  into  a  strong  solution  of 
the  nitrile  in  glacial  acetic  acid  until  it  is  no  longer  absorbed,  allow- 
ing the  whole  to  remain  for  twenty-four  hours  and  then  pouring  into 
water.  The  solid  material  which  separates  may  be  crystallised  from 
warm  dilute  alcohol.     On  analysis": 

0-3233  gave  0-2177  AgCl.     CI  =  16-5. 

CjjHjqONCI  requires  CI  =  IG'G  per  cent. 

It  is  sparingly  soluble  in  hot  light  petroleum,  more  readily  so  in 
hot  ether  or  cold  alcohol,  and  dissolves  freely  in  hot  alcohol  and 
in  ethyl  acetate.  It  separates  from  alcohol  in  small  prisms  or  flattened 
needles  melting  at  64 — 65°. 

The  crystals  show  straight  extinction  in  polarised  light  ;  examined  in 
convergent  polarised  light,  some  ci-ystals  show  a  biaxial  interference 
figure  of  small  axial  angle.  The  double  refraction  is  positive  in 
sign  and  fairly  strong. 

0-3996  gram  dissolved  and  made  up  to  25  c.c.  with  absolute  alcohol 
and  examined  in  a  2-dcm.  tube  at  18°  gave  a  mean  rotation  of  0-810°, 
whence  [aj^  -f  25-3. 

The  hydrochloride  is  somewhat  unstable,  and  is  decomposed  in  the 
cold  if  alkalis  or  solutions  of  alkali  carbonates  are  added  to  its 
alcoholic  solution.  It  is  also  decomposed  when  heated  with  water  at 
a  temperature  above  its  melting  point.  It  is  less  easily 
reduced  than  the  hydrobromide.  The  corresponding  li.ydrohrornide, 
Cj^Hj,,ONBr,  is  most  easily  prepared  by  dissolving  cyanodihydro- 
carvone in  about  five  times  its  own  weight  of  a  cold  saturated  solution 
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of  hydrogen  bromide  in  glacial  acetic  acid.  If,  at  the  end  of 
twenty-four  hours,  the  whole  is  poured  into  water,  the  addition 
product  is  obtained  in  a  nearly  pure  condition  and  may  be  crystallised 
from  alcohol.     On  analysis  : 

0-2784  gave  0-2002  AgBr.     Br  =  30-6. 

CjjHjgONBr  requires  Br=3rO  per  cent. 

In  general  character  and  in  its  solubility  in  organic  media,  this 
compound  closely  I'esembles  the  hydrochloride,  but  it  appears  to  be 
somewhat  less  stable  towards  alkalis  and  is  less  easy  to  obtain  iu  large 
crystals.  The  crystallographic  description  of  the  preceding  compound 
applies  equally  well  to  this.     It  melts  at  82 — 83°. 

The  hydriodide,  CjiHj^;ONI,  was  prepared  in  considerable  quantities 
by  the  following  method.  An  aqueous  solution  of  hydrogen  iodide, 
saturated  at  20°,  was  placed  in  a  mortar  and  a  small  quantity  of  cyano- 
dihydrocarvone  was  introduced,  while  the  whole  was  rapidly  stirred 
with  the  pestle ;  when  solution  was  complete  a  further  quantity  of  the 
nitrile  was  added  and  the  process  was  continued  until  fine  needles  of  the 
hydriodide  began  to  separate.  In  a  few  minutes  the  whole  usually  set 
to  a  semi-solid  mass,  and  this  was  drained,  first  on  a  filter  with  the  aid 
of  a  pump  and  finally  on  porous  earthenware.  The  dried  product  was 
crystallised  from  alcohol.     On  analysis  : 

0-2993  gave  0-2296  Agl.     I  =  40-0. 

Cj^HjqONI  requires  1  =  40-2  per  cent. 

This  substance  is  more  readily  soluble  in  organic  media  than  the 
two  preceding  compounds.  It  was  always  obtained  in  slender  needles 
having  straight  extinction.  Unless  very  carefully  purified  it  rapidly 
becomes  deep  brown,  especially  when  exposed  to  light.  It  melts  at 
81—82°. 

In  the  hope  of  obtaining  a  cyanocarone  by  the  same  method  as  was 
used  by  Baeyer,  in  preparing  carone  from  dihydrocarvone  hydro- 
bromide,  experiments  on  the  hydrobromide  and  hydriodide  of  cyano- 
dihydrocarvone  were  made.  When  dissolved  in  alcohol  and  mixed 
with  a  cold  solution  of  potassium  hydroxide  in  methyl  alcohol, 
they  rapidly  lost  hydrogen  halide,  as  was  evidenced  by  the  copious 
deposition  of  potassium  salt  whilst  little  or  no  hydrogen  cyanide 
was  eliminated.  In  all  the  experiments  made  the  product  was  a  some- 
what mobile  oil,  which  when  boiled  with  potassium  hydroxide  dissolved 
in  methyl  alcohol,  lost  hydrogen  cyanide,  and  gave  a  beautiful  blue 
solution  so  that  derivatives  of  carone  or  eucarvone  appear  to  have  been 
formed.  Nevertheless  no  new  compound  of  unquestionable  purity 
could  be  isolated  and  the  supposed  cyanocarone,  when  hydrolysed  with 
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mineral    acids,  gave   only  mixtures  of  the  isomeric  dihydrocarvone- 
carboxylic  acids. 


Action  of  Bromine  on  Cyanodihydrocarvonehydrobromide.    Formation  oj 
Monobrojnocyanodihydrocarvone, 

CBrMe<^^~~^^2>CH.CMe:CH2. 

In  order  to  prepare  a  substitution  derivative  of  cyanodihydrocarvone, 
the  hydrobromide  of  the  latter  was  dissolved  in  glacial  acetic  acid  and 
saturated  with  hydrogen  bromide,  which  served  the  purpose,  not  only 
of  ensuring  the  stability  of  the  hydrobromide  and  thus  preventing 
attack  by  the  bi'omine  in  the  isopropenyl  group,  but  also  of  accelei'at- 
ing  the  substituting  action  of  the  halogen  (compare  Trans.,  1904,  85, 
31,  et  seq.).  To  the  solution  was  then  added  one  molecular  proportion 
of  bromine,  the  whole  being  allowed  to  remain  until  the  colour  of  the 
halogen  disappeared,  and  then  poured  into  water.  The  separated  oil 
rapidly  solidified  when  washed  and  the  solid  was  repeatedly  crystallised 
from  alcohol. 

0-2865  gave  0-2107  AgBr.     Br  =  31-3. 

CjjHjjONBr  requires  Br  =  31*2  per  cent. 

The  analysis  indicated  that  only  one  bromine  atom  was  present,  and, 
as  it  was  suspected  that  the  hydrogen  bromide  had  been  lost  during 
recrystallisation,  experiments  were  made  to  test  this  point.  It  was 
found  that  the  crude  product  contained  nearly  two  atomic  proportions 
of  bromine  and  that  if  it  was  boiled  with  acetic  acid,  hydrogen  bromide 
was  evolved  and  the  same  product  as  before  finally  obtained. 

The  bro'wo  compound  was  nearly  insoluble  in  light  petroleum,  but 
dissolved  somewhat  freely  in  most  of  the  other  organic  media.  It 
crystallises  from  alcohol  in  glistening  needles  which  darken  slightly  at 
170°  and  melt  and  decompose  at  177°. 

Like  the  dibromides  already  described,  it  is  rapidly  dissolved  by 
strong  alkalis  in  presence  of  a  little  alcohol,  hydrogen  bromide  being 
lost,  and  on  diluting  and  acidifying,  a  colourless  liquid  acid  is  pre- 
cipitated which  has  not  yet  been  closely  examined.  When  it  is 
boiled  with  alkalis,  ammonia  is  evolved  and  no  cyanide  is  formed ;  on 
acidifying  the  resulting  solution,  the  acid  obtained  is  still  liquid  and 
nearly  colourless. 

The  acid  products  obtained  from  the  three  preceding  compounds  will 
be  examined  in  detail  latpr. 


CYANODIHYDROCARVONE   AND   CYANOCARVOMENTHONE.      1829 


Reduction  of  CyatiodihydrocarvonehydrobromiJe  to  Cydnocarvomenthone, 

The  crude  product  obtained  by  the  action  of  hydrogen  bromide  on 
cyanodihydrocarvone  was  washed  with  water,  dissolved  in  about  ten 
times  its  weight  of  95  per  cent,  methyl  alcohol,  and  zinc  dust  was 
added  in  small  quantities  at  a  time,  while  the  temperature  was  kept  at 
about  0°.  When  no  further  action  was  perceptible  a  large  excess  of 
zinc  was  added,  the  whole  transferred  to  a  stoppered  bottle  and  shaken 
for  several  days,  when  the  insoluble  matter  was  removed  by  filtration 
and  washed  with  alcohol.  The  united  alcoholic  solutions  were 
evaporated  to  a  small  bulk,  diluted  with  water,  and  extracted  with 
benzene. 

As  it  was  found  in  a  previous  experiment  that  the  larger  proportion 
of  the  product  consisted  of  cyanodihydrocarvone  regenerated  by  the 
mere  removal  of  hydrogen  bromide  from  the  addition  compound,  the 
benzene  extract  was  washed  repeatedly  with  water  and  then  shaken 
with  an  ice-cold  solution  of  potassium  permanganate  until  the  latter 
ceased  to  be  reduced,  the  pi-ecipitated  manganese  dioxide  being 
dissolved  by  means  of  a  stream  of  sulphur  dioxide  and  the  benzene 
solution  then  removed,  dried,  and  allowed  to  evaporate  spontaneously. 

The  material  thus  prepared  was  a  mixture  of  two  substances,  one  of 
which  had  the  properties  of  an  amide  and  was  not  closely  examined ; 
the  other  proved  to  be  cyanocarvomenthone,  and  was  separated  from 
the  former  by  extraction  in  a  Soxhlet  apparatus  with  carbon 
disulphide,  in  which  the  amide  was  not  appreciably  soluble. 

The  cyano-compound  obtained  in  this  way  was  crystallised  from 
dilute  alcohol,  dried,  and  analysed  ; 

0-2238  gave  0-6052  CO^  and  01951  H,0.     0  =  73-7  ;  H  =  9-7. 
CjiH^^ON  requires  C  =  73'7  ;  H  =  9-5  per  cent. 

Cyanocarvomenthone  closely  resembles  the  original  cyanodihydro- 
carvone in  appearance,  but  is  distinctly  more  readily  soluble  in  benzene, 
chloroform,  and  alcohol.  It  crystallises  from  alcohol  in  flat  needles 
melting  at  83—84°. 

It  is  easily  distinguished  from  cyanodihydrocarvone  by  shaking  a  few 
milligrams  in  a  test-tube  with  a  little  dilute  potassium  permanganate 
solution,  when  the  solution  retains  its  colour  for  a  very  long  time, 
whilst  the  unsaturated  nitrile  discharges  the  tint  in  a  few  seconds. 

The  oxime  was  prepai-ed  by  warming  the  nitrile  in  alcoholic  solution 
with  free  hydroxylamine.  After  crystallisation  from  alcohol,  it  was 
obtained  in  flat  plates  closely  resembling  the  oxime  of  cyanodihydro* 
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carvone  in  appearance  and  solubility  in  organic  media,  but  it  melted 
at  156 — 157°.  When  the  two  oximes  were  mixed  in  equal  proportions 
the  whole  fused  at  150 — 151°. 

It  was  very  easily  hydrolysed  by  warm  dilute  mineral  acids  into 
cyanocarvomenthone  and  hydroxylamine. 

When  the  nitrile  is  heated  with  strong  alcoholic  potassium  hydr- 
oxide, hydrogen  cyanide  is  eliminated,  and  an  odour  of  peppermint  and 
caraways  becomes  perceptible.  In  order  to  isolate  the  volatile  product 
of  this  reaction,  a  few  grams  of  the  nitrile  were  heated  for  half  an 
hour  with  an  excess  of  a  solution  of  potassium  hydroxide  containing 
suspended,  freshly  precipitated  ferrous  hydroxide ;  the  alcohol  was 
then  removed  by  distillation  and  the  residue  distilled  in  a  current 
of  steam.  The  distillate  was  extracted  with  ether,  and  this  on 
evaporation  gave  a  small  quantity  of  an  oil  which  boiled  at  221 — 222° 
and  gave  the  following  results  on  analysis  : 

0-1898  gave  0-5470  COo  and  0-1842  H2O.     C  =  78-5  ;  H  =  107. 
CjoHjgO  requires  C  =  78-8  ;  H=  lO'S  per  cent. 

The  compound  was  unsaturated  and,  when  warmed  with  a  dilute 
alcoholic  solution  of  potassium  cyanide,  was  reconverted  almost 
quantitatively  into  cyanocarvomenthone.    The  substance  was  therefore 

carvotanacetone,  CMe'^pTT^pTT^^CH'CMe^. 

Carvomenthonecarhoxylic  acid, 

^HMe<CO-^;;;^:CH.>cH-CHMe, 

was  obtained  by  heating  the  nitrile  for  several  days  with  concentrated 
hydi'ochloric  acid  and  working  up  the  product  in  the  manner  adopted 
in  preparing  dihydrocarvonecarboxylic  acid.  The  acid  was  purified  by 
repeated  crystallisation  from  boiling  carbon  tetrachloride.   On  analysis  : 

0-2.383  gave  0-5828  CO2  and  0-1964  H^O.     0  =  66-7;  H  =  9-l. 
C'ljHjgOg  requires  0  =  66-6  ;  H  =  9-l  per  cent. 

0-1725  gram  requii-ed  8-85  c.c.  of  XjlO  sodium  hydroxide  for 
complete  neutralisation,  whence  the  equivalent  of  the  acid  was  194-9, 
the  calculated  number  for  a  monobasic  acid,  OjjHjgOg,  being  198. 

In  spite  of  the  fact  that  pure  cyanocarvomenthone  was  used  in 
preparing  this  substance,  the  crude  acid  was  certainly  a  mixture,  and 
only  yielded  a  pure  compound  after  repeated  crystallisation.  Doubt- 
less, as  in  the  case  of  the  hydrolysis  of  cyanodihydrocarvone,  two 
stereoisomeric  acids  are  formed,  but  owing  to  the  comparatively  small 
quantity  of  material  at  hand  it  was  not  in  this  instance  found  possible 
to  isolate  both. 

The  pure  compound  with  which  the  analysis  was  made  is  but  slightly 
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soluble  in  water  or  light  petroleum,  but  dissolves  somewhat  readily  iu 
chloroform,  benzene,  ether,  or  alcohol,  and  separates  from  carbon 
tetrachloride  in  pi'isms  which  melt  sharply  at  146 — 147'^. 

The  crystals,  examined  in  polarised  light,  extinguish  in  directions 
which  vary  according  to  their  orientation. 

Fused  between  glass  slips,  it  solidifies  slowly  on  cooling  to  areas  of 
parallel  needles.  In  convergent  polarised  light,  the  interference  figure 
associated  with  a  crystal  of  wide  axial  angle  is  sometimes  indistinctly 
to  be  seen.     The  double  refraction  is  weak. 

For  the  determination  of  the  optical  activity  of  the  acid,  0'3808 
gram  dissolved  in  ethyl  acetate  and  made  up  to  25  c.c.  was  examined 
in  a  2-dcm.  tube  at  22°.  The  mean  i-otation  observed  was  -0-13°, 
whence  [ajo   -  4 '3. 

The  acid  behaves  as  a  saturated  ketonic  acid.  Dissolved  in  ice-cold 
sodium  carbonate  at  the  ordinary  temperature  and  added  to  dilute 
potassium  permanganate  solution,  the  colour  of  the  mixture  is  not 
appreciably  affected  for  at  least  half  an  hour. 

The  author  desires  to  express  his  indebtedness  to  the  Research  Fund 
Committee  of  the  Chemical  Society  for  a  grant  which  defrayed  much 
of  the  cost  of  the  investigation. 

Chemical  Departmen't, 

Goldsmith's  College, 

New  Ckoss,  S.E. 


CLXXVI. — The  Acidic  Constants  of  Some   Ureides  and 

Uric  Acid  Derivatives. 

By  John  Kerfoot  Wood. 

During  the  determination  of  the  acidic  constants  of  the  methyl 
derivatives  of  xanthine  (see  following  paper)  results  were  obtained 
which  appeared  to  be  contrary  to  those  which,  on  constitutional 
grounds,  might  have  been  expected.  It  was  therefore  considered 
advisable  to  conduct  similar  experiments  with  a  number  of  other 
imino-compounds,  chiefly  ureides  and  derivatives  of  uric  acid,  with  a 
view  to  finding  the  influence  which  other  groups  have  on  the  acidity 
of  the  imino-group.  The  results  of  these  experiments,  together  with 
the  conclusions  drawn  from  them,  form  the  subject  of  the  present 
paper. 

In  the  case  of  some  of  the  substances,  the  acidity  was  determined  by 
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the  ordinary  conductivity  method.  The  water  used  as  solvent  was 
specially  distilled,  and  in  no  case  did  its  conductivity  exceed  1"5  x  10"*' 
at  25° 

All  conductivities  given  in  this  paper  are  expressed  in  terms  of 
reciprocal  ohms. 

With  the  majority  of  the  substances,  however,  it  was  impossible  to 
employ  the  conductivity  method  owing  to  the  degree  of  ionisation 
being  very  small.  In  such  cases,  the  dissociation  constant  was  cal- 
culated from  the  velocity  of  saponification  of  methyl  acetate  by  the 
sodium  salt  of  the  substance  (Shields,  Zeit.  jiliysxkal.  Chem.,  1893,  12, 
167).  The  acid  was  dissolved  in  an  equivalent  amount  of  iV/20  sodium 
hydroxide  and  the  solutioti  then  mixed  with  one  of  methyl  acetate,  the 
alkali  and  ester  being  in  equivalent  proportions.  Poi^tions  of  the 
mixture  were  removed  at  intervals  and  titrated  with  NjlOO  hydro- 
chloric acid,  the  indicator  used  being  o-nitrophenol.  From  the  results 
obtained  the  constants  were  calculated  by  means  of  the  equation 


k  =  l[  -^-l-2-302log-^l, 
t  \  e-x  e-oc ) 


where  e  represents  the  initial  concentration  of  the  ester  and  x  the 
portion  transformed  in  the  time  t.  This  equation  can  only  be  used 
satisfactorily  during  the  middle  portion  of  the  action. 

The  constant  k  calculated  as  above  must  not  be  confused  with  the 
dissociation  constant  of  the  acid.  It  represents  the  product  of  the 
velocity  constant  (c)  for  the  saponification  of  methyl  acetate  by  sodium 
hydi'oxide  and  the  hydrolysis  constant  (h)  of  the  sodium  salt  of  the 
compound  under  examination.  Experiments  on  the  saponification  of 
methyl  acetate  by  sodium  hydroxide  have  shown  that  c  has  the  value 
11-42  at  25°,  so  that 

^  =  1T42- 
Now  h  =  — ,  where  K  is  the  dissociation  constant  of  water  and  ka 

fCa 

the  dissociation  constant  of  the  acid  under  examination  (Arrhenius, 
Zeit.  physikal.  Chem.,  1890,  5,  17),  and  at  25°,  the  temperature  at 
which  all  the  experiments  were  performed,  ^has  the  value  1*2  x  10"^'^. 
The  equation  finally  becomes,  therefore, 

11-42  X  1-2x10-1* 


ka- 


k 


For  purposes  of  illusti-ation  the  whole  of  the  figures  obtained  are 
given  in  the  case  of  methyluracil ;  in  the  case  of  other  substances  for 
which  this  method  was  used  only  the  mean  values  of  k  and  ka  are 
given. 
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Methyhiracil. — Triibsbach  (Zeii.  physikal.  Chem.,  1895,  16,  711) 
determined  the  dissociation  constant  of  this  substance  by  the  con- 
ductivity method  and  obtained  a  result  of  4*6  x  10"^. 

The  sample  used  by  the  author  was  prepared  by  Behrend's  method 
{Annalen,  1885,  229,  9). 

Saponification  ^xperiinenf. 

25  c.c.  >^\720  solution   of   sodium   methyluracil  +  25  c.c.  iVy20  solution 

of  methyl  acetate. 


Time. 

Titre. 

k. 

0 

4-95 

— 

108 

3-70 

0-000425 

179 

3-40 

0-000449 

208 

3-31 

0-000447 

262 

3-20 

0-000422 

315 

3  06 
Mean    

0-000434 

0-000435 

The  value  of  ka  calculated  from  the  above  mean  value  of  k  is 
3'14xl0~^^;  this  number  was  confirmed  by  subsequent  experiments. 
The  divergence  from  Triibsbach's  result  is  probably  explained  by  the 
difficulty  of  obtaining  trustworthy  values  lor  the  conductivity  in  the 
case  of  very  feeble  electrolytes. 

a-Dimethyluracil,    CO\-f^TT r./^^CH. — This    compound,    which 

melted  at  220 — 230°,  was  prepai'ed  by  Behrend  and  Dietrich's  method 
[Annalen,  1899,  309,  266).  The  value  of  k  found  by  the  saponification 
method  was  0-00155,  corresponding  to  a  dissociation  constant  of 
8-8x10-11. 

^-Dimethyluracil,  CO<^^,t  _riQ^CH. — This  substance  was  pre- 
pared by  Behrend  and  Dietrich's  method  (loc.  cit.)  ;  the  sample  melted 
at  258°. 

A;  =  000185;  ^„  =  7-4x10-11. 

Ilydantoin. — The  conductivity  of  this  substance  was  determined  by 
Triibsbach  (loc.  cit.),  but  the  dissociation  constant  was  not  calculated. 
Using  the  figure  given  by  him  as  the  conductivity  in  iVyi28  solution, 
the  calculated  dissociation  constant  was  found  by  the  author  to  be 
6-34  X  10-10- 

The  hydantoin  used  in  the  present  experiments  was  prepared  by  Diels 
and  Heintzel's  method  {Ber.,  1905,  38,  305) ;  it  melted  at  216—217°. 

A;  =  0-000180;  yt«  =  7-59  x  IQ-w. 

The  value  for  ka  so  determined  is  in  good  agreement  with  that 
calculated  from  Triibsbach's  conductivity  figures. 
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Allanloin. — This  compouDcl  was  prepared  by  the  action  of  potassium 
permanganate  on  uric  acid  (Claus,  Ber.,  1874,  7,  227). 

The  saponification  method  was  used  for  the  determination  of  the 
acidity,  but  a  little  uncertainty  in  the  value  of  the  constant  was 
occasioned  by  the  end  point  of  the  titration  not  being  quite  sharp. 
The  mean  values  obtained  were 

;^  =  0-000117;  A-«  =  117xlO-!'. 

Oxyuracil. — The  specimen  used  for  the  experiments  was  prepared  by 
Behreud's  method  {Annalen,  1885,  229,  39). 

The  quantity  of  substance  available  was  not  sullicient  to  allow  of 
conductivity  determinations  being  made,  whilst  the  results  obtained 
by  the  saponification  method  were  not  vei-y  satisfactory  because  of  the 
end-jooint  of  the  titration  being  indistinct.  The  mean  value  of  k  was 
found  to  be  0  00005 38,  corresponding  to  a  dissociation  constant  {ka) 
of  2-5  xlO-^ 

Parahanic  Acid. — This  compound  was  prepai-ed  by  the  action  of 
nitric  acid  (sp.  gr.  I'S)  on  uric  acid.  The  product  was  crystallised 
first  from  ordinary  distilled  water  and  afterwards  from  the  specially 
distilled  water  used  for  conductivity  experiments ;  it  was  then  dried  at 
100—105°. 

Triibsbach  {loc.  cit.)  made  a  series  of  experiments  with  this  compound, 
and  came  to  the  conclusion  that  it  changes  in  solution  into  urea 
oxalate.  Owing  to  this  change  taking  place,  the  conductivities 
obtained  for  a  series  of  dilutions  do  not  yield  a  fixed  dissociation 
constant.  The  dissociation  constant  calculated  from  Triibsbach's  con- 
ductivity for  a  iV/32  solution  is  3*74  x  10~*^.  This  number,  however, 
is  too  high,  for,  using  a  solution  of  equal  concentration,  the  author 
obtained  a  value  for  the  conductivity  which  gave  a  dissociation  constant 
of  0-75  X  10-". 

The  transformation  of  the  parabanic  acid  into  urea  oxalate  can  be 
followed  in  the  cell.  The  results  of  one  experiment  of  this  nature  are 
shown  in  the  following  table,  the  concentration  of  the  solution 
being  iV/32  : 


I 


Time  in  hours. 

Value  of  |Uo.j. 

Time  in  hours. 

Value  of  ;U32 

0 
1 
3 

2-133 
2-907 
4-412 

6 

21 

144 

6-132 
11-953 
30-572 

It  will  be  seen  that  the  rate  of  transformation  of  the  parabanic  acid  is 
comparatively  slow,  so  that  the  quantity  which  undergoes  change 
during  the  short  period  of  time  necessary  to  dissolve  the  acid  and  raise 
the  temperature  of  the  solution  to  25°  must  be  of  small  dimensions. 
It  follows,  therefore,  that  the  number  given  above  for  the  dissociation 
constant  cannot  be  much  in  excess  of  the  true  value. 
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Barbiluric  Acid. — Trllbsbach  {loc.  cit.)  found  the  dissociation  constant 
of  this  substance  to  be  9*79  x  10-\  Hantzsch  and  Vagelen  {Her., 
1902,  35,  1006)  determined  the  conductivity  both  in  aqueous  and  in 
aqueous  alcoholic  solutions,  obtaining  in  the  case  of  the  former  a  value 
for  ^04  of  27-06. 

The  barbituric  acid  used  for  the  present  experiments  was  prepared 
by  Fischer  and  Dilthey's  method  {Annaltn,  1904,  336,  334)  by  con- 
densing malonic  ester  and  urea  with  sodium  ethoxide. 

The  conductivity  method  yielded  a  value  for  ka  of  10'51  x  10"^,  in 
close  agreement  with  the  number  obtained  hy  Trllbsbach.  The  saponi- 
fication method  was  not  available  in  this  instance,  because  of  the  action 
of  barbituric  acid  on  indicators. 

6-EthylharbituriG  Acid. — This  compound  was  prepared  by  heating  to 
100'^  for  two  to  three  hours  a  mixture  of  urea,  ethylmalonic  acid,  and 
phosphoryl  chloride  (Conrad  and  Guthzeit,  Ber.,  1882,  15,  2845). 
The  product  obtained  was  mixed  with  a  small  amount  of  water,  the 
solution  filtered  off,  and  the  residue  repeatedly  crystallised,  first  from 
ordinary  distilled  water  and  then  from  conductivity  water. 

A  iV/64  solution  was  found  to  have  a  molecular  conductivity  of  18'23, 
corresponding  to  a  value  for  ka  of  3-83  x  10~^.  Owing  to  the  fact  that 
the  solution  oxidises  in  the  cell,  a  series  of  dilution  experiments  was 
not  performed. 

As  with  the  parent  substance,  the  saponification  method  was  not 
available,  because  of  the  indicators  being  affected  by  the  acid. 

5  :  b-Dimethylbarbituric  Acid. — This  compound  was  prepared  by  con- 
densing dimethylmalonic  ester  and  urea  by  means  of  sodium  ethoxide 
(Fischer  and  Dilthey,  loc.  cit.).  The  product  was  crystallised  from 
conductivity  water. 

For  this  substance  also  the  conductivity  method  was  found  to  be  the 
more  suitable.  The  molecular  conductivity  of  a  i\^/64  solution  was 
found  to  be  0'912,  giving  a  value  for  ka  of  7'3  x  10"^. 

5  :5-I)iethylba)-bituric  Acid. — The  method  used  for  the  preparation 
of  this  compound  was  similar  to  that  employed  for  the  dimethyl 
derivative.  The  sample  melted  at  187°.  After  repeated  crystal- 
lisation from  ordinary  distilled  and  conductivity  water,  the  conductivity 
of  a  iV/64  solution  was  determined.  The  molecular  conductivity  was 
found  to  be  0'573,  giving  a  value  for  ka  of  3'7  x  10"^. 

Alloxan. — Triibsbach  {loc.  cit.)  also  determined  the  conductivity  of 
this  substance,  but  the  dilution  experiments  performed  by  him  did  not 
give  a  fixed  value  for  the  dissociation  constant.  The  value  calculated 
from  the  conductivity  in  ^/64  solution  was  4'11  x  10~^. 

The  alloxan  used  by  the  author  was   supplied   by  Kahlbaum  and, 
after  being  recrystallised  from  conductivity  water,  was  dried  first  in 
the  desiccator  and  then  at  120°.     A  ^/64  solution  had  a  molecular 
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conductivity  of  2'156,  giving  a  ilissociation  constant  of  2'32xlO"'. 
The  alloxan  was  found  to  undergo,  in  solution,  the  same  kind  of  change 
as  was  noticed  with  parabanic  acid.  After  five  minutes  the  molecular 
conductivity  rose  from  2*156  to  2 '466,  whilst  after  fourteen  hours  it 
had  a  value  of  11  ^S.  Probably  this  fact  partly  accounts  for  the  high 
value  obtained  by  Triibsbach  for  the  dissociation  constant  of  alloxan. 

Succinimide. — The  sample  used  was  prepared  by  the  distillation  of 
ammonium  succinate. 

By  means  of  the  saponification  method  the  following  values  were 
obtained  : 

A;  =  0-00453;  yta  =  3-02  x  IQ-ii. 

Phthalimide. — This  substance  was  supplied  by  Kahlbaum. 

The  saponification  method  could  not  be  used  because  of  the  action  of 
the  phthalimide  on  the  indicator.  A  portion  of  the  substance  was 
recrystallised  from  alcohol  and  ether  and,  after  drying  at  120°,  the 
conductivity  of  the  i-ecrystallised  product  was  determined.  The 
strongest  solution  which  could  be  prepared  had  a  concentration  of 
I^j256  ;  the  molecular  conductivity  of  this  solution  was  found  to  be 
1*99,  giving  a  dissociation  constant  of  1*09x10"''.  The  conductivity 
of  the  solution  was  found  to  increase  either  when  it  was  kept  in  the 
cell  or  in  a  stoppered  flask.  After  standing  sixty  hours  in  a  closed 
flask  the  molecular  conductivity  had  increased  to  3*83,  whilst  after 
about  five  days  it  had  risen  to  8*1. 


Summary  of  Results. 

Dissociation 
Substance.  constant  x  10". 

/NH-CO. 
Barbituiic  acid,  C0<  >CH2    1051*0 

\nh-co/ 

/NH-CO. 

f)-Ethylbarbituric  acid,  C0<  >CHEt    383*0 

^NH-CQ/ 
/NH-CO 

Parabanic  acid.  C0<  |        7-5 

\NH-CO 
/NH-CO. 
Alloxan,  C0<  >C0  2-.32 

^nh-cq/ 

/CO. 
Phthalimide,  CgH/        >NH  1*09 

\co/ 

/NH-COs 

5 : 5-Dimethylbarbituric  acid,  C0<  >CMe2 0*73 

\NH-C0/ 
.NH-CO. 

5  :  5-Diethylbarbituric  acid,  C0<;  >CEt2 0*37 

^XH-CO^ 
/NH-CHa. 

Oxyuracil,  C0<  >C0 00*25 

^NH-CQ/ 
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Summary  of  Results  (continued). 


Allautoin,  CO 


Substance. 
.NH-CH-NH-CO*NH, 

\NH-CO 
NH-CHo 


Hydautoiu,  CO 


\nh-co 

NH-CMe,s 


Methyluracil,  Co/  %CH  

\nh-co/ 

/NMe-CMe^ 
o-Dimethyluracil,  C0<  ^CH 

\nh — co/ 

NH'CMe 
i3-Dimethyluracil,  Co/  ^CH  . 

\NMe-C0/ 
CHa-CO. 

Succinimide,  |  ^NH  

CH./CO/ 


Dissociation 
coustant  x  10''. 


•0117 

•00759 

•00314 

•00088 

•00074 

•000302 
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Discussion  of  Results. 

The  great  diversity  of  the  results  contained  in  the  preceding  table  is 
very  striking  ;  the  first-mentioned  compound  is  an  acid  six  times  as 
strong  as  acetic  acid,  whilst  the  last  substance,  succinimide,  only 
possesses  one-quarter  of  the  acidity  of  phenol.  A  closer  examination 
■will  show  that  the  substances  forming  the  table  can  be  divided  into 
four  groups,  as  follows  : 

(1)  Barbituric  acid  and  5-ethylbarbituric  acid,  both  of  which  have 
dissociation  constants  greatly  in  excess  of  the  others. 

(2)  Parabanic  acid,  alloxan,  5  :  5-dimethylbarbituric  acid  and  5  :  5-di- 
ethylbarbituric  acid. 

(3)  Oxyuracil,  allantoin,  hydantoin,  methyluracil,  a-dimethyluracil, 
and  /3-dimethyluracil,  all  of  which  have  dissociation  constants  much 
lower  tha,n  those  possessed  by  the  members  of  group  (2). 

(4)  The  simple  imides,  phthalimide  and  succinimide. 

Reserving  until  later  a  consideration  of  group  (1),  a  comparison  oi 
the  constitution  of  the  members  of  groups  (2)  and  (3)  will  show  that  in 
all   cases   the   members   of    the   former    class    contain  the   grouping 

CO\.^TT,pj^^,  whereas  in  no  member  of  the  latter  class  is  this  group- 
ing present.  In  the  presence  of  this  grouping  we  have  a  probable 
explanation  of  the  greater  acidity  possessed  by  members  of  the  second 
compared  with  that  possessed  by  members  of  the  third  group.  Each 
of  the  imino-groups  contained  in  the  above-mentioned  grouping,  being 
connected  with  two  carbonyl  groups,  will  be  possessed  of  acidic 
properties,  whereas  in  substances  of  the  third  class  there  is  only  one 
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sucli  imiiio-group,  tlie  otlier  not  being  .attached  to  two  carbonyl  groups 
and  having  accordingly  much  feebler  acid  properties.  It  is  well 
known  that  in  the  case  of  certain  dibasic  carboxylic  acids,  for  example, 
succinic  acid,  the  two  carboxyl  groups  mutually  reinforce  each  other 
and  thus  give  rise  to  a  dissociation  constant  which  is  of  greater 
magnitude  than  would  have  been  the  case  in  the  absence  of  such 
stereochemical  influence.  It  appears  extremely  probable  that  in 
substances  which  contain  two  acidic  imino-groups  there  will  be  a 
similar  mutual  reinforcement,  and  consequently  such  substances  will 
have  higher  dissociation  constants  than  substances  of  a  similar  type 
which  only  contain  one  such  group. 

The  results  given  by  the  three  methyluracils  are  in  accordance  with 
what  might  have  been  expected  on  constitutional  grounds.  The 
introduction  of  a  methyl  group  in  place  of  hydrogen  generally  causes 
a  lowering  in  the  acidic  constant,  and  it  will  be  observed  that  both  the 
dimethyluracils  possess  smaller  dissociation  constants  than  the  mono- 
methyluracil.  A  comparison  of  the  formulae  of  the  isomeric  dimethyl- 
uracils, 

p^^NMe-CMe=^p„  p^^NH-CMe^pu- 

a-Dimethyluracil.  )3-Dimethyluracil. 

shows  that  in  the  a-compound  the  imino-group  is  united  to  two 
carbonyl  groups,  whereas  in  the  /8-derivative  it  is  only  attached  to  one 
carbonyl  group,  the  other  nitrogen  valency  being  satisfied  by  union 
with  an  unsaturated  carbon  atom.  It  would  naturally  be  expected 
that  the  a-compound  would  have  the  greater  acidity  and  this  is  con- 
firmed by  the  results  obtained  for  the  two  isomerides. 

With  regard  to  the  two  simple  imides  which  form  group  four,  the 
results  obtained  are  also  in  agreement  with  those  anticipated,  phthal- 
imide  being  much  stronger  than  succinimide,  just  as  phthalic  acid  is 
stronger  than  succinic  acid. 

Of  the  various  results  obtained  none  are  more  interesting  than  those 
given  by  barbituric  and  5-ethylbarbituric  acids.  Both  substances  are 
seen  to  be  stronger  acids  than  acetic  acid,  and  both  can  be  estimated 
by  titration  with  alkalis,  using  the  ordinary  indicators.  The  dissocia- 
tion constants  of  these  subtances  are,  in  fact,  more  comparable  with 
those  of  the  carboxylic  acids  than  with  those  of  the  imides.  Hantzsch 
and  Voegelen  (loc.  cit.)  have  classed  barbituric  acid  as  a  pseudo-acid. 
Provided  that  no  change  other  than  one  of  a  tautomeric  nature 
occurred  on  solution,  the  positive  hydrogen  ion  of  barbituric  acid  would 
be  derived  either  from  one  of  the  imino-groups  or  from  the  methylene 
group.  All  the  available  evidence  goes  to  support  the  latter  view.  In 
the  first  place,  as  previously  mentioned,  the  dissociation  constant  is  much 
greater  than  those  of  imino-compounds  in  general.  The  5  :  5-dialkyl  acids 
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contain  the  same  two  imino-groups  as  the  original  barbituric  acid,  and  if 
the  positive  ion  were  derived  from  one  of  these  groups,  the  substituted 
acids  should  be  nearly  as  strong  as  the  parent  substance,  but  as  is  seen 
from  the  table  this  is  by  no  means  the  case,  the  dissociation  constant 
of  barbituric  acid  being  more  than  one  thousand  times  as  great  as 
those  of  the  dialkylbarbituric  acids.  If  further  proof  were  needed 
that  the  hydrogen  ion  is  derived  from  the  methylene  group,  it  is  found 
in  the  result  given  by  5-ethylbarbituric  acid.  In  this  substance  there 
is  still  one  of  the  hydrogen  atoms  of  the  methylene  group  unsub.stituted, 
and  the  result  is  that  the  dissociation  constant  of  this  substance  is 
nearly  as  great  as  that  of  barbituric  acid.  Although  it  may  be  taken  as 
proved  that  the  acidity  of  barbituric  and  ethylbarbituric  acids  is 
primarily  due  to  the  presence  of  the  methylene  group,  no  explanation 
of  the  fact  can  as  yet  be  given.  It  does  not  appear  to  be  due  simply 
to  the  presence  of  the  grouping  •CO'CH^'CO*,  for  other  substances 
which  contain  the  same  grouping,  for  example,  malonic  ester  and  aceto- 
acetic  ester,  are  almost  devoid  of  acid  properties. 

Umversity  College, 
Dundee. 


CLXXVII. — The   Affinity    Constants   oj  Xanthine  and 

its  Methyl  Derivatives. 

By  John  Kerfoot  Wood. 

In  a  previous  paper  (Trans.,  1903,  83,  568)  the  author  gave  the 
results  of  the  determinations  of  the  affinities  of  a  number  of  feeble 
bases,  including,  amongst  others,  several  members  of  the  xanthine 
series.  Some  of  the  values  obtained  for  these  xanthine  derivatives 
were  not  in  agreement  with  those  expected  on  constitutional  grounds. 
It  was  therefore  decided  to  repeat  some  of  the  earlier  experiments, 
and  to  extend  the  investigation  so  as  not  only  to  include  other  methyl 
derivatives  of  xanthine,  but  also  to  determine  the  acidic  dissociation 
constants  as  well  as  the  basic  constants. 

Particulars  Regarding  the  Substances  Employed. 

Xanthine. — A  portion  of  the  same  sample  as  was  used  in  the  earlier 
experiments  (loc.  cit.)  was  employed, 

Heteroxantldne. — This  substance  was  prepared  by  Fischer's  method 
{Ber.,  1897,  30,  2,400). 

Theobromine. — The  sample  used  was  obtained  from  Merck. 
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Theophylline. — This  substance  was  also  obtained  from  Merck.  The 
sample  was  crystallised  from  water  and  then  dried  at  140°. 

Faraaxinthine. — This  compound  was  prepared  by  Fischer's  method 
(Joe.  cit.). 

Caffeine. — The  sample  used  was  supplied  by  Kahlbaum.  It  melted 
at  234°. 

Determinations  of  Basic  Constants. 

The  methods  used  were  those  based  on  : 

(1)  The  catalysis  of  methyl  acetate  (see  Walker  and  Wood,  Trans., 
1903,  83,  484). 

(2)  The  solubility  in  water  and  in  hydrochloric  acid  of  known 
concentration. 

The  majority  of  the  experiments,  as  previously,  were  conducted  at 
40'1°,  but  a  few  determinations  were  also  made  at  25°. 

Xanthine. — The  basic  constant  of  this  substance,  as  in  the  earlier 
experiments,  was  determined  by  the  solubility  method.  The  following 
results  were  obtained  at  40'1°. 

1000  c.c.  water  dissolved  0'1823  gram  xanthine. 

1000  c.c.  iV/10  hydrochloric  acid  dissolved  0'2183  gram  xanthine. 

These  figures  give  a  value  for  the  basic  dissociation  constant  (Icb)  of 
l"933x^,  where  K  is  the  dissociation  constant  of  water.  The 
value  of  ^at  40*1°  is  3-15  x  10~^*  (Kohlrausch  and  Heydweiller,  Zeit. 
physikal.  Chem.,  1894,  14,  317),  and  therefore  /fc6  =  6-09  x  lO"!*. 
This  figure  is  of  the  same  dimensions,  but  of  rather  greater  magnitude , 
than  that  previously  determined,  viz.,  4*6  x  10~^*. 

Heteroxanthitie. — Determinations  of  the  solubility  at  40'1°  gave  the 
following  results : 

1000  c.c.  water  dissolved  0*7325  gram  heteroxanthine. 

1000  c.c.  iV/lO  hydrochloric  acid  dissolved  TOOS  gram  hetero- 
xanthine. 

Therefore  hlK=  3754  and  ^^6=  11-82  x  IQ-i*. 

Theobromine. — Repeated  determinations  of  the  solubility  of  theo- 
bromine in  water  gave  a  result  greater  than  that  previously  obtained  ; 
the  value,  however,  for  the  solubility  in  hydrochloric  acid  was  in  close 
agreement  with  that  already  given.  The  following  are  the  mean 
values  obtained  : 

1000  c.c.  water  dissolved,  at  40"1°,  0*8125  gram  theobromine. 

1000  c.c.  iV/lO  hydrochloric  acid  dissolved,  at  40*1°,  0*939  gram 
theobromine. 

From  these  figures  the  following  values  are  given  : 

hlK^Vil ;  y5;6  =  4*63xl0~^^ 
The  greater  value  obtained  for  the  solubility  in  water  on  the  present 
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occasion  has  caused  the  value  of  ku  to  fall  to  about  one-quarter  of  the 
figure  previously  determined. 

Theophylline. —  With  this  substance  it  was  found  possible  to  employ 
both  the  previously  mentioned  methods. 

Velocity  Constants  at  25°. 

iV/20  solution  of  theophylline  hydrochloride  +  methyl  acetate    0'0001276 

i\720-Cl  solution  (90  per  cent.  HCl,  10  per  cent.  KCl)  +  niethyl  acetate...     0-00012:>5 
i\720-Cl  solution  (95         ,,  „        5         ,,         ,,)  + methyl  acetate...     0-0001328 

Calculating  from   these    results,   a  iVY20   solution  of   theophylline 
hydrochloride  is  hydrolysed  to  the  extent  of  92*52  per  cent,  at  25°. 

Velocity  Constants  at  40 'l". 

A72O  solution  of  theophylline  hydrochloride  +  methyl  acetate    0"0005333 

iV720-Cl  solution  (90  per  cent.  HCl,  10  per  cent.  KCl)  -fmethyl  acetate...     0-0005140 
iV720-Cl  solution  (95        ,,  ,,       5         „  ,,)  + methyl  acetate...     0-0005460 

These  results  show  a  Nj^O  solution  of  theophylline  hydrochloride  to 
be  hydrolysed  to  the  extent  of  92*57  per  cent,  at  40-1°. 

Results  of  Solubility  Determinations. 


Temperature. 

Grams  of  theophylliue 
per  1000  CO.  of  water. 

Grams  of  theophylliue 

per  1000  c.c.  of 
i\710-hydrochloric  acid. 

25° 

6-607 

7-43 

40-1 

14-23 

15-70 

It  is  interesting  to  observe  how  much  more  soluble  is  theophylline 
than  most  of  the  other  members  of  this  series ;  caffeine,  in  fact,  is  the 
only  other  member  possessed  of  a  solubility  comparable  with  that  of 
theophylline. 

The  values  of  the  ratio  kjjjK,  calculated  from  the  foregoing  data,  are 
given  in  the  following  table  : 

25°.  40-1°. 

Methyl  acetate  catalysis  method    ...         1*74  1'734 

Solubility  method 1-305  1-125 

The  results,  it  will  be  observed,  are  all  of  the  same  dimensions. 
Probably  most  reliance  can  be  placed  on  those  arrived  at  by  the 
methyl  acetate  method,  in  which  errors  are  not  as  likely  to  occur  as  in 
the  solubility  method  ;  a  slight  error  in  the  determination  of  one  of 
the  solubilities  would  cause  a  proportionately  greater  error  in  the 
value  of  JcjjjK.  In  the  case  of  the  results  obtained  by  the  catalysis 
method,  it  will  be  noticed  that  the  value  of  khjK  is  unaffected  by  a 
change  of  temperature.  Taking  the  value  of  kijK  found  by  the 
catalysis  method,  the  basic  dissociation  constant  of  theophylline  at 
40-r  is  calculated  to  be  5-46  x  IQ-i'*. 
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ParaxaiitMne. — With  this  substance  it  was  impossible  to  prepare 
a  solution  of  sufficient  concenti'ation  to  permit  of  the  methyl  acetate 
method  being  employed.  Determinations  of  the  solubility  at  40* P 
gave  the  following  i-esults  : 

1000  c.c.  water  dissolved  1*06  grams  paraxanthine. 

1000  c.c.  ^Vy  10  hydrochloric  acid  dissolved  TIT  grams  paraxanthine. 

From  these  figures  the  following  values  are  obtained : 

h/I^  =  1-044;  h  =  3-29   x   10  "K 

Caffeine. — A  determination  by  the  methyl  acetate  catalysis  method 
showed  caffeine  hydrochloride  to  be  hydrolysed  to  the  extent  of 
89-7  per  cent,  in  N^jlO  solution  at  40"1°.  This  figure  is  identical  with 
that  previously  determined  (loc.  cit.).  Therefore,  as  previously  found, 
it6  =  40x10-1^. 

Determination  of  Acidic  Constants. 

The  method  chiefly  employed  was  that  of  the  saponification  of 
methyl  acetate  by  the  sodium  salt  of  the  substance  (Shields,  Zeit. 
jyhysikal.  Chem.,  1893,  12,  167),  the  results  being  calculated  by  means 
of  the  equation  given  in  the  preceding  paper.  The  velocity  of 
saponification  of  methyl  acetate  being  much  greater  than  that  of  the 
catalysis  of  the  same  substance,  and  the  velocity  increasing  with  the 
temperature,  the  determinations  were  made  at  25°,  instead  of  at  40*1° 
as  in  the  case  of  the  determination  of  the  basic  constants.  "With  one 
or  two  substances  the  acidic  constant  was  calculated  from  the  solu- 
bilities in  water  and  in  iV720  sodium  hydroxide;  these  solubility 
experiments  were  conducted  at  40"1°. 

Xanthine. — The  solubility  method  was  employed,  and  the  following 
results  obtained  : 

1000  c.c.  water  dissolved  0-1823  gram  xanthine. 

1000  c.c.  iV/20  sodium  hydroxide  dissolved  6'405  grams  xanthine. 

From  these  data  it  is  found  that  kalK=  3767,  and  therefore  at 
40-1°  yl-«  =  M86x  10-10. 

Heteroxan thine. — With  this  substance  also  the  solubility  method 
was  employed. 

1000  c.c.  water  dissolved  0*7325  gram  heteroxanthine. 
1000  c.c.  iV/20  sodium   hydroxide  dissolved   7781    grams   hetero- 
xanthine. 

Therefore  kalK=  1276  and  Z:„  =  4-019  x  10  -  ^\ 

Theobromine. — The  determination  of  the  velocity  with  which  the 
sodium  salt  of  this  compound  .saponifies  an   equivalent  quantity  of 
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methyl  acetate  is  rendered  more  difficult  by  the  slight  solubility  of 
the  compound.  After  the  action  has  proceeded  to  some  extent,  the 
theobromine,  being  no  longer  kept  in  solution  as  the  sodium  salt, 
begins  to  be  precipitated.  The  conditions  of  equilibrium  are  thus 
changed,  and  it  is  impossible  to  obtain  readings  at  the  most  trust- 
worthy part  of  the  change,  namely,  the  middle  portion.  It  is 
possible,  however,  to  obtain  a  very  good  estimate  of  the  velocity 
of  saponification  by  comparing  the  readings  during  the  initial  period 
of  the  saponification  of  methyl  acetate  by  solutions,  of  equal  con- 
centration, of  sodium  theobromine  and  sodium  phenoxide  respectively. 
The  figures  for  the  two  reactions  are  shown  below ;  in  both  cases 
25  c.c.  of  the  solution  of  the  alkali  salt  were  mixed  with  an  equal 
volume  of  the  solution  of  methyl  acetate. 

iV725  sodium  theobromine  +  iY/25  methyl  acetate  : 

Time.  Title.  k: 

0                                   7-92  — 

61                                    5-7'2  0-00007 

81                                    5-39  0-00104 

117                                   4-95  0-00111 

N/25  sodium  phenoxide  +  Nj'l^  methyl  acetate : 

Time.  Titre.  k. 

0  7-92  — 

63  5-85  0-00080 

83  5-47  0-00093 

119  5-10  000094 

It  will  be  observed  that  the  values  obtained  for  h  are  in  both  cases 
of  gradually  increasing  magnitude.  Such  inconstancy  is  always  noticed 
when  results  are  calculated  from  observations  made  during  the  initial 
period  of  the  reaction.  The  rate  of  increase  of  k  is  almost  the  same  in 
both  series,  the  ratios  between  corresponding  figures  of  the  first  and 
second  series  being  respectively  1'21,  1'12,  and  1-18.  It  is  evident, 
therefore,  that  the  saponification  of  the  ester  by  the  salt  of  theo- 
bromine is  proceeding  at  a  rate  which,  on  the  average,  is  1-17  times 
as  great  as  that  with  which  the  saponification  by  sodium  phenoxide 
proceeds.  The  velocity  of  saponification  being  inversely  proportional 
to  the  acidic  dissociation  constant,  and  the  dissociation  constant  of 
phenol  at  25°  being  1-3  x  lO-^o  (Walker  and  Cormack,  Trans.,  1900, 
77,  18),  it  follows  that  the  acidic  dissociation  constant  of  theobromine 
is  approximately  1*11  x  10  ~^''. 

Theodor  Paul  {Arch.  Pharm.,  1901,  239,  48)  calculated  the  dis- 
sociation constant  at  18°  from  the  results  of  determinations  of  the 
solubility  in  water  and  in  solutions  of  sodium  hydroxide.  The  result 
obtained  was  1'33  x  10"^,  but  an  error  appears  to  have  been  made  in 
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the  calculation.  A  recalculation  by  the  author  from  Paul's  data 
gave  a  value  for  ka  of  0'91  x  10"^*^,  which,  allowing  for  the  differ- 
ence in  temperature,  is  in  good  agreement  with  the  value  given 
above. 

Theophylline. — No  difficulty  of  the  kind  experienced  with  theo- 
bromine was  met  with  in  the  case  of  theophylline,  and  it  was  there- 
fore possible  to  calculate  the  dissociation  constant  from  the  readings 
obtained  during  the  middle  period  of  the  saponification.  The  results 
obtained  were  as  follows  : 

yfc- 0  0000845;  A;«=  1-62  x  10-». 

Experiments  on  the  solubility  of  theophylline  in  water  and  sodium 
hydroxide  were  made.  It  was  found  that  the  additional  amount  of 
theophylline  which  passed  into  solution  because  of  the  presence  of  the 
alkali  was  equivalent  to  the  amount  of  the  latter,  thus  showing  that 
theophylline  is  a  comparatively  strong  acid,  the  sodium  salt  of  which 
is  not  appreciably  hydrolysed  in  solution. 

Paraxanthine. — For  this  substance  also,  the  saponification  method 
was  employed,  giving  as  results  : 

A;  =  0-0000616  and  ;ta  =  2-22  x  10-9. 

Caffeine. — This  compound  is  almost  devoid  of  acidic  properties.  A 
solution  of  it  in  sodium  hydroxide  saponified  methyl  acetate  with  a 
velocity  almost  as  great  as  that  shown  by  the  pure  alkali.  Moreover, 
the  solubility  in  a  solution  of  sodium  hydroxide  is  only  very  slightly 
greater  than  that  in  pure  water.  The  value  of  ka,  is  evidently,  there- 
fore, of  dimensions  less  than  1  x  10"^*. 

Summary  of  Results. 

A-fiXlQi^.        Temp.        ^-^xlO".       Temp. 
NH-CG-C-NH. 

Xanthine,   |  ||  >CH     4-6  40-1°  11-86  40-1° 

CO-NH-C— N^ 

NH-CO-C-NMes 
Heteroxanthine,   |  ||  ^CH...       11-82  40-1  4-019  40-1 

CO-NH-C N^ 

NH-CO-C-NMe. 
Theobromine,    |  |i  );CH    ...         4-63  40-1  11 -1  25-0 

CO-NMe-C N^ 

NMe-CO-C-NHv 

Theophylline,    |  ||  >CH 5-46  40-1  162-0  25-0 

CO-NMe-C— N^ 
NMe-CO-C-NMe. 
Paraxanthine,   |  ||  );CH   ...         3-29  40-1  222-0  25-0 

CO-NH-C N^ 

NMe-CO-C-NMe. 

Caffeine,    |  ||  >CH    4-0  40-1  <0001  25-0 

CO-NMe-C— N^ 
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Before  comparing  in  any  way  the  results  given  in  the  above  table, 
one  or  two  points  require  to  be  specially  mentioned.  The  methods 
used  for  the  determination  both  of  the  basic  and  the  acidic  constants 
have  not  been  the  same  for  all  the  substances  examined,  and  it  might 
perhaps  be  urged  that  this  difference  in  method  made  any  comparison 
of  the  results  of  uncertain  value.  This  objection  vanishes,  however, 
when  it  is  recalled  that  for  each  series  of  constants  the  results  for  one 
substance  have  been  arrived  at  by  both  methods.  Thus,  in  the  case 
of  the  basic  constants,  the  constant  of  theophylline  was  determined 
both  by  the  methyl  acetate  catalysis  method  and  by  the  solubility 
method,  the  values  obtained  being  of  similar  dimensions.  In  the  case 
of  the  acidic  constants,  the  fact  that  the  dissociation  constant  of  theo- 
bromine as  found  by  the  saponification  method  is  in  close  agreement 
with  that  of  the  same  substance  calculated  from  Paul's  solubility  data 
shows  that  the  results  arrived  at  by  the  two  methods  are  strictly 
comparable. 

The  effect  of  temperature  on  the  results  must  also  be  referred  to, 
seeing  that  in  the  case  of  the  acidic  constants  results  are  given  at  two 
temperatures.  This  difference  in  the  working  temperature  was  largely 
due  to  the  desire  to  obtain,  results  of  the  greatest  possible  accuracy. 
A  comparatively  low  tempei'ature  was  found  to  be  the  best  in  the  case 
of  the  saponification  method,  whilst  in  the  case  of  the  solubility 
method  it  was  considei-ed  that,  the  solubilities  of  some  of  the  sub- 
stances being  very  small,  more  accurate  results  could  be  obtained  by 
working  at  a  higher  temperature.  For  purposes  of  comparison,  it  will 
be  suflScient  to  state  that  at  40*  1°  ^^  will  have  a  value  rather  greater 
than  twice  the  value  which  it  has  at  25° ;  this  result  was  arrived  at 
by  experiments  made  with  theophylline  by  the  saponification  method. 

Discussion  of  Results. 

It  has  been  pointed  out  by  Walker  (Trans.,  1903,  83,  182  ;  Proc. 
Roy.  Soc,  78,  A,  140)  that  the  value  kj,  is  a  composite  expression  con- 
taining not  only  the  real  ionisation  constant  of  the  base,  but  also 
a  hydration  constant.  If  the  hydration  remained  constant,  it 
might  be  expected  that  the  values  of  ki,  would  gradually  increase  as 
the  number  of  methyl  groups  in  the  xanthine  nucleus  increased.  It 
seems  reasonable  to  suppose  that  with  substances  of  similar  constitution 
such  as  those  examined  the  degree  of  hydration  will  not  vary  to  any 
great  extent,  and  on  this  assumption  it  will  be  evident  that  there  can 
likewise  be  no  great  difference  in  the  values  of  the  true  ionisation 
constants,  since  for  all  the  substances  k^  has  nearly  the  same 
magnitude. 
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The  matter  becomes  simpler  when  acids  ai-e  under  consideration,  for 
in  such  cases  the  process  of  hydration  does  not  as  a  rule  form  part  of 
the  opei'ation  of  solution.  The  general  effect  of  the  substitution  of  a 
hydrogen  atom  by  a  methyl  group  might  be  expected  to  be  a  very 
slight  diminution  in  the  value  of  the  acidic  constant,  and  it  will  be 
observed  that  in  the  transition  from  xanthine  to  heteroxanthine  such 
an  effect  on  the  value  of  Av,  is  produced.  But  when  we  proceed  further 
and  replace  a  second  hydrogen  atom  by  a  methyl  group,  it  is  observed 
that  ka,  instead  of  undergoing  a  further  slight  diminution,  assumes  in 
all  cases  a  much  gi'eater  value,  the  increase  being  most  noticeable  in 
the  cases  of  paraxanthine  and  theophylline.  Tlie  imino-groups  which 
are  now  strongly  acidic  were  present  in  the  parent  substance  xanthine, 
and  yet  that  substance  has  an  acidic  dissociation  constant  which  is  only 
a  small  fraction  of  those  possessed  by  the  dimethylxanthines.  This 
great  augmentation  of  the  value  of  ka  can  only  be  explained  by  the 
assumption  of  some  stereochemical  change  taking  place  on  the  intro- 
duction of  the  second  methyl  group,  the  change  produced  being 
least  when  substitution  takes  place  at  position  3  of  the  xanthine 
nucleus. 

The  almost  complete  freedom  from  acid  characteristics  shown  by 
caffeine  is  in  accordance  with  what  might  be  expected  on  constitutional 
grounds,  since  it  contains  no  imino-group. 

A  comparison  of  the  values  of  ka  given  by  the  isomeric  dimethyl- 
xanthines is  also  of  interest  when  taken  in  conjunction  with  their 
respective  constitutions.  From  our  general  knowledge  as  to  the 
negative  character  of  the  carbonyl  group,  it  might  have  been  reasonably 
expected  that  theobromine,  in  which  the  imino-group  is  attached  to  two 
carbonyl  groups,  would  possess  a  value  for  ka  greater  than  those  given 
by  paraxanthine  and  theophylline,  in  both  of  which  substances  the 
imino-group  is  only  connected  with  one  carbonyl  group.  This  view  is 
supported  by  some  of  the  results  described  in  the  previous  paper  ;  for 
example,  those  obtained  with  the  dimethyluracils.  The  results  obtained, 
however,  with  the  dimethylxanthines  show  that  the  positions  are 
entirely  reversed,  paraxanthine  having  the  highest  and  theobromine 
the  lowest  value  for  ka-  Were  it  not  for  the  fact  that  the  constitu- 
tion of  these  substances  appear  to  have  been  fixed  with  certainty  by 
Fischer  and  others,  it  might  almost  be  believed  that  some  confusion 
between  the  two  had  taken  place,  and  that  theobromine  should  really 
hare  the  formula  ascribed  to  paraxanthine,  and  vice  versd.  In  the 
circumstances,  however,  this  view  cannot  be  entertained,  and  we  must 
therefore  conclude  that  in  the  case  of  the  dimethylxanthines  the 
ordinary  influences  of  the  carbonyl  group  are  not  seen  because  of  the 
stereochemical  influence  of  the  methyl  groups  being  more  powerful  and 
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varying    in   magnitude  according    to    tJic    i)ositions    in    the    xanthine 
nucleus  occupied  by  the  methyl  groups. 

In   view   of  the   interesting    results  obtained,    the   investigation  is 
being  extended  to  other  purine  derivatives. 

University  College, 
Dundee. 


CLXXVIII. — Xanthoxalaiiil  and  its  Analogues. 

By  Siegfried  Ruiiemann. 

Recently  (Trans.,  1906,  89,  1236)  it  has  been  shown  that  the  yellow 
product  which  W.  Wislicenus  and  Sattler  {Ber.,  1889,  24,  1245) 
obtained  by  the  action  of  sodium  ethoxide  on  a  mixture  of  ethyl 
oxalate  and  aeetanilide  had  the  composition  CgoHjgOgN., ;  it  was 
found  also  that  similar  compounds  could  be  prepared  by  using,  instead 
of  aeetanilide,  the  acetyl  derivatives  of  o-toluidine,  ^^-toluidine,  and 
a-naphthylamine.  This  reaction  has  now  been  applied  to  the  produc- 
tion of  analogous  substances  from  the  acetyl  derivatives  of  7?i-xylidine, 
pseudocumidine,  /3-naphthylamine,  and  jo-aminophenetole.  It  was  sug- 
gested (loc.  cii.)  that  the  formation  of  xanthoxalanil  was  preceded  by 
the  production  of  sodio-oxalacetanil, 

^,  ^,    .CO-CHNa 

which,  on  treatment  with  a  mineral  acid,  yielded  the  coloured  condensa- 
tion product.  Its  constitution  accordingly  was  represented  by  the 
formula 

This  view  concerning  the  mode  of  formation  of  xanthoxalanil  induced 
me  to  examine  whether  the  solution  of  sodio-oxalacetanil,  when  treated 
with  pyruvic  acid,  instead  of  with  a  mineral  acid,  furnished  the 
compound 

PhN<^^-V«^ 

^C0-C:C(CH3)-C0oH' 

just  as  indoxyl  condenses  with  the  ketonic  acid  to  yield  the  correspond- 
ing indogenide ;  I  found,  however,  that  this  reaction  did  not  take 
place,  but  that  in  this  case  also  xanthoxalanil  was  formed. 

In  my  previous  communication  {loc.  cit.,  p.  1239)  I  pointed  out  that 
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xanthoxalanil,  on  beating  with  au  alkali,  might  be  expected  to  undergo 
the  following  decomposition  : 

CO'CFT       CO'PO 

C02H-CH2-C(C02H):CH-C02H, 

and  furnish  aconitic  acid  or  its  stereoisomeride.  W,  Wislicenus  and 
Sattler  {loc.  cit.)  had  already  studied  this  reaction  ;  they  stated  that 
the  compound  was  comjDletely  decomposed  by  caustic  potash  and  yielded, 
besides  aniline  and  oxalic  acid,  a  mixture  of  volatile  organic  acids 
which  reduced  silver  solutions,  but  they  did  not  succeed  in  proving  the 
presence  of  acetic  acid  which  they  expected  to  be  formed.  On  repeat- 
ing this  experiment  I  was  able  to  prove  that  the  alkaline  solution, 
which  was  produced  by  the  action  of  caustic  potash  on  xanthoxalanil, 
contained  oxalic  acid  and  dianilaconitic  acid.  Their  formation  might 
be  represented  by  the  equation 

(COgH).  +  C3H3(C02H)(CO-NHPh)2. 

Similar  to  the  decomposition  of  xanthoxalanil  is  the  behaviour  of 
alkalis  towards  its  analogues  ;  thus  from  xanthoxalo-??i-xylidil,  ?rt-dixylil- 
aconitic  acid  could  be  obtained.  On  hydrolysis  of  dianilaconitic  acid 
with  concentrated  hydrochloric  acid,  aconitic  acid  is  produced.  These 
facts  support  the  constitution  of  xanthoxalanil  and  its  analogues  which 
I  put  forward  from  the  mode  of  their  formation. 

These  compounds  when  reduced  with  zinc  dust  and  acetic  acid,  are 
transformed  into  colourless  substances.  Up  to  the  present  I  have 
isolated  the  reduction  product  which  is  formed  from  m-xanthoxalo" 
?/i-xylidil.  Its  composition,  Co4H2g05No,  indicates  that,  under  the 
influence  of  the  reducing  agent,  the  yellow  condensation  product  has 
united  with  six  atoms  of  hydrogen.  There  cannot  be  any  doubt  that 
two  of  them  are  united  with  the  unsaturated  group  of  the  molecule  of 
the  yellow  compound  ;  I  hope  to  be  able  to  ascertain  the  position  of 
the  other  four  hydrogen  atoms  in  the  reduced  substance  by  examining 
the  behaviour  of  this  substance  towards  alkalis.  The  results  of  this 
examination,  and  of  the  further  study  of  xanthoxalanil  and  its  analogues, 
will  be  published  shortly. 


RUHEMANN:   XANTHOXALANIL   AND   ITS   ANALOGUES.      1(S49 


Experimental. 

Xa7ithoxalo-va.-xi/lidil, 

(1  :3)(CH3),C,H3(4)N<^^,^^^_^^>N(4)-C,H,(CH3),(1  :3). 

This  substance  is  prepared  in  the  same  way  as  xanthoxalanil  by 
adding  ethyl  oxalate  to  sodium  ethoxide  suspended  in  dry  benzene, 
and  mixing  the  solution  which  is  thus  produced  with  aceto-?>i-xylidide 
dissolved  in  benzene.  The  product,  after  standing  for  several  days, 
is  shaken  with  water,  the  aqueous  layer  filtered  and  treated  with  an 
excess  of  dilute  hydrochloric  acid,  when  a  yellow  solid  is  precipitated  in 
the  course  of  a  few  houi's.  This  is  readily  soluble  in  hot  nitrobenzene, 
sparingly,  however,  in  boiling  glacial  acetic  acid,  and,  on  cooling, 
crystallises  from  either  solution  in  yellow  plates  which  melt  and 
decompose  at  about  244°  after  having  begun  to  darken  a  few  degrees 
before  : 

0-2280  gave  13-6  c.c.  moist  nitrogen  at  20^^  and  756  mm.     N  =  6-78. 
C24H2QO5N2  requires  N  =  6'73  per  cent. 

Xanthoxalo-\p-cumidil, 

CO'CH   rO'OO 

(1 :2:4)(CH3)3C,H2(5)N<^^^  |,_1_^_^^>N(5)-C,H2(CH3)3(1 :2:4). 

Aceto-i/^-cumidide  reacts  with  sodium  ethoxide  and  ethyl  oxalate 
under  the  same  conditions  as  the  former  compound,  and  yields  a 
yellow  condensation  product.  This  is  very  readily  soluble  in  hot 
nitrobenzene,  but  sparingly  so  in  boiling  glacial  acetic  acid,  and,  on 
cooling,  crystallises  in  yellow  prisms  which  begin  to  darken  at  220° 
and  melt  at  about  250°  with  decomposition  : 

0-2014  gave  05190  COo  and  0-0990  H2O.     0  =  70-28;  H  =  5-46. 
0  2498     „     14  c.c.  moist  nitrogen  at  18°  and  757  mm.     N  =  6-44. 
<^26'HoA^2 1-equires  C  =  70-27  ;  H  =  5-40  ;  N  =  6-30  per  cent. 

Xanthoxalo-fi-naphthi/lanil, 
WC,.H,-N<°°:?^9^°^N.O„H,(,3). 

This  substance  is  formed  from  aceto-/3-naphthalide  in  the  same  way 
as  its  stereoisomeride.  It  differs  from  it  inasmuch  as  it  dissolves  in 
boiling  nitrobenzene  with  great  difficulty,  and,  on  cooling,  crystallises 
in  bronze-coloured,  shining  plates  which  decompose  at  about  290° : 
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0-2013  gave  0-5375  CO.^  unci  00635  HgO.     0  =  7282  ;  H  =  3-53. 
0-2192     „     12-2  c.c.  moist  nitrogen  at  27"  and  760  mm.      N  =  6-14. 
CosHjfiO^Na  requires  C  =  73-0  ;  H  =  3-47  ;  N  =  6-08  per  cent. 

Xanthoxalo-i^-ethoxylanil, 

This  compound  is  prepared  in  the  same  way  as  the  former  substances 
by  the  action  of  phenacetin  on  ethyl  oxalate  in  the  presence  of 
sodium  ethoxide.  Owing  to  the  fact  that  i3henacetin  is  sparingly 
soluble  in  benzene,  a  large  quantity  of  the  solvent  is  required.  The 
condensation  product  is  sparingly  soluble  in  glacial  acetic  acid,  but 
readily  so  in  hot  nitrobenzene,  and,  on  cooling,  crystallises  in  orange 
plates  which  melt  at  about  260°  with  decomposition  : 

0-2493  gave  13-6  c.c.  moist  nitrogen  at  18°  and  755  mm.     N  =  6-25. 
C24H20O-N2  requires  N  =  6-25  per  cent. 

Action  of  Alkalis  on  Xanthoxalanil  and  its  Ilomologues. 

On  digesting  xanthoxalanil  with  dilute  caustic  potash  on  the  water- 
bath,  it  dissolves  and  deposits  an  oil  which  was  identified  as  aniline. 
The  yellow  alkaline  solution,  after  removal  of*  the  aniline  by  ex- 
traction with  ether,  when  treated  with  an  excess  of  dilute  hydro- 
chloric acid,  yields  a  solid.  This  dissolves  in  sodium  carbonate  and 
is  precipitated  on  adding  an  acid  to  the  solution.  This  property  has 
been  made  use  of  for  purifying  the  compound.  It  is  readily  soluble 
in  alcohol,  and  crystallises  from  this  solution  in  bunches  of  colourless 
needles  which  melt  at  199 — 200°  after  having  begun  to  soften  a  few 
degrees  before  : 

0  2048  gave  0-4992  CO^  and  0-0913  H2O.     C  =  66-48  ;  H  =  4-95. 
0-2116     „     16-4  c.c.  moist  nitrogen  at  25°  and  769  mm.      N  =  8-75. 
G18H16O4N2  requires  0  =  66-67;  H  =  4-94;  N  =  8-64  per  cent. 

The  behaviour  of  this  substance,  which  is  recorded  below,  charac- 
terises it  as  dianilaconitic  acid.  Michael  {Amer.  Chem.  J.,  1887,  9, 
192)  obtained  a  compound  with  this  formula  by  allowing  an  aqueous 
solution  of  the  dianiline  salt  of  aconitic  acid  to  remain  for  some  time 
at  the  ordinary  temperature ;  he  stated  that  it  crystallised  from 
alcohol  in  long,  prismatic  needles,  which  had  a  faint  pink  shade 
and  melted  at  188 — 189°.  These  properties  of  Michael's  dianilaconitic 
acid  hardly  differ  from  the  behaviour  of  the  substance  which  1 
obtained  from  xanthoxalanil  except  in  the  melting  point.  Indeed, 
isomeric  dianil  derivatives  would  correspond  to  a  compound  having  the 
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same  structure  as  aconitic  acid,  but  a  closer  comparison  of  the  two 
substances  will  be  necessary  before  they  can  be  regarded  as  different. 

The  production  of  dianilaconitic  acid  from  xanthoxalanil  is  accom- 
panied by  the  formation  of  oxalic  acid.  This  is  contained  in  the  acid 
filtrate  from  the  derivative  of  aoonitic  acid  ;  it  was  characterised  by  a 
calcium  determination  of  the  salt  which  is  precipitated  from  the 
solution  by  means  of  ammonia,  calcium  chloride,  and  acetic  acid  : 

0-4410,  on  ignition,  left  0-1695  CaO.     CaO  =  38-43. 

CaC20.pH20  requires  CaO  =  38-35  per  cent. 

That  the  compound  which  is  formed  from  xanthoxalanil  is  indeed 
dianilaconitic  acid  follows  from  its  behaviour  on  hydrolysis,  when 
aconitic  acid  and  aniline  are  produced.  This  decomposition  may  be 
effected  by  caustic  potash,  as  is  indicated  already  by  the  fact  that 
aniline  is  formed  on  digesting  xanthoxalanil  with  the  alkali,  but  it  is 
preferable  to  use  concentrated  hydrochloric  acid  for  this  purpose. 
The  solid  dissolves  after  two  to  three  hours'  boiling  with  the  acid. 
The  solution,  when  cold,  is  extracted  several  times  with  ether  and 
the  ethereal  solution  decolorised  with  animal  charcoal ;  on  evapor- 
ating the  ether,  colourless  crystals  of  an  acid  separate  which  was 
identified  as  aconitic  acid  by  the  melting  point  (186 — 187°)  and  by 
the  analysis  of  the  silver  salt : 

0-2520,  on  ignition,  left  0-1642  Ag.     Ag  =  65-15. 

CgHgO^Agg  requires  Ag  =  65*45  per  cent. 

Di-m-xylidilaconitic  Acid,  C3H3(CO,H)[CO-NH-CcH3(CH3)2]2. 

On  digesting  xanthoxalo-?w-xylidil  with  dilute  aqueous  caustic  potash, 
it  turns  red  and  then  rapidly  dissolves.  The  yellow  solution,  when 
treated  with  an  excess  of  dilute  hydrochloric  acid,  yields  a  solid  which 
readily  dissolves  in  boiling  alcohol  and,  on  cooling,  crystallises  in 
bunches  of  colourless  needles ;  these,  after  recrystallisation  from  the 
same  solvent,  melt  at  196 — 197°  with  evolution  of  gas : 

0-2193  gave  14-4  c.c.  moist  nitrogen  at  20°  and  758  mm,     N  =  7-49. 
O22H24O4N2  requires  ^  =  7-37  per  cent 

Iiedioctio7i  of  Xantlioxalo-VD.-xylidil. 

The  boiling  solution  of  xanthoxalo-w-xylidil  in  glacial  acetic  acid 
is  decolorised  by  zinc  dust ;  on  adding  water  to  the  filtrate,  a  solid  is 
precipitated  which  dissolves  slowly  in  cold  sodium  carbonate  solution 
with  the  exception  of  a  small  quantity  of  a  resinous  product.  The 
filtrate,  when  treated  with  an  excess  of  hydrochloric  acid,  yields  a 
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white  precipitate  which  crystallises  from  dilute  alcohol  in  colourless 
plates  melting  at  160 — 161°  : 

0-2013  gave  0-5025  CO.,  and  0-1118  HoO.     0  =  68-13  ;  H  =  6-17. 
0-2020     „     0-5055  CO2    „    0-1121^,0.     C  =  68-24 ;  H  =  6-16. 
0-2116     „     12-2  c.c.  moist  nitrogen  at  H'^  and  755  mm.    N  =  6-64. 
<^2Ac05N2  requires  C  =  68-24  ;  H  =  616  ;  N  =  6-63  per  cent. 

The  substance  is  fairly  soluble  in  cold  alcohol,  readily  so  when 
hot ;  the  alcoholic  solution  gives  with  ferric  chloride  a  deep  violet 
coloration  which,  on  warming,  changes  to  red. 

GONVILLE   AND    CaIUS   COLLEGE, 

Camdridge. 


CLXXIX. — The  Influence  of  Various  Suhstituents  on  the 
Optical  Activity  of  Tartramide.     Part  II. 

By  Percy  Faraday  Frankland  and  Douglas  Frank  Twiss,  M.Sc. 

In  a  previous  communication  on  the  same  subject,  the  optical  activity 
of  seventeen  derivatives  of  tartramide  has  been  described  by  one  of  us 
(P.  F.  Frankland  and  Slator,  Trans.,  1903,  83,  1349),  but  amongst 
these  only  the  methylamide  and  ethylamide  were  derivatives  of  tartaric 
acid  with  aliphatic  amines.  In  the  present  communication  we  have 
confined  our  attention  to  the  latter,  having  prepared  and  examined  the 
normal  and  isopropylamides,  the  allylamide,  the  normal  and  iso- 
butylamides,  and  the  normal  heptylamide.  The  rotation  of  these 
compounds  has,  as  before,  been  determined  in  pyridine,  and,  when 
possible,  also  in  methyl  alcohol,  and  in  water  solution. 

The  amides  described  in  the  present  paper  were  prepared  by  the 
interaction  in  the  cold  of  the  amine  with  an  alcoholic  solution  of 
methyl  tartrate,  and  all  were  obtained  as  crystalline  bodies  of  high 
melting  point  (183 — 216°).  Excepting  in  the  case  of  the  zsopropyl- 
amide,  of  which  only  23  per  cent,  of  the  theoretical  quantity 
was  obtained,  the  yields  were  excellent,  and  in  the  case  of  the  isopro- 
pylamide  also  a  better  yield  would  no  doubt  have  resulted  if  the 
alcohol  had  been  evaporated  off  after  completion  of  the  reaction. 

The  results  of  our  investigation  are  summarised  in  the  following 
table  : 
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Summari/  of  Results  : 


-Mflting 

Tartiiiic  di-  jioiiit. 

Amide 195° 

Methylaniido 189 

Ethylamide    210—211 

Ti-Propylaniide  216 

isoPiopylamide  189 

Allylamide 183 

M-Butylaniide 193 

woBiitylanude    183*5 

w-Heptylaniide  183 


ryiidine.      Mi-tliyl  alcohol.  Water. 


[Mrf 

lAljr°- 

iMjr. 

— 

— 

0-0807 

4-208° 

0-077 

f  160° 

— 

— 

0-1797 

213 

1  -305 

158 

0-684 

+  274° 

4-998 

266 

0-994 

255 

7-679 

279 

4-986 

262 

10-350 

242 

1-049 

•277 

4-997 

282 

1-390 

262 

5-030 

279 

5-001 

281 

7-468 

256 

2196 

289 

2-019 

290 

1-808 

264 

4-741 

287 

4-857 

290 

2-717 

260 

1-654 

272 

1-910 

273 

1-398 

247 

4-665 

272 

4-867 

272 

4  -682 

247 

2-528 

251 

2-900 

•273 

2-392 

247 

4-735 

252 

5-914 

270 

4-697 

246 

1-899 

286 

0-907 

298 

0-258 

280 

4-801 

288 

4-416 

291 

— 



1-753 

295 

1-007 

306 

0-549 

275 

5-064 

294 

5-432 

305 

— 

— 

1-621 

304 

0-9951 

303 

— 

— 

3-579 

305 

— 



— 



With   the    above    may    be    compared    the  previously-determined 
rotations  of  the  following  substitution  derivatives  of  tartramide : 

[M]f°. 

Tartaric  di-  Pyiidiiie.     Methyl  alcohol.       Water. 

Piperidide*    iO'  —  — 

Phenylhydrazide    < +80  —  — 

Diacrt\l[taitaiic]-o-toluidide  +80  —  — 

Hydiazide  —  —  +170° 

fflc--Tetrahydro-;8-naphthylarHide  *  +240  —  — 

Tartianil +272  +268°  +216 

Beiizylainide  +300  —  — 

Finfurylamide    +307  —  — 

Tai-taric-p-tolnil +366  +280  — 

Aoetophenone-hydrazoiie +397  —  — 

a-Najihthylamide  +400  —  — 

Benzylidene-hydrazide +554  —  — 

o-Toluidide     +667  —  — 

m-Toliiidide    +730  —  — 

Fiirt'uiylidene-hydrazide  +736  —  — 

Aiiilide    ". +739  —  — 

^•Toluidide +793  —  _ 

rtr--Tetrahydro-)3-naphthylaiiiide  * +840  —  — 

)8-Xaijhthylamide +1160  —  — 

Methyltartrimide  t   —  —  +281-6 

Ethyltaitriniide  t —  —  +264-3 

*  Frankland  and  Ornierod,  Trans.,  1903,  83,  1342. 
t  Ladenbiug,  Btr.,  1896,  29,  2710. 


The  foregoing  figures   show  that  all    the   substituted   tartramides, 
excepting  the  phenylhydrazide  and  piperidide,  have  a  higher  dexfro- 

(1    I-   2 
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rotation  than  tartramide  itself,  and  that  substitution  by  aromatic 
radicles  leads  to  a  dextrorotation  of  a  much  higher  order  than 
that  resulting  from  substitution  by  aliphatic  groups.  The  piperidide 
is  inactive,  at  any  rate  in  pyridine  and  in  aniline  solutions,  which  were 
the  only  ones  in  which  it  was  examined.  The  benzylamide  and  fur- 
furylamide  have  about  the  same  rotation  in  pyridine  as  the  n-heptyl- 
amide,  whilst  the  ac-tetrahydro-y8-naphthylamide  has  even  a  lower 
dextrorotation  in  pyridine  than  any  of  the  alkyl-substituted  tar- 
ti'amides. 

Taking  the  derivatives  with  the  aliphatic  amines  of  the  normal 
series,  it  appears  that  the  value  of  [MJ^  does  not  show  any  evidence  of 
having  reached  a  maximum  within  the  range  of  the  series  of  com- 
pounds prepared,  for  the  ?i-heptylamide  has  a  higher  molecular  rota- 
tion than  any  of  the  lower  homologues.  The  isopropylamide  has 
a  lower  rotation  than  the  ?i-propylamide,  whilst  the  rotation  of  the  iso- 
butylamide  is  greater  (excepting  in  water  solution)  than  that  of  the 
??-butylamide. 

The  rotation  of  the  allylamide  as  compared  with  that  of  the  n-^ro- 
pylamide  is  particularly  interesting,  for  it  is  now  generally  believed 
that  the  presence  of  a  double  bond  in  a  carbon-chain  leads  to  an 
increase  in  the  optical  activity  (see  P.  Frankland  and  Slator,  Trans., 
1903,  83,  1351,  where  numerous  references  to  this  relationship  are 
given).  In  the  present  case,  however,  the  substitution  of  ?i-propyl  by 
allyl  is  attended  by  a  marked  diminution  in  the  rotation,  and  the  same 
exceptional  relationship  will  be  shown  by  one  of  us  (P.  Frankland  and 
Done)  to  be  exhibited  in  the  case  of  the  w-propylamide  and  allylamide 
of  malic  acid. 

The  piperidide  is  the  only  secondary  amide  hitherto  examined,  and, 
as  indicated  in  the  above  table,  it  was  found  to  be  practically  inactive  ; 
this  result  naturally  suggests  that  racemisation  of  the  tartaric  acid 
had  taken  place  in  the  process  of  preparation,  but  it  may  also  be  due 
to  the  dextrorotation  being  depressed  to  about  zero  by  the  introduction 
of  the  piperidine  group,  and  that  this  is  perhaps  the  case  is  rendered 
less  remotely  possible  since  it  has  been  found  by  one  of  us  that  in 
the  malic  series  the  piperidide  has  a  much  lower  rotation  than  the  un- 
substituted  malamide  in  pyridine  and  methyl  alcohol  solutions,  whilst 
in  glacial  acetic  acid  solution  the  sign  of  the  rotation  is  actually 
reversed.  , 

Experimental. 

Tartaric  Di-n-propylamide. 

An  excess  of  w-propylamine  was  added  to  a  concentrated  solution  of 
methyl  tartrate  in  absolute  ethyl  alcohol  in  the  cold.  The  separation 
of  amide  commenced   in  the  course  of  a  few  minutes;  the  crystals 
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formed,  after  standing  for  two  days,  were  filtered  off,  and  a  further 
crop  was  obtained  by  evaporating  part  of  the  alcohol.  The  yield  was 
about  80  per  cent.  The  product  was  purified  by  recrystallising  from 
a  mixture  of  equal  parts  of  ethyl  alcohol  and  ethyl  acetate. 

0-0946  gave  10-0  c.c.  moist  nitrogen  at  16 -5°  and  761  mm.  N-  12-30. 
CjqH.^qO^N.,  requires  N  =  12-07  per  cent. 

Tartaric  di-n-propylamide  crystallises  in  colourless,  flat,  elongated 
plates,  or  flat  needles,  melting  at  216^  wilh  slight  decomposition. 
It  is  easily  soluble  in  pyridine,  or  hot  alcohol,  less  so  in  ethyl 
acetate,  whilst  in  cold  water  the  strongest  obtainable  solution  was 
about  2-4  per  cent. 

Rotation  of  Tartaric  Di-n-pi-opi/lamide. 


V. 

d  2074°. 

/.                    af. 
Pyridine  Solution. 

[ajf. 

IMJf. 

4-741 
2-196 

0-9867 
0-9817 

0-999            +5-79° 
1-998                5-37 

Methyl  Alcohol  Solution. 

+  123-9° 
124-7 

+  287-4 
289-2 

4-857 
2-019 

0-8083 
0-7991 

1-998            +9-79° 
1-998                4-03 

Water  Solution. 

+  1-24-8° 
124-9 

+  289-5 
289-7 

2-717 
1-808 

10029 
l-OOl-l 

0-999             -f3-05° 
1-998                4-11 

+  112-1° 
113-6 

+  260-0 
263-6 

Tartaric  Diisopropylajnide.  '..v.. 

The  theoretical  quantity  of  isopropylamine  was  added  to  a  solution 
of  methyl  tartrate  in  absolute  ethyl  alcohol.  After  standing  two 
days  the  liquid  became  viscid  and  yellow ;  the  amide  separated  from 
this  on  cooling  with  ice  or  adding  a  crystal  as  nucleus.  After  standing 
two  more  days  the  crystals  were  filtered  off,  but  only  a  23  per  cent, 
yield  was  obtained.  The  product  was  recrystallised  from  ethyl  acetate 
to  which  a  little  alcohol  had  been  added. 

0-1130  gave  12-1  c.c.  moist  nitrogen  at  17°and737mm.     N  =  12-03. 
^10^20^4-^2  requires  N  =  12-07  per  cent. 

Tartaric  di-hopropylamide  crystallises  in  slightly  flattened  needles, 
melting  at  189°  without  decomposition.  Its  solubility  in  the  ordinary 
solvents  is  rather  greater  than  that  of  the  normal  propylamide. 
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notation  of  Tartaric  Diisojyropylamide. 


p- 

d  2074°. 

Pyridine  Solution. 

[«]^^ 

[MJf. 

1-654 
4-665 

0-9806 
0-9858 

1-998            +3-80° 
0-999                5-38 

Methyl  Alcohol  Solution 

+  117-3° 
117-1 

+  272-0' 

271-7 

1-910 
4-867 

0-7970 
0  8058 

1-998             +3-59' 
0-999                 4-60 

Water  Solution. 

+  117-8° 
117-4 

+  273-3° 
272-4 

1-398 
4-682 

1  -0003 
10059 

1-998             +2-98" 
0-999                5-00 

+  106-7° 
106-3 

+  •247-4° 
246-6 

I'artaric  Diallylainide. 

This  was  similarly  prepared  by  mixture  of  theoretical  proportions 
of  allylamine  and  methyl  tartrate  in  alcoholic  solution.  The  amide 
already  began  to  separate  after  an  hour,  and  by  filtering  off  the 
crystals  after  twenty-four  hours'  contact,  a  yield  of  62  per  cent,  was 
obtained.  The  product  was  purified  by  recrystallisatioa  from  a 
mixture  of  equal  parts  of  ethyl  alcohol  and  ethyl  acetate. 

0-0997  gave  10-84  c.c.  moist  nitrogen  at  15° and  745  mm.  N-  12-48. 
CjoHjgO^Ng  requii'es  N=  12-28  per  cent. 

Tartaric  diallylamide  crystallises  in  flat,  thin,  eoloui'less  plates 
melting  at  183°  to  a  pale  yellow  liquid.  Its  solubility  in  the  common 
solvents  is  about  the  same  as  that  of  the  n-propylamide. 


Rotation  of  Tartaric  Diallylamide. 


V. 

d  20°/4°. 

I.                     af. 
Pyridine  Solution. 

[«]?''• 

[M]f. 

2-528 
4-735 

0-9838 
0-9896 

1-998            +5-48° 
0-999               5-18 

Methyl  Alcohol  Solution 

+  110-3° 
110-7 

+  251-4° 
252-3 

2-900 
5-914 

0-8023 
0-8092 

1-998             +5-57° 
0-999                5-66 

Water  Solution. 

+  119-8° 
118-4 

+  273-2° 
269-9 

2-392 
4-697 

1  -0036 
1-0086 

1-998            +5-19° 
0-999               5-10 

+  108-2° 
107-8 

+  246-7° 
245-7 
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2'artaric  Di-n-hutylaitiide. 

Butylamine  was  added  in  theoretical  quantity  to  a  cooled  solution 
of  methyl  tartrate  in  ethyl  alcohol.  The  separated  amide  was  filtered 
off  after  the  mixture  had  stood  for  about  thirteen  hours,  a  75  per  cent, 
yield  being  obtained.  The  product  was  purified  by  recrystallisation 
from  a  mixture  of  two  parts  of  ethyl  acetate  to  one  of  ethyl  alcohol. 

0-1482  gave  14-0  c.c.  moist  nitrogen  at  17°  and  737  mm.    N  =  10-84. 
C12H24O4N0  requires  N  =  10-77  per  cent. 

I'artaric  di-r\-hutylamide  crystallises  in  beautiful,  long,  flat,  needles 
melting  at  193°  without  decomposition.  Like  the  other  amides 
described  above,  it  is  very  soluble  in  pyridine  or  alcohol  •  its  solubility 
in  water  is,  however,  very  small  (only  0'3  per  cent.). 

Rotation  of  Tartaric  Di-Vi-butylamide. 
p.  (^2074°.  /.  «f.  [«]f.  [M]f. 

Pyridine  Solution. 


1-899 
4-801 

0-9809 
0-9849 

1-998             +4-10° 
0-999                5-23 

Methyl  Alcohol  Solution. 

+  110-2° 
110-7 

+  286-4 
287-8 

0-907 
4-416 

0-7949 
0-8033 

3-899             +3-22° 
0-999                3-97 

Water  Solution. 

+  114-6° 
112-0 

+  297-8 
291-3 

0-258 

0'9989 

3-899             +1-08° 

+  107-5° 

+  279-5' 

Tartaric  Diisobutylamide. 

jsoButylamine  was  added  in  theoretical  quantity  to  a  cooled  solution 
of  methyl  tartrate  in  ethyl  alcohol.  After  standing  twelve  hours,  the 
amide  which  had  separated  was  filtered  off,  the  yield  being  about  70 
per  cent.,  whilst  more  was  obtainable  by  evaporating  the  mother 
liquor. 

0-1227  gave  11*8  c.c.  moist  nitrogen  at  19°  and  756*5  mm.  N  =  11-01. 
C12H24O4N2  requires  N  =  10-77  per  cent. 

'Tartaric  diisobutylamide  crystallises  in  small  rhombic  plates 
meltiog  at  183-5°.  It  is  more  soluble  in  the  ordinary  organic  solvents 
than  the  normal  butyl-  and  propyl-amides,  resembling  the  isopropylamide 
in  this  respect,  but  it  is  only  very  slightly  so  in  water  (0-8  per  cent.). 
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Rotation  of  Tartaric  Diisobutylamide. 

p.  d20yi\  l.  4=.  [a]f.  [MJf. 

Pyridine  Solution. 

1-753  0-9805  1-998  +3-90°  +113-6'  +295-3° 

5-064  0-9853  0-999  5-64  113-2  294'3 

Methyl  Alcohol  Solution. 

1-007  0-7949  3-899  +3-67°  +117-6'^  +305-7° 

5-432  0-8065  0-999  5-13  117-2  304-8 

Water  Solution, 
0-549  0-9991  3^99  +2-26°  +105-6°  +274-6° 

Tartaric  D  i-n-hejytyla  mide. 

A  theoretical  quantity  of  ?i-heptylamine  (Kahlbaum)  was  added  to 
a  cold  solution  of  methyl  tartrate  in  absolute  alcohol.  The  mixture 
became  a  solid  mass  in  the  course  of  a  few  hours,  and  a  theoretical 
yield  of  the  amide  was  obtained.  It  was  recrystallised  from 
methylated  spirit  until  of  constant  rotation.  It  forms  elongated,  flat 
plates  melting  at  183°  without  decomposition,  and  is  much  less  soluble 
in  most  solvents  than  are  the  lower  amides  above  mentioned.  It 
is  insoluble  in  water,  slightly  soluble  in  cold  alcohol,  and  at  the 
ordinary  temperature  gives  only  about  a  4  per  cent,  solution  in 
pyridine. 

0-2680  gave  19-4  c.c.  moist  nitrogen  at  12°  and  728  mm.  ;  N=  8-22. 
CjgHggO^N.,  requires  N  =  8*14  per  cent. 

Rotation  of  Tartaric  Di-n-heiJtylamide. 

p.  d20'>/i\  I.  af.  [a]f.  LMJf- 

Pyridine  Solution. 

1-621  0-9789  2-993  +4-19°  +88-24°  +303-5° 

3-579  0-9805  0-999  3-11  88-72  305-2 

Methyl  Alcohol  Solution. 
0-9951  0-7955  3-899  +2-72°  +88-14°  +3032° 

Rotation  of  Tartaric  Diphenylhydrazide. 
Glacial  Acetic  Acid  Solution. 
0-5672  1-052  3-899  +  r88-  +80-85"  +266-80* 
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notation  of  Tartaric  Dimethylaviide. 

p.  ^2074°.  I.  «f.  [a]f.  [M]f. 

Methyl  Alcohol  Solution. 

4-998  0-8147  3-899  +23-97°  +151-0°  +265  8° 

4-986  0-8147  1-998  12-08  148-8  261-9 

Rotation  of  Tartaric  Diethylamide. 
Methyl  Alcohol  Solution. 


4-997 

0-8117 

1-998 

+  11-20^ 

+  138-1° 

+  •281-7° 

5-001 

0-8127 

1-998 

11-21 

137-9 

231-3 

Chemical  Departm 

ENT, 

University 

OF  Birmingham. 

CLXXX. — The    Injiueyicc    of  various    Suhstituents     on 
the  Optical  Activity  of  Malamide. 

By  Percy  Faraday  Frankland  and  Edward  Done,  M.Sc. 

The  results  recorded  in  this  paper  form  part  of  a  systematic 
investigation  which  is  being  made  by  one  of  us  on  the  rotation  of  the 
amides  of  optically  active  acids,  in  connexion  with  which  papers  have 
already  appeared  on  some  substitution  derivatives  of  glyceramide 
(P.  Frankland,  Wharton,  and  H.  Aston,  Trans.,  1901,  79,  266),  and  of 
tartramide  (P.  Frankland  and  Slator,  Trans.,  1903,  83, 1349  ;  Ormerod, 
Trans.,  1903,  83,  1342  ;  and  Twiss,  preceding  paper). 

The  present  communication  deals  with  the  methylamide,  ethylamide, 
normal-  and  wo-propylamide,  allylamide,  normal-  and  zso-butylamide, 
and  normal  heptylamide  of  ordinary  ^malic  acid,  as  well  as  with  the 
piperidide,  and  phenylhydrazide  of  the  same  acid. 

Of  these  derivatives,  only  the  ?i-propylamide  has  been  previously 
prepared  (McCrae,  Trans.,  1903,  83,  1324),  whilst  the  anilide  and  the 
three  toluidides  have  been  described  by  Guye  and  Babel  {Arch.  Sci. 
phys.  nat.,  1899  [iv],  7,  23),  and  by  Walden  {Zeit.  physikal.  Chem.., 
1895,  17,  264). 

The  alkylamides  were  all  prepared  by  the  interaction  of  the  amine 
with  diethylmalate,  either  alone  or  in  alcoholic  solution,  and  either  in 
the  cold  or  at  a  temperature  not  exceeding  100°.  The  yields  were  in 
most  cases,  and  especially  in  the  case  of  the  higher  amines  in  which 
no    alcohol    was    used,    very    satisfactory.      As    in    the  corresponding 
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derivatives  of  tartramide,  the  poorest  yield  was  obtained  in  the  case  of 
the  j^opropylamide. 

The  piperidide  was  prepared  by  the  prolonged  heating  of  diethyl- 
malate  with  piperidine  at  130°,  whilst  the  phenylhydrazide  was 
prepared,  on  the  one  hand  by  Billow's  method,  in  which  malic  acid  and 
phenylhydrazineare  heated  together  at  120 — 140°,  and,  on  the  other,  by 
Fischer  and  Passmores  method,  in  which  an  aqueous  solution  of  malic 
acid  is  heated  on  the  water-bath  with  a  solution  of  phenylhydrazine  in 
acetic  acid.  The  products  obtained  by  each  of  these  methods  had 
substantially  the  same  rotation,  showing  that  no  racemisation  occurs 
at  the  higher  temperature  to  which  the  mixture  is  heated  in  the  case 
of  Billow's  method. 

The  rotation  was  in  all  cases,  excepting  that  of  the  phenylhydrazide, 
determined  in  pyridine,  in  methyl  alcohol,  and  in  glacial  acetic  acid 
solution.  The  rotation  of  the  phenylhydrazide  was  determined  in 
pyridine  and  in  glacial  acetic  acid  only,  in  consequence  of  its  insolubility 
in  methyl  alcohol. 

The  results  of  the  polarimetric  determinations  are  summarised  in 
the  following  table  : — 


Glacial 

Melting 

Pyridine. 

Methyl 

alcohol. 

acetic  acid. 

f 

"» 

r 

point. 

V- 

[M]f. 

P- 

[M]f. 

P- 

[M]f 

Maldi-amide  *   

157°     c 

=  1-998 

-76-2° 





c  =  4-678 

-59-7 

}) 

methylamide  ... 

99 

4-634 

89-6 

6-250 

-109-6° 

4-267 

120-9 

10-080 

90-0 

9-982 

107-9 

8-185 

117-2 

jj 

ethylamide 

122 

4-319 

90-6 

4-984 

110-3 

4-170 

116-0 

10-250 

89-1 

9-177 

111-8 

7-995 

117-2 

99 

?t-propylaniide  . 

126 

4-530 

90-5 

5-020 

114-3 

4-278 

115-4 

7-896 

88-8 

11-340 

114-7 

5-040 

114-8 

— 

— 

— 

— 

9-048 

112-8 

I> 

wopropylaniidc . 

150—151 

2-548 

69-1 

3-803 

92-0 

3-710 

92-1 

3-986 

69-0 

6-039 

90-3 

6-284 

92-5 

»] 

allylamide  

117-5 

4-639 

72-7 

4-804 

102-5 

4-492 

86-9 

10-390 

74-0 

9-095 

103-3 

10-780 

87-4 

>) 

7i-butylaniide  ... 

125 

3-776 

87-1 

5-633 

116-5 

5-455 

106-4 

10-850 

86-3 

10-540 

112-0 

9-718 

104-9 

)9 

iwbutylamide  .. 

121 

5-394 

86-9 

5-316 

117-4 

5-492 

106-2 

7-984 

89-4 

9-128 

118-4 

7-563 

105-3 

)  y 

7i-heptylamide. . 

131 

5-166 

88-6 

6-001 

116-1 

4-497 

103  2 

11-010 

88-8 

— 

— 

9-334 

102-3 

)) 

benzylamide  *  . . 

155-5   c 

=  4-855 

101-1 

— 

— 

c=  4-654 

63  0 

) ) 

})iperidide    

157-5 

0-5981 

55-2 

4-975 

73-7 

3-575 

-1-38-5 

— 

— 

8-845 

73-6 

6-531 

+  40-5 

>> 

phenylliydrazide 

214 

5-119 

54  1 

— 

— 

0-735- 

-129-8 

7-175 

55-0 

— 

— 

— 

— 

*  McCrae  {loe.  cit.).  In  the  case  of  the  w-propylaniide  prci)arod  by  McCrae,  our 
results  coiToboralc  those  obtained  by  this  author  with  ]iyiidiue  solution,  but  our 
values,  given  in  this  table,  for  the  glacial  acetic  acid  solution  of  the  n-propylamide 
arc  substantially  higher  than  his,  [MJJ,"'  -101-3°,  0  =  4-798.  The  temperatures  at 
which  McCrae's  determinations  were  made  were  20"  for  maldiainide  in  glacial  acetic 
acid,  17°  in  pyridine  ;  22°  for  the  dibenzylaniide  in  glacial  acetic  acid,  and  15°  in 
pyridine  solution. 


^ 

'^1^ 
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From  the  above  table  it  will  be  seen  how  greatly  the  rotation  is 
influenced  by  the  solvent.  Thus  the  alkylamides  have  a  lower  hevo- 
rotation  in  pyridine  than  in  methyl  alcohol  or  glacial  acetic  acid;  on  the 
other  hand,  the  benzylamide  and  the  aromatic  amides  have  a  higher 
Isevorotation  in  pyridine  than  in  glacial  acetic  acid  solution.  Again, 
whilst  in  the  normal  series  of  alkylamides  in  pyridine  solution  the 
liuvorotation  is  almost  unaffected  in  passing  from  the  methylamide  to 
the  n-heptylamide,  in  methyl  alcohol  there  is  a  slight  rise,  and  in 
glacial  acetic  acid  solution  a  distinct  decline  in  the  molecular  rotation. 
The  derivatives  of  malamide  in  this  respect  exhibit  much  less  regularity 
than  those  of  tartramide  (compare  Frankland  and  Twiss),  for  in  the 
latter  series  there  is  a  continuous  rise  in  the  molecular  rotation  from 
the  methyl  to  the  heptyl  term  in  the  normal  series  in  pyridine,  and 
probably  also  in  methyl  alcohol  and  in  water  solution. 

In  both  the  malic  and  the  tartaric  series  the  rotation  of  the  normal- 
is  greater  than  that  of  the  iso-propylamide,  whilst  the  relative  magni- 
tudes of  the  rotation  of  the  normal-  and  iso-butylamides  in  both  series 
is  dependent  on  the  solvents,  but  in  pyridine  solution  the  zsobutylamide, 
both  malic  and  tartaric,  has  a  higher  rotation  than  the  normal  butyl- 
amide. 

In  both  the  malic  and  the  tartaric  series,  the  allylamide  has  a 
markedly  lower  molecular  rotation,  in  all  solvents,  than  the  normal 
propylamide,  thus  showing  that  the  presence  of  a  double  l)ond  has  not 
the  invariable  effect  of  increasing  the  optical  activity  as  is  often 
supposed. 

Malic  benzylamide,  in  pyridine  solution,  has  a  higher  molecular 
rotation  than  the  >t-heptylamide  in  the  same  solvent,  whilst  in  glacial 
acetic  acid  the  relations  are  reversed.  On  the  other  hand,  in  pyridine 
solution,  the  molecular  rotation  of  tartaric  benzylamide  is  slightly 
inferior  to  that  of  the  «-heptylamide. 

The  tartaric  piperidide  in  pyridine  solution  is  practically  inactive, 
and  therefore  enormously  less  active  than  the  w-heptylamide  ;  simi- 
larly, the  malic  piperidide,  in  pyridine  and  in  the  methyl  alcohol,  is 
much  less  active  than  the  n-heptylamide,  although  still  strongly  Isevo- 
rotatory ;  in  glacial  acetic  acid  the  difference  is  greatly  further  em- 
phasised inasmuch  as  the  piperidide  is  strongly  dextrorotatory. 

The  phenylhydrazide,  again,  in  both  malic  and  tartaric  series,  has  in 
pyridine  solution  a  much  lower  molecular  rotation  than  the  7t-heptyl- 
amide,  but  in  glacial  acetic  acid  solution  malic  diphenylhydrazide  has 
a  higher  rotation  than  the  heptylamide.  We  have  also  found  that  the 
rotation  of  tartaric  diphenylhydrazide  is  much  greater  in  glacial  acetic 
acid  than  in  pyridine  solution  (see  Frankland  and  Twiss). 

In  both  malic  and  tartaric  series,  again,  the  aromatic  amides  have  a 
much  higher  molecular  rotation  than  tlio  alkylamides. 
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Experimental. 
Maldimeth7jlamide. 

Twelve  grams  of  diethyl  malate  and  21  grams  of  absolute  alcohol 
were  placed  in  a  tall  cylindrical  bottle  immersed  in  ice.  Methylamine 
was  liberated  from  Kahlbaum's  33  per  cent,  aqueous  solution  by  heat, 
passed  through  a  lime  drying-tube,  and  then  into  the  above  mixture. 
When  6  grams  of  methylamine  had  been  thus  passed  in,  the  bottle  was 
stoppered  and  allowed  to  stand  for  three  days.  On  evaporating  the 
alcohol  a  yield  of  50  per  cent,  was  obtained. 

The  methylamide  is  very  soluble  in  hot  or  cold  water,  methyl  alcohol, 
glacial  acetic  acid,  methylated  spirit,  ethyl  acetate,  or  pyridine, 
sparingly  so  in  chloroform,  benzene,  or  ether,  and  insoluble  in  carbon 
disulphide  or  light  petroleum.  From  acetone  it  was  obtained  in 
acicular  prisms  and  plates  melting  at  99°. 

0-1047  gave  15-4  c.c.  moist  nitrogen  at  11°  and  762  mm.   N  =  17-60. 
CgHj203N2  requires  N  =  17-50  per  cent. 

Rotation  of  Maldimethylamide. 


P' 

d  2074°. 

I.                   «f. 
Pyridine  Solution. 

[«]r'- 

[Mjf. 

4-634 
10-080 

0-987 
1-001 

1-9984             -5-12° 
1-9984              11-35 

Methyl  Alcohol  Solution. 

-56-01° 
56-27 

-89-6 
90-0 

6-250 
9-982 

0-8143 
0-8280 

1-9984             -6-97° 
1-9984              11-14 

-68-50° 
67-42 

-109-6 
107-9 

Glacial  Acetic  Acid  Solution. 

4-267 
8-185 

1-060 
1-070 

1-9984             -6-83° 
1-9984              12-83 

-75-54° 
73-26 

-120-9 
117-2 

Maldiethylamide. 

Seven  grams  of  ethylamine  (Kahlbaum)  in  the  form  of  vapour  were 
passed  into  a  mixture  of  11  grams  of  diethyl  malate  and  13  grams  of 
absolute  alcohol  cooled  with  a  freezing  mixture.  On  standing  for  some 
days  in  a  stoppered  bottle,  the  whole  set  into  a  solid  mass  of  fine  white, 
silky  needles.     Yield  90  percent. 

The  ethylamide  is  very  soluble  in  hot  or  cold  water,  methylated  spirit, 
chloroform,  pyridine,  methyl  alcohol,  ethyl  acetate,  light  petroleum,  or 
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carbon  disulphide.     From  benzene  it  was  obtained  as  wliite,  shining 
plates  and  needles  melting  at  122°. 

0-1067  gave  14-0  c.c.  moist  nitrogen  at  12°  and  735-1  mm.  ]Sr=  15-05. 
CgHjgOgNo  requires  N  =  14-89  per  cent. 

notation  of  Maldieihjjlaviide. 
p.  rf2074°.  I.  af.  [a]f.  [M]f. 

Pyridine  Solution. 


4-319 
10-250 

0-9854 
0-9947 

1-9984              -4-10°            -48-19' 
1-9984                9-66                47*41 

Methyl  Alcohol  Solution. 

-90-6' 
89-1 

4-984 
9-177 

0-8054 
0-8185 

1-9984             -4-7r            -58-69° 
1-9984                8-93                59-47 

Glacial  Acetic  Acid  Solution. 

-110-3' 
111-8 

4-170 
7-995 

1050 
1-060 

1-9984             -5-43°            -61-70° 
1-9984              10-56                62-34 

-116-0" 
117-2 

Maldi-n-propylamide. 

Twelve  grams  of  diethylmalate  were  added  to  8  grams  of  ?i-propyl- 
amine  (Kahlbaum),  heat  being  evolved  on  mixing.  On  standing  over- 
night the  mixture  had  become  almost  solid.  Yield  75  per  cent.  In 
order  to  obtain  a  theoretical  yield,  it  is  necessary  to  allow  the  mixture  to 
stand  for  several  days,  or  to  heat  on  a  warm  w'ater-bath  for  some  hours. 

The  propylamide  (m.  p.  126°)  is  very  soluble  in  water,  benzene, 
alcohol,  ethyl  acetate,  chloroform,  pyridine,  methyl  alcohol,  or  glacial 
acetic  acid,  but  insoluble  in  light  petroleum  or  ether.  It  was  purified 
by  crystallisation  from  a  mixture  of  benzene  and  light  petroleum. 

Rotation  of  Maldi-n-jyi'opylamide. 


V. 

d  20°/4°. 

I.                    af. 
Pyridine  Solution. 

[«]r. 

[MJf. 

4-530 
7-896 

0-9833 
0-9895 

1-9984             -3-73° 
1-9984                 6-42 

Methyl  Alcohol  Solution. 

-41-90° 
41-11 

-90-5° 
88-8 

5-020 
11-340 

0-8061 
0-8260 

1-9984             -4-28° 
1-9984                9-94 

Glacial  Acetic  Acid  Solution 

-52-9r 
53-10 

n. 

-114-3° 
114-7 

4-278 
5-040 
9-048 

1-053 
1-052 
1-055 

1-9984             -4-81° 
1-9984                 5-63 
1-9984                9-96 

-53-43° 
53-14 
52-20 

-115-4° 
114-8 
112-8 
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MaldiiRopropi/lamide. 

10'7  grams  of  diethylmalate  were  added  to  a  solution  of  5  8  grams 
of  /sopropylamine  (Kalilbaum)  in  8*4  grams  of  absolute  alcohol,  but  the 
reaction  takes  place  so  slowly  in  the  cold  that  even  after  five  weeks 
only  a  small  quantity  of  the  amide  had  crystallised  out.  The  mixture 
was  therefore  heated  in  a  stoppered  bottle  in  a  steam  oven  for  six  days. 
The  yield  was  only  20  per  cent.  The  substance  is  very  soluble  in  hot 
water,  alcohol,  ether,  acetic  acid,  pyridine,  methyl  alcohol,  benzene, 
ethyl  acetate,  or  acetone,  but  crystallises  from  each  of  these  solutions 
on  cooling.  It  is  insoluble  in  light  petroleum,  and  only  very  slightly 
soluble  in  carbon  disulphide.  It  crystallises  from  acetone  in  long, 
slender  needles  melting  at  150 — 151°, 

01355  gave  15'7  c.c.  moist  nitrogen  at  15°  and  7384  mm.  N  =  13*17. 
CjoHgoOgNg  requires  N  =  12*96  per  cent. 

notation  of  Maldiisopropylamide. 

p.  rf2074°.  I.  af.  [a]f.  [M]f. 

Pyridine  Solution. 

2-548  0-9813  1-9984  -1-60°  -32-01°  -69-1° 

3-986  0-9828  0-999  1-25  31-93  69-0 

Methyl  Alcohol  Solution. 

3*803  0-8035  1-9984  -2-60°  -42-57°  -92-0° 

6*039  0-8091  0-999  2-04  41-79  90-3 

Glacial  Acetic  Acid  Solution. 

3-710  1-050  0-999  -1-66°  -42-65°  -92-1° 

6-284  1-056  0-999  2-84  42-83  92-5 

Maldiallylamide. 

11-1  grams  of  diethylmalate  were  mixed  with  6-4  grams  of  allylamine 
(Kahlbaum)  and  8*4  grams  of  absolute  alcohol.  Heat  was  developed 
on  mixing,  and,  after  standing  for  two  days,  a  nucleus  was  obtained  by 
placing  a  little  of  the  mixture  in  a  vacuum  desiccator.  On  adding  this 
nucleus  to  the  remainder,  and  allowing  to  stand  for  a  few  days  longer, 
a  crop  of  pure  white  needles  separated  out  from  which  the  alcohol  was 
evaporated.  Yield  90  per  cent.  The  allylamide  is  very  soluble  in  hot 
or  cold  water,  methyl  alcohol,  methylated  spirit,  ethyl  acetate,  chloro- 
form, glacial  acetic  acid,  or  benzene.  It  is  almost  insoluble  in  light 
petroleum.  From  a  mixture  of  benzene  and  light  petroleum  it  was 
obtained  in  needles  melting  at  117*5°. 

01438  gave  163  c.c.  moist  nitrogen  at  12°  and  752-8  mm.  N  =  13-32. 
CjoHjgOgNg  requires  Is  =  13*21  per  cent. 
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Rotation  of  Maldiallylamiile. 


V. 

d  2074°. 

Pi/ridine  Solution. 

wr- 

[M];r:. 

4-639 
10-390 

0-9837 
0-9936 

1-9984              -3-13° 
1-9984                 7-20 

Methyl  Alcohol  Solution. 

-34-31° 
34-89 

-72-7° 
74-0 

4-804 
9-095 

0-8056 
0-8174 

1-9984             -3-74° 
1-9984                 7-24 

-48-35° 
48-72 

-102-5° 
103-3 

Glacial  Acetic  Acid  Solution. 

4-492 
10-780 

1-060 
1-064 

1-9984              i3-90° 
1-9984                9-45 

-40-99' 
41-22 

-86-9° 

87-4 

Maldi-n-butylamide. 

10-2  grams  of  diethyl  malate  were  mixed  -with  7 '8  grams  of  normal 
butylamine  (Kahlbaum).  Heat  was  developed  on  mixing,  and,  after 
standing  overnight  the  whole  had  set  solid.  The  mixture  was  allowed 
to  stand  for  a  few  days  longer.     Yield  100  per  cent. 

The  ?i-butylamide  is  very  soluble  in  alcohol,  ethyl  acetate,  benzene, 
or  chloroform,  insoluble  in  light  petroleum  or  cold  water,  but  soluble 
in  hot  water.  It  was  obtained  from  dilute  alcohol  in  shining,  silver- 
white  plates  melting  at  125°. 

0-2278  gave  22-8  c.c.  moist  nitrogen  at  12°  and  746-7  mm.  N  =  11-67. 
^12^24^3-^2  I'eq^iii'es  N  =  11  -48  per  cent. 

notation  of  Muldi-n-hutylamide. 


p- 

d  20°/4°. 

l.                    af. 
Pyridine  Solution. 

[«]f. 

[M]f. 

3-776 
10-850 

0-9804 
0-9860 

1-9984              -2-64° 
1-9984                7-56 

Methyl  Alcohol  Solution. 

-35-68° 
35-35 

-87-1° 
86-3 

5-633 
10-540 

0-8037 
0-8160 

1-9984              -4-.32-' 
1-9984                 7-89 

-47-74° 
45-90 

-116-5° 
112-0 

Glacial  Acetic  Acid  Solution. 

5-455 
9-718 

1-052 
1-052 

1-9984              -5-00" 
1-9984                8-79 

-43-59° 
43-01 

-106-4° 
104-9 
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Afaldiisohutyla  mide. 

Ten  grams  of  ethyl  malate  were  added  to  10  grams  of  isobntylamine 
(Kahlbaiim),  a  little  heat  being  evolved  on  mixing.  After  standing 
for  a  day  and  then  warming  on  a  water-bath  for  two  hours,  the 
mixture  became  solid,  and  a  theoretical  yield  was  obtained.  The  pro- 
duct is  very  soluble  in  hot  water,  ethyl  or  methyl  alcohols,  acetone,  ethyl 
acetate,  benzene,  chloroform,  ether,  glacial  acetic  acid,  or  pyridine.  It 
was  crystallised  from  a  mixture  of  benzene  and  light  petroleum. 
Melting  point  121° 

0-1456  gave  14-5  c.c.  moist  nitrogen  at  14-5°  and  755-8  mm.  N  =  11-63. 
CJ2H04O3N2  requires  N  =  11-48  per  cent. 

Rotation  of  3Ialdnsobutylamide. 


V- 

d  2074°. 

I.                  af. 
Pyridine  Solution. 

[«]r. 

[Mjf. 

5-394 
7-984 

0-9813 
0-9837 

1-9984             -3-77" 
1-9984                5-75 

Methyl  Alcohol  Solution, 

-35-63° 
36-64 

-86-9° 

89-4 

5-316 
9-128 

0-8039 
0-8153 

1-9984              -4-11'' 
1-9984                 7-22 

-48-11° 
48-53 

-117-4" 
118-4 

Glacial  Acetic  Acid  Solution. 

5-492 
7-563 

1-051 
1-051 

1-9984            -5-02° 
1-9984                6-87 

-43-51° 
43-25 

-106-2° 
105-3 

Maldi-nheptylamide. 

Sixteen  grams  of  w-heptylamine  (Kahlbaum)  were  added  to  10  grams 
of  diethyl  malate,  the  mixture  being  accompanied  by  heat  evolution. 
On  standing  overnight  the  whole  had  set  to  a  solid  mass.  Yield  100 
per  cent. 

The  n-heptylamide  is  very  soluble  in  hot  alcohol,  chloroform, 
pyridine,  glacial  acetic  acid,  or  methyl  alcohol,  readily  so  in  hot  benzene 
or  ethyl  acetate.  It  is  sparingly  soluble  in  carbon  disulphide,  acetone, 
ether,  or  hot  water.  From  methylated  spirit  it  was  obtained  in 
beautiful  white,  shining  plates  melting  at  130-5 — 131°. 

0-2083  gave  15-6  c.c.  moist  nitrogen  at  12-5°  and  746-5  mm.  N  =  8*71. 
CjgHggOgNg  requires  N  =  8*54  per  cent. 
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Rotation  of  Maldi-w-heptylamide. 


p- 

d  20°/4°. 

I.                       a2"-. 
It 

Pyridine  Solution. 

[-Z- 

[M]L». 

5-166 
11-010 

0-9792 
0-9804 

1-9984             -2-73° 
1-9984                5-84 

-27-01° 
27-08 

-88-6" 
88-8 

Methyl  Alcohol  Solution. 

6-001  0-8035  1-9984  -3-41°  -35-38°  -116-1° 

A  10  ])er  cent,  solution  crystallised. 

Glacial  Acetic  Acid  Solution. 

4-497  1-050  1-9984  -2-97°  -31-47°  -103-2° 

9-334  1-053  1-9984  6*13  31-20  1023 

Maldipiperidide. 

Twelve  grams  of  piperidine  (Kahlbaum)  were  added  to  10  grams  of 
diethyl  malate,  and,  although  heat  was  evolved  on  mixing,  only  a 
20  per  cent,  yield  was  obtained,  even  after  keeping  the  mixture  at 
130°  in  an  oil-bath  for  three  days.  A  50  per  cent,  yield  was  obtained 
by  heating  a  similar  mixture  to  the  same  temperature  for  ten  days. 
The  progress  of  the  reaction  is  indicated  by  the  contents  of  the  flask 
becoming  more  and  more  solid  on  cooling.  An  attempt  to  prepare  the 
piperidide  by  heating  piperidine  and  malic  acid  together  for  several 
days  proved  unsuccessful. 

The  piperidide  is  very  soluble  in  methylated  spirit,  but  sparingly  so 
in  water,  benzene,  ethyl  acetate,  or  pyridine.  From  a  mixture  of 
alcohol  and  acetone  it  was  obtained  in  flat  plates  melting  at  157-5°. 

0-r26  gavel  1-2  c.c.  moist  nitrogen  at  13°  and  749-5  mm.    N  =  10-35. 
Cj^Hg^OgN.^  requires  N  =  10*45  per  cent. 

Rotation  of  Maldipiperidide. 
p.  rf20°/4°.  I.  af.  [a]f.  [M]f. 

Pyridine  Solution. 
0-5981  0-9794  3-899  -0-47°  -20-58°  -55-2* 

Methyl  Alcohol  Solution. 


4-975 
8-845 

0-8078           1-9984             -2-21°            -27-51° 
0-8200           0-999                  1-99                27-47 

Glacial  Acetic  Acid  Solution. 

-73-7 
73-6 

3-575 
6-531 

1-061             1-9984             +1-09°            +14-37° 
1-067             0-999                  1-05                15-08 

+  38-5 
40-5 
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Maldiphinylhydrazide . 

This  compound  was  prepared,  firstl}',  by  Billow's  method  [Annahn, 
1886,  236,  194),  which  involves  the  use  of  a  high  temperature 
(120 — 140°),  and  secondly,  by  Fischer  and  Passmore's  method 
(Ber.,  1889,  22,  2734),  in  which  the  reaction  is  carried  out  on 
the  water-bath.  As  will  be  seen  below,  however,  the  products 
obtained  by  both  methods  were  of  substantially  the  same  rotatory 
power,  thus  showing  that  the  higher  temperature  does  not  lead  to  any 
racemisation. 

Billow's  Method. — Twenty-eight  grams  of  phenyl  hydrazine 
(Kahlbaum)  were  added  to  20  grams  of  finely  powdered  malic  acid ; 
the  mixture  which  soHdified  with  evolution  of  much  heat  was  further 
heated  to  120 — 140°  for  eight  hours  until  no  more  steam  was  evolved. 
The  heating  must  be  begun  with  caution  as  there  is  a  sudden  evolution 
of  a  large  amount  of  steam.  The  resulting  mass,  which  was  of  a  light 
brown  colour,  was  first  well  washed  with  dilute  acetic  acid,  and  then 
with  a  solution  of  ammonium  carbonate.  The  yield  was  85  per  cent. 
The  substance  is  almost  insoluble  in  water,  methyl  alcohol,  or  light 
petroleum,  sparingly  soluble  in  methylated  spirit,  and  only  slightly  so 
in  acetone,  chloroform,  carbon  disulphide,  ethyl  acetate,  ether,  glacial 
acetic  acid,  or  pyridine.  It  was  obtained  from  alcohol  in  white 
shining  plates  melting  at  214°  with  slight  decomposition, 

0-1232  gave  18-4  c.c.  moist  nitrogen  at  11°  and  764-2  mm.  N  =  17-91. 
CjQHjgOgN^  requires  N=  17-83  per  cent. 

Fischer  and  Passmore's  Method. — Twenty  grams  of  dried  malic  acid 
were  dissolved  in  180  grams  of  water,  and  to  this  were  added  a 
solution  of  22  grams  of  glacial  acetic  acid  in  22  grams  of  water  with 
40  grams  of  phenylhydrazine,  the  whole  being  then  heated  on  the 
water-bath  in  a  flask  provided  with  an  air-condenser.  The  reaction 
took  place  suddenly  after  heating  for  4  hours,  much  of  the  liquid 
being  violently  projected  into  the  condenser.  The  light  brown 
product  was  washed  successively  with  water,  dilute  acetic  acid,  and 
ammonium  carbonate  solution.  The  yield  was  only  20  per  cent.  The 
product  had  to  be  crystallised  three  times  from  glacial  acetic  acid 
before  being  obtained  in  a  state  of  chemical  and  optical  purity. 
Melting  point  214°. 
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notation  of  Maldiphenylhydrazide. 

'p.  rf2074°.  /.  af.  [a]f.  [M]f. 

Pyridine  Solution. 

Preparation  by     /.^-llO        0-9929         1-9984         -l-?;'."        -17-22"        -54-r 
Biilow's  method.   \7-175         0-9987         1-9984  2-51  17-53  55-0 

rfsXTandVaL  /^■^'^Og        09914         1-9984         -l-65°        -17-28^        -54-3° 
morS  method      {^''^^^        ^'^^^^        ^ '^^^^  2-17  17-06  53-6 

Glacial  Acetic  Acid  Solution. 

p.  d20yi°.  I.  df.  [a]f.  [M]f. 

0-7350  1-054  0-999  -0-32°  -41-35°  -129-8° 

Chemical  Department, 
University  of  Bibmingham. 


CLXXXI. — Reactions  Involving  the  Additio7i  of  Hydro- 
gen Cyanide  to  Carbon  Compounds.  Part  VI. 
The  Action  of  Potassium  Cyctnide  on  Pulegone. 

By  Reginald  W.  L.  Clarke  and  Arthur  Lapworth. 

The  action  of  hydrogen  cyanide  in  presence  of  bases  or  of  potassium 
cyanide  on  ayS-unsaturated  ketones  leads  in  all  instances  hitherto 
examined  to  the  formation  of  a  ^-cyanoketone  : 

CRolCR'-COIR"  +  HON  =  CNCR2-CHR'-C0-R". 

In  the  case  of  pulegone,  reaction  occurs  somewhat  slowly  at  the 
ordinary  temperature,  but  if  the  ketone  is  heated  on  the  water-bath 
with  alcoholic  potassium  cyanide,  a  product  is  obtained  which  has  the 
composition  of  the  expected  addition  compound,  the  change  being 
represented  by  the  equation  : 

C.oH^eO  +  HCN  =  Ci^Hi»ON. 

The  substance,  which  was  first  referred  to  in  a  note  by  Hann  and 
Lapworth  (Pi'oc,  1904,  20,  54),  behaves  in  some  respects  as  would 
the  normal  addition  product,  namely,  cyanodihydropulegone  (cyano- 
menthone),  and  was  for  a  long  time  supposed  to  be  that  compound. 
In  accordance  with  this  supposition,  it  could  be  hydrolysed  by  acids 
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or  alkalis,   being  converted  into  a    saturated   ketonic   acid,   namely, 
menthonecarboxylic  acid, 

Nevertheless,  the  supposed  cyanoketone  exhibited  many  characters 
mainly  negative  in  type,  which  distinguished  it  from  the  others 
previously  examined.  Thus  it  did  not  react  with  hydrazines,  semi- 
carbazide,  or  hydroxylamine,  and  could  not  be  made  to  yield  a  cyano- 
hydrin.  When  boiled  with  alkalis,  even  in  presence  of  ferrous 
hydroxide,  no  decomposition  into  pulegone  and  hydrogen  cyanide 
could  be  detected,  although  /3-cyanoketones  as  a  rule  are  easily  decom- 
posed in  this  manner.  The  inactivity  of  the  compound  was  suspected 
to  be  due  to  a  manifestation  of  steric  hindrance,  although  later  a 
difficulty  arose  in  applying  this  assumption,  for  the  ketonic  acid,  to 
which  it  gave  rise,  reacted  readily  enough  with  the  hydrazines  and 
with  hydrogen  cyanide. 

The  clue  to  the  character  of  the  substance  was  finally  obtained  in 
the  following  manner. 

Menthonecarboxylic  acid  is  converted  with  gi-eat  readiness  into  an 
unsaturated  lactone, 


/CH2*CH.2\ 


CHMe/  ^C-CMe^x 

\CH. Cf  >C0, 

\o / 


when  warmed  with  mineral  acids  or  when  treated  with  acetyl  chloride. 
This  compound  is  precisely  analogous  in  type  to  the  anhydride  obtained 
by  Vorlander  [Annalen,  1906,  345,  188)  from  "  pulegoneacetic  acid," 
of  which  the  present  substance  is  the  next  lower  homologue. 

When  the  anhydro-derivative  of  menthonecarboxylic  acid  is  shaken 
with  ammonia,  it  yields  a  mixture  of  substances  from  which,  by  frac- 
tional crystallisation,  a  compound  having  the  formula  Cj^Hj^ON,  and 
identical  in  all  respects  with  the  nitrogenous  compound  obtained  by 
the  action  of  potassium  cyanide  on  pulegone,  is  obtained.  To  this  sub- 
stance, therefore,  must  be  assigned  the  constitution 


,CH,-CH2\ 


/ 

CHg C^  /CO, 


\NH ' 

and  is  referred  to  in  the  paper  as  an  "  anhydramide,"  as  it  may  be 
regarded  as  formed  by  the  dehydration  of  menthonecarboxylic 
amide. 


OF  HYDROGEN  CYANIDE  TO  CARBON  COMPOUNDS.      PART  VI.       1871 
The  foregoing  formula  is  adopted  instead  of  the  alternative  one, 

CHMe/  >CH-CMe„\ 

\CH., C/  "^CO, 

for  several  reasons.  In  the  first  place,  the  substance  behaves  as  if  it 
contains  an  ethylenic  linking,  being  capable  of  decolorising  a  dilute 
solution  of  bromine  in  acetic  acid  even  when  excess  of  sodium  acetate 
is  present,  and  also  of  reducing  an  ice-cold  solution  of  potassium 
permanganate.  Secondly,  the  exceptional  tendency  of  these  menthone 
compounds,  as  well  as  those  described  by  Vorliiuder  (loc.  cit.),  to  form 
anhydro-derivatives,  is  shared  by  the  menthonecarboxylic  acid,  and 
therefore  is  probably  to  be  attributed  to  the  disposition  of  the  carbon 
ring  to  assume  the  cyc^ohexene  form.  The  cori-esponding  configuration 
is  used  by  Vorlander  for  the  anhydramide  of  "  pulegoneacetic  acid." 

Menthonecarboxylic  anhydramide  is  not  the  only  product  obtained 
by  the  action  of  potassium  cyanide  on  pulegone.  Menthonecarboxylic 
acid  is  also  produced  in  considerable  quantity  when  the  reaction  is 
carried  out  at  the  water-bath  temperature,  and  results  from  the 
action  of  potassium  hydroxide  on  the  anhydramide.  A  third  substance 
formed  has  the  composition  C^gHj^OgN,  and  is  a  monobasic  acid  which 
must  be  analogous  in  constitution  to  mesitylic  acid.     It  is  therefore  to 

be    formulated    as    CHMe/        "^  )>CH-CMe.„     and     is     a 

\CH.,-CXCO.,H)<  I 

\NH-CO 
hydrolytic  product  of  the  intermediate  cyanomenthonecyanohydrin, 

CHMe<  >CH'CMe.,-CN. 

\CH2 C(OH)-CN  " 

The  latter  compound  was  at  last  isolated  from  the  products  obtained 
by  leaving  pulegone  in  contact  with  a  solution  of  potassium  cyanide 
containing  free  hydrogen  cyanide  at  the  ordinary  temperature  for  a 
considerable  period.  Since  the  cyanohydrin  can  only  have  been 
formed  from  cyanomenthone  itself  in  the  first  instance,  its  production 
indicates  that  the  ketonitrile  must  have  at  least  a  transient  existence, 
and  many  attempts  were  made  to  isolate  the  latter,  but  without 
success.  On  leaving  pulegone  with  potassium  cyanide  solution  in  the 
cold,  the  only  product  was  the  cyanohydrin,  in  spite  of  the  fact  that 
much  free  alkali  was  present. 

Attempts  to  remove  a  molecule  of  the  hydrogen  cyanide  from 
the  molecule  of  the  cyanohydrin  were  therefore  made.  At  the 
ordinary    temperature,     alkali,    even     in    the    presence    of  -ferrous 
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hydroxide,  was  without  action ;  at  higher  temperatures  hydrogen 
cyanide  couki  be  removed,  but  the  product  was  always  the  an- 
hydramide.  By  heating  the  cyanoliydrin  alone  at  its  melting  point, 
hydrogen  cyanide  is  eliminated,  but,  again,  the  cyanomenthone  at  first 
produced  at  once  undergoes  isomeric  change,  and  the  anhydramide  is 
the  only  substance  which  can  be  isolated.  In  the  latter  instance,  it 
seems  clear  that  the  change  must  be  repi-esented  as  the  result  of  the 
conversion  of  the  cyanomenthone  into  its  etiolic  form,  in  which  the 
new  ring  formation  then  takes  place, 

CHMe<  >C-CMe2-CN 


^CH.r 


-OH 


CHMe<  >C-CMe,\ 

\CH2 Cf  ">C0. 


Although  menthonecarboxylic  acid  could  not  be  reduced  by  zinc 
and  acetic  acid,  sodium  amalgam,  or  sodium  and  ethyl  or  amyl 
alcohol,  it  exhibits  most  of  the  usual  characters  of  a  y-ketonic  acid, 
and  reacts  readily  with  phenylhydrazine,  yielding  the  ring  compound 

CHMe<  ^  >C CMe^v 

\CH., cf  >C0     or 

^NH-NPh/ 

(JH,-CH, 
CHMe<(        "        "  ^CH-OMe^v 

\CH, C.(  >C0, 

^N — NPh/ 

which  is  the  most  characteristic  derivative  of  the   acid  yet  obtained  \ 
the  oxime  and  semicai'bazide  are  difficult  to  obtain  in  a  pure  state. 

In  presence  of  potassium  cyanide,  it  is  converted  into  a  mixture  of 
isomeric  cyanolactones  : 

yCH.,         CH2\ 

CHMe<        "  >CH-CMe2\ 

\CH2-C(CN)<;  >co. 

\o / 


Experimental. 

When  pulegone  is  left  in  a  cold  solution  of  potassium  cyanide  in 
dilute  alcohol  it  slowly  absorbs  hydrogen  cyanide,  and  at  the  end  of  a 
week  at  the  summer  temperature  is  partially  converted  into  cyano- 
menthonecyanohydrin.     At   80 — 100*^   a   mixture   of   this   compound 
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with  menthonecai'boxylic  acid,  the  anhydi'ide  of  menthonecavboxylic 
amide,  and  the  lactame  of  aminomenthanedicarboxylic  acid  is  formed. 

The  relative  proportion  of  the  products  obtained  varies  very  greatly 
with  the  conditions  used,  and  directions  are  given  in  the  following 
pages  for  the  preparation  of  each  of  the  four  compounds  directly  from 
pulegone. 

Menthonecarhoxijlic  Anhjdramide,  CHMec^'  yC'CMeoV 

^CHg Cf  "  )>C0. 

\NH ^ 

— A  solution  of  pulegone  (45  grams)  in  96  per  cent,  alcohol  (75  c.c.)  is 
mixed  with  a  solution  of  potassium  cyanide  (25  grams)  in  water 
(30  c.c.)  and  the  whole  heated  on  the  water-bath  under  a  redux 
condenser ;  at  the  end  of  about  half  an  hour  one  molecular  proportion 
of  acetic  acid,  or,  better,  ethyl  acetate,  is  slowly  introduced  beneath  the 
surface  of  the  liquid.  The  liquid,  which  at  first  forms  two  layers, 
gradually  becomes  homogeneous,  and  at  the  end  of  a  further  half  hour 
is  cooled  and  poured  into  a  large  bulk  of  water,  when  an  oil  is  deposited 
which  slowly  becomes  semi-solid.  The  average  yield  of  the  dried  solid 
obtained  from  the  above  quantities  was  45  grams.  The  product  may 
be  purified  by  fusing  it  in  a  round  bottomed  flask  for  ten  minutes,  a 
process  which  serves  to  convert  any  cyanomenthonecyanohydrin  present 
into  anhydramide,  after  which  crystallisation  from  alcohol  yields  the 
pure  anhydramide  without  difiiculty.  With  large  quantities  of  crude 
material,  it  is  probably  simpler  to  decompose  the  cyanohydrin  present 
by  boiling  the  material  with  a  little  alcoholic  potash  instead  of 
fusing  it. 

0-2052  gave  0-5521  CO2  and  0-1726  H2O.     C  -  73-4 ;  H  =  9-3. 
0-1703     „     11-8  c.c.  of  moist  nitrogen  at  19°  and  757  mm.    N  =  7-9. 
CiiHj.ON  requires  C  =  73-7  ;  H  =  9-5  ;  N  =  7-8  per  cent. 

Menthonecarboxylic  anhydramide  is  readily  soluble  in  cold  ethyl 
acetate,  ethyl  or  methyl  alcohols,  chloroform,  benzene,  or  acetic  acid, 
and  also  in  hot  carbon  disulphide,  acetone,  or  ether,  but  is  only 
sparingly  dissolved  by  hot  light  petroleum  or  water. 

The  crystals  are  translucent  needles  which  have  straight  extinction 
in  polarised  light,  their  directions  of  greatest  length  and  elasticity 
being  at  right  angles.  The  fused  substance  sets  on  cooling  somewhat 
rapidly"  in  long  needles  separated  by  air  spaces,  and  when  these  are 
examined  in  convergent  polarised  light  the  acute  bisectrix  of  a  biaxial 
figure  of  narrow  axial  angle  is  sometimes  seen  to  emerge  nearly 
perpendicularly  to  the  field.  The  dispersion  is  weak  and  the  double 
refraction  strong  and  negative  in  sign. 

For  the  determination  of  its  optical  activity,  0-2515  gram  dissolved 
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and  made  up  to  25  c.c.  with  absolute  alcohol  was  examined  in  a 
2-dcm.  tube  at  17°;  the  observed  rotation  was  +1"34°,  whence 
[a]p  +66-6. 

This  compound,  which  was  for  a  long  time  thought  to  be  cyano- 
menthone  itself,  is  quite  diiferent  in  character  from  all  the  other 
/3-cyanoketones.  Thus,  when  it  is  heated  with  alcoholic  potassium  or 
sodium  hydx'oxide  containing  ferrous  hydroxide,  it  does  not  yield  a 
trace  of  ferrocyanide,  and  pulegone  is  not  obtained  from  it  by  this 
process.  Further,  it  does  not  evince  any  tendency  to  react  with 
hj'^drazines,  with  semicarbazide,  or  hydroxylamine ;  it  does  not  yield  a 
cyanohydrin  with  hydrogen  and  potassium  cyanides,  and  is  hardly 
affected  by  amyl  nitrite  or  ethyl  oxalate  and  cold  sodium  ethoxide. 

The  anhydramide  behaves  as  an  unsaturated  compound,  and  when 
shaken  with  a  cold  solution  of  potassium  permanganate,  decolorises  the 
liquid  at  once ;  its  solution  in  acetic  acid  readily  absorbs  bromine  even 
in  presence  of  excess  of  sodium  acetate  (compare  Trans.,  1901,  85,  38). 

By  the  action  of  phosphorus  pentachloride  at  100°  it  is  slowly 
convei'ted  with  evolution  of  hydrogen  chloride  into  a  dark  red  sub- 
stance. This  gave  a  small  quantity  of  oil  when  distilled,  but  it  was 
not  chlorocyanomenthene  as  was  anticipated,  for  it  was  found  to 
contain  much  phosphorus.  The  anhydramide  dissolves  in  cold,  strong 
sulphuric  acid  without  change,  is  slowly  hydrolysed  by  hot,  strong 
hydrochloric  or  hydrobromic  acid,  and  somewhat  rapidly  by  alcoholic 
potassium  hydroxide,  in  each  case  menthonecarboxylic  acid  being  the 
main  organic  product. 

MenthonecarhoxTjlic  acid,  CHMe<CpTT^    p  "^^CH'CMeg'COgH,  may 

be  obtained  from  the  anhydramide  by  the  methods  already  mentioned, 
but  it  is  more  convenient  to.  prepare  it  directly  from  pulegone  by  the 
same  method  as  was  recommended  for  preparing  the  anhydramide,  but 
no  acetic  acid  or  ethyl  acetate  is  added,  and  the  heating  is  continued 
for  four  to  five  hours,  after  which  the  bulk  of  the  alcohol  is  removed 
by  distillation.  The  residue  is  diluted  with  water  and  poured  into 
excess  of  dilute  hydrochloric  acid. 

After  standing  for  twenty-four  hours,  the  insoluble  matter  which 
has  separated  is  collected,  washed  with  water,  then  extracted  with 
benzene,  which  leaves  undissolved  the  nitrogenovis  acid  (p.  1879)  formed 
at  the  same  time,  and  the  filtered  benzene  solution  is  extracted  with 
dilute  caustic  soda  solution,  from  which  the  ketonic  acid  is  subsequently 
recovered  by  acidification.  The  compound  is  crystallised,  first  from 
dilute  acetic  acid,  and,  finally,  from  ethyl  acetate.     On  analysis  : 

0-2002  gave  0-4864  COg  and  0-1636  H.p.     C  =  66-5  ;  H  =  9-0. 
Cj^HjgOg  requires  C  =  66*7  ;  H  =  9-l  per  cent. 
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On  titration  with  sodium  hydroxide,  01962  of  the  acid  required  100 
c.c.  of  iV/lO  alkali  for  neutralisation,  whence  the  equivalent  of  the 
compound  was  196'2,  whilst  the  number  calculated  for  a  monobasic 
acid,  CjjHjj^Og,  is  198. 

Menthonecarboxylic  acid  dissolves  readily  in  meth)'l  or  ethyl 
alcohols,  acetone,  benzene,  chloroform,  ether,  acetic  acid,  or  ethyl 
acetate,  and  sparingly  in  water  and  light  petroleum.  It  separates 
from  ethyl  acetate  in  rosettes  of  small  needles,  whicli  molt  at 
120 — 121"^.  Under  the  microscope,  the  needles  are  seen  to  be  flat- 
tened, and  in  polarised  light  show  straight  extinction,  and  the  relative 
directions  of  greatest  length  and  elasticity  vary  according  to  the  orienta- 
tion of  the  crystal  examined.  After  fusion,  it  solidities  slowly  to  opaque 
masses  of  very  small  quadrangular  plates  or  elongated  needles. 

For  the  determination  of  its  optical  activity,  0"2500  gram  dissolved 
and  made  up  to  25  c.c.  with  absolute  alcohol  was  examined  in  a  2-dcm. 
tube.     The  rotation  observed  was  -0*4:6°,  whence  [a][,  -  23*0. 

The  compound  behaves  as  a  saturated  ketonic  acid,  and  when 
dissolved  in  sodium  carbonate  solution  does  not  at  once  decolorise  a 
cold  solution  of  potassium  permanganate  ;  its  solution  in  acetic  acid 
does  not  decolorise  bromine  if  sodium  acetate  is  present. 

It  is  very  stable  towards  reducing  agents,  and  all  attempts  to 
convert  it  into  the  corresponding  hydi'oxy-acid  were  unsuccessful.  It 
did  not  appear  to  be  affected  by  sodium  amalgam,  zinc  dust,  and  acetic 
acid,  stannous  chloride  in  hot  alkalis  or  cold  acids,  and  even  after 
attempted  reduction  with  sodium  and  boiling  ethyl  or  amyl  alcohols 
was  recovered  almost  unchanged.  Attempts  to  reduce  it  by  any  agent 
in  the  presence  of  mineral  acid  resulted  in  the  production  of  the 
anhydride  mentioned  later. 

The  semicarbazone,  Cj^HjgOglN.iH'CO'NH^,  was  prepared  by  the 
usual  method  and  purified  by  crystallisation  from  hot  methyl  alcohol, 
employing  a  Soxhlet  extractor. 

01049  gave  15  c.c.  moist  nitrogen  at  18°  and  759  mm.     N=  16-4. 
CY^Hg^O.^Ng  requires  N  =  16"5  per  cent. 

It  is  sparingly  soluble  in  methyl  or  ethyl  alcohol,  chloroform, 
acetone,  ethyl  acetate,  benzene,  carbon  disulphide,  or  carbon  tetra- 
chloride. It  separates  from  boiling  methyl  alcohol  in  small  needles 
melting  at  188°  with  evolution  of  gas,  but  without  darkening. 

Fulerjenylpyridazinone,  CHMe<^  ^C — CMeg^ 

\CH., Cf^  >C0  (]), 

^NH-NPh/ 
is   formed   when    the    ketonic    acid    is    heated    with    phenylhydrazine 
acetate,  and  usually  crystallises  when  the  product  is  washed  with  acid. 
It  is  purified  by  crystallisation  from  alcohol. 
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0-1788  gave  160  c.c.  of  moist  nitrogen  at  13°  and  743  mm.    N=  10*3 
CiyHjoONo  requires  N=  10--4  per  cent. 

The  substance  is  neutral  in  character  and  is  not  affected  when  boiled 
with  dilute  alkalis. 

It  is  soluble  in  most  of  the  usual  organic  solvents  with  the 
exception  of  light  petroleum,  and  forms  crystals  melting  at  93°. 

The  crystals  under  the  microscope  present  the  appearance  of  opaque 
or  translucent  needles,  which  in  polarised  light  have  extinction 
directions  inclined  at  about  45°  to  their  length. 

The  substance,  after  fusion  between  glass  slips,  sets  vei'y  slowly  to 
patches  of  transparent  needles,  through  which  the  axis  of  a  biaxial 
figure  of  wide  angle  may  occasionally  be  seen  in  convergent  polarised 
light. 

I'lUegenylisooxazolone,  CHSIe^  -CH'CMegv. 

\CH2— C/  >C0  (?), 

is  the  subtance  obtained  when  meuthonecax-boxylic  acid  is  heated 
on  the  water-bath  w^ith  hydroxylamine  in  alcoholic  solution,  and  is 
purified  by  crystallisation  from  alcohol. 

0-2076  gave  r2-4  c.c.  of  moist  nitrogen  at  15°  and  762  mm.     N  =  7-0. 
CnHj-OgN  requires  N  =  7'2. 
CjjHj.-03N       ,,        N  =  6-6  per  cent. 

The  compound  is  not  soluble  in  alkalis,  but  is  more  readily  so 
in  dilute  mineral  acids  than  in  water.  It  separates  from  alcohol  in 
glistening  crystals  melting  at  113 — 114°.  Under  the  microscope,  the 
crystals  are  seen  as  brilliant,  well-formed,  quadrangular  plates,  having 
straight  extinction  in  polarised  light.  These  in  convergent  light  show 
a  bisectrix  emergent  at  right  angles  to  the  field,  the  axial  angle 
being  large,  the  double  refraction  positive  in  sign  and  strong,  whilst 
the  axial  dispersion  is  weak. 

The  fused  substance  solidifies  between  glass  slips  to  areas  of  parallel, 
transparent  needles,  separated  by  air  spaces,  and  most  of  these  have  a 
bisectrix  emerging  at  varying  inclinations  to  the  field. 

The  anhi/dride,  CKMe^^  '^C-CMe.,. 

\CH2 Cf  ~  >C0, 

is  obtained  in  small  quantities  when  menthonecarboxylic  acid  is 
warmed  with  mineral  acids  ;  it  is  best  prepared,  however,  by  heating 
the  ketonic  acid  with  excess  of  acetyl  chloride  for  some  hours,  at  the 
end  of  which  time  the  acetyl  chloride  is  removed  by  distillation,  and 
ihe  cooled  z-esidjiie  agitated  with  a  dilute  isolation  of  sodium  bicarbonate, 
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the  neutral  substance  being  extracted  with  ether.     The  dried  ethereal 
extract  is  then  fractionated  at  the  ordinary  pressure  and   the  portion 
boiling  at  245 — 247°  cooled  in  a  freezing  mixture.     The  crystals  which 
separated  were  drained  on  cold,  porous  earthenware  and  analysed  : 
0-2124  gave  0-5661  CO.^  and  0-1702  HgO.     C-72-7;  H  =  8-9. 
Cj^Hj^O^  requires  C  =  73-3  ;  H  =  8-8  per  cent. 

The  anhydride  forms  massive  transparent  rhombs,  often  approaching 
a  centimetre  in  length.  It  is  readily  soluble  in  the  usual  organic 
solvents,  but  is  only  re  crystal  Used  from  them  with  much  difficulty ;  it 
molts  at  17-5 — 18°.  0'2500  gram  dissolved  and  made  up  to  25-2  c.c. 
with  absolute  alcohol,  was  examined  in  a  2-dcm.  tube  at  18'';  the 
observed  rotation  was  +1-46°,  whence  [a],,  +73"6. 

When  shaken  with  cold,  dilate  alkalis,  even  in  the  fused  state,  it 
does  not  at  once  dissolve,  but  disappears  at  the  end  of  some  hours  or 
days,  according  to  the  temperature  of  the  air.  It  is  also  reconverted 
into  the  ketonic  acid  by  long-continued  contact  with  water. 

The  substance,  which  is  somewhat  volatile  in  steam,  has  a  marked 
odour  of  cocoa-nuts,  and  this  renders  it  easy  to  detect  small  quantities 
of  the  ketonic  acid,  as  it  is  merely  necessary  to  boil  it  with  20  per 
cent,  sulphuric  acid  when  the  odour  of  the  anhydride  soon  becomes 
noticeable. 

It  has  the  properties  of  an  unsaturated  compound,  at  once  absorbing 
bromine  even  in  presence  of  sodium  acetate  and  acetic  acid.  When  it 
is  shaken  with  a  cold  solution  of  potassium  permanganate,  the  colour 
of  the  latter  is  almost  instantaneously  discharged. 

In  the  expectation  that  the  anhydro-compound  would  readily  be  con- 
verted into  the  amide  of  menthonecarboxjdic  acid,  a  portion  of  the 
former  was  shaken  with  aqueous  ammonia  (sp.  gr.  =  0*880)  until  it 
was  converted  into  a  mass  of  white  needles.  These  were  collected, 
washed,  and  crystallised  from  alcohol.  Analysis  of  a  specimen  dried  at 
100°  gave  the  following  result : 

0-2034  gave  14-25  c.c.  of  moist  nitrogen  at  19°  and  762  mm.   N  =  8-1. 
CiiH^gO.^N  requires  N  =  7-l. 
CjjHi^ON         „        N  =  7-8  per  cent. 

The  compound  was  therefore  an  anhydride  of  the  amide,  and  was 
finally  identified  with  the  substance  previously  regarded  as  cyano- 
menthone,  obtained  by  the  action  of  potassium  cyanide  on  pulegone. 
It  melts  at  165°,  alone  or  when  mixed  with  the  supposed  cyano- 
menthone.  When  02518  gram  was  dissolved  and  made  up  to  25-1  c.c. 
with  absolute  alcohol,  and  examined  in  a  2-dcm.  tube  at  22'^,  a  rotation 
of  -f-l-34°  was  observed,  whence  [ajo  -f  67-0. 

pTT f'H 

Ci/anome)ithoneci/a7ioh>/driu,CllMe<^f^jT'^^f^,f^jTs/p^f^ 
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— This  compound  was  obtained  on  attempting  to  prepare  cyanomenthone 
by  the  action  of  potassium  cyanide  on  pulegone  in  the  cold.  The  ketone, 
dissolved  in  a  large  bulk  of  alcohol,  was  mixed  with  an  aqueous  solution 
of  potassium  cyanide,  the  amount  of  water  and  alcohol  being  so  regu- 
lated that  the  whole  was  a  homogeneous  liquid.  The  mixture  was 
allowed  to  remain  at  the  ordinary  temperature  for  about  a  week,  and 
afterwards  worked  up  by  diluting  it  with  water,  when  the  oil  which 
separated  gradually  became  semi-solid.  The  solid  matter  was  freed 
from  adherent  pulegone  either  by  spreading  it  on  porous  porcelain  or 
removing  the  pulegone  with  a  current  of  steam.  It  was  found  that  the 
same  product  was  obtained  whatever  proportions  of  potassium  cyanide 
were  used  in  the  first  instance.  A  certain  quantity  of  the  anhydramide 
already  described  was  usually  formed  at  the  same  time,  but  cyano- 
menthone  itself  was  never  detected. 

The  cyanohydrin  was  purified  by  crystallisation  from  ethyl  alcohol. 
On  analysis : 

0-1438  gave  16-7  c.c.  of  moist  nitrogen  at  17°  and  771  mm.    N  =  13-6. 
CigHjgONg  requires  N  =  13"6  per  cent. 

Cyanomenthonecyanohydrin  is  fairly  soluble  in  cold  ethyl  or  methyl 
alcohol,  acetone,  ethyl  acetate,  chloroform,  or  ether,  readily  so  in  the 
hot  solvents,  sparingly  so  in  carbon  disulphide  or  carbon  tetrachloride, 
and  is  almost  insoluble  in  light  petroleum  or  water. 

It  melts  somewhat  indefinitely  at  195 — 197°,  and  decomposes  if 
heated  to  its  melting  point  for  a  short  time  without  blackening, 
hydrogen  cyanide  being  evolved. 

0*2606  gram  dissolved  in  absolute  alcohol  and  made  up  to  25"1  c.c, 
was  examined  in  a  2-dcm.  tube  at  16°;  a  rotation  of  -  0"63°  was 
observed,  whence  [ajo  -30  3.  The  crystals  from  alcohol  are  six- 
sided  plates  or  elongated  flat  needles,  having  straight  extinction  in 
polarised  light.  The  axial  plane  is  identical  with  the  plane  of  the 
larger  faces  of  the  crystals,  but  crushed  fragments  of  the  substance, 
examined  in  convergent  polarised  light,  occasionally  show  the  bisectrix 
of  a  figure  of  moderate  axial  angle.  The  double  refraction  is  strong 
and  positive  in  sign ;  the  dispersion  is  weak. 

The  compound  loses  hydrogen  cyanide  readily  and  quantitatively  at 
its  melting  point,  and  the  residue  sets  to  a  mass  of  needles  which,  after 
recrystallisation,  melted  at  164 — 165°,  and  were  identical  with 
menthonecarboxylic  anhydramide.  At  the  ordinary  temperatuie, 
however,  the  cyanohydrin  exhibits  a  remarkable  degree  of  stability, 
and  is  not  decomposed  by  cold  alcoholic  potassium  hydroxide  even  in 
presence  of  ferrous  hydroxide,  an  agent  which  decomposes  most  cyano- 
hydrins  with  great  rapidity.  No  precipitate  is  formed  when  silver 
nitrate  is  added  to  the  alcoholic  solution,  although  cyanohydrins,  as 
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a  rule,  are  quantitatively  decomposed  by  such  treatment.  When 
warmed  with  alcoholic  alkalis  in  presence  of  ferrous  hydroxide,  the 
substance  is  decomposed  and  the  ferrous  hydroxide  dissolves,  but  the 
product  in  all  instances  is  the  anhydramide  and  not  cyanomenthoue  ; 
the  latter  compound  must  be  regarded  as  a  very  unstable  one,  being 
quickly  converted  into  the  anhydramide  by  heat  or  by  the  action 
of  warm  dilute  alkalis. 

The  cyanohydrin  is  slowly  converted  by  hydrochloric  acid  at  100° 
into  the  nitrogenous  acid  described  below,  but  when  heated  Avith 
strong  hydrobromic  acid  on  the  water-bath,  it  suffers  more  profound 
decomposition,  and  yields  little  but  ammonium  bromide  and  menthone- 
carboxylic  acid  after  prolonged  treatment. 

The  lactame  of  aminomenthanedicarhoxylic  acid, 

CHMe<  >CH-CMe2\ 

\CH2-C(C02H)<  >C0, 

\NH "^ 

is  produced  in  considerable  quantities  when  pulegone  is  heated  with 
potassium  cyanide  in  dilute  alcohol  for  several  hours,  and  was  therefore 
obtained  in  considerable  quantities  as  a  by-product  in  the  preparation 
of  menthonecarboxylic  acid  from  pulegone.  It  was  freed  from  attend- 
ant impurities  by  extracting  it  repeatedly  with  warm  benzene  and 
then  I'ecrystallising  it  from  glacial  acetic  acid  : 

0-2454  gave  05751  CO^  and  0-1860  HgO.     C  =  63-9  ;  H  =  8-4. 
0-1346     „      7-7  c.c.  moist  nitrogen  at  20°  and  757  mm.     N-6-5. 
CigHigOaN  requires  C  =  64-0  ;  H  =  8-4  ;  N  =  6-2  per  cent. 


On  titration  with  standard  alkali,  0-3034  gram  required  13-7  c.c. 
iV/10  NaOH  for  complete  neutralisation,  the  equivalent  was  therefore 
222,  whilst  the  number  calculated  for  a  monobasic  acid  of  the  above 
formula  is  225. 

This  compound  is  very  sparingly  soluble  in  water,  light  petroleum, 
benzene,  or  chloroform,  .somewhat  more  readily  so  in  alcohol,  acetone, 
or  ethyl  acetate,  but  is  freely  dissolved  only  by  glacial  acetic  acid.  It 
separates  from  a  hot  solution  in  the  Jatter  solvent  in  small  crystals 
melting  at  237 — 239°  after  some  preliminary  sintering.  Under  the 
micro-scope,  the  substance  presents  the  appearance  of  nodular  aggregates 
of  small  needles,  of  which  the  optical  characters  could  not  be  directly 
determined.  The  crystals  obtained  by  fusing  the  substance  between 
glass  slips  are  transparent,  well-formed  needles,  which  slowly  become 
opaque  owing  to  contraction  and  consequent  cracking  ;  a  part  of  the 
material  often  sublimes  when  heated,  and  the  deposit  consists  of 
brilliant,  well-formed,  but  minute  plates,  faceted  in  a  complicated 
manner. 
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The  substance  is  extremely  stable  ami  raany  attempts  were  made  to 
convert  it  into  hydroxymenthanedicarboxylic  acid  or  its  lactone,  but 
without  success.  It  was  not  appreciably  affected  by  strong  boiling 
potassium  hydroxide,  hydrochloric  acid,  or  dilute  sulphuric  acid. 
When  dissolved  in  strong  sulphuric  acid  to  which  sodium  nitrite 
or  amyl  nitrite  had  been  added,  a  slight  change  occurred  on  warming, 
but  the  greater  portion  of  the  material  was  recovered  unchanged. 
Hypobromites  or  hypochlorites  also  had  little  or  no  effect  at  the 
temperature  of  the  water-bath.  When  heated  in  a  closed  tube  with 
fuming  hydrochloric  acid,  no  change  was  noticed  at  120°,  but  after 
being  heated  to  170 — 180°  for  ten  hours,  the  liquid  separated  into 
two  layers,  the  upper  one  a  dark  brown  oil.  The  whole  was  diluted 
with  water  and  exti-acted  with  ether,  and  the  ethereal  solution  shaken 
repeatedly  with  sodium  hydroxide  solution.  On  evaporation  of  the 
ether,  a  neutral  oil  remained.  An  attempt  was  made  to  distil  this, 
but  at  280°  it  evolved  hydrogen  chloride  and  the  distillate  had  an 
odour  of  paraffin  and  peppermint,  so  that  the  original  oil  was  probably 
a  mixture  of  hydrochlorides  of  unsaturated  ketones  or  of  a  hydro- 
carbon. The  alkaline  extract  when  acidified  deposited  an  oil,  which 
slowly  solidified.  After  being  drained  on  porous  porcelain  and  crystal- 
lised from  ethyl  acetate  it  was  obtained  in  needles  melting  at  122°  and 
having  all  the  characters  of  menthonecarboxylic  acid. 


Addition  of  Hydrogen  Cyanide  to  Merithonecarhoxylic  Acid.     Forma- 
tion of  Isomeric  Cyanohydrins  [C yanomentholcarhoxylactones), 

e  CHMe<  ">CH-CMe2. 

\CH2-C(CN)<  >C0. 

\o / 

— Menthonecarboxylic  acid  (1  mol.)  dissolved  in  the  requisite  quantity  of 
dilute  sodium  carbonate  solution,  was  mixed  with  an  aqueous  solution 
of  potassium  cyanide  {\\  mols.)  in  a  flask  which  was  afterwards  closed 
with  an  india-rubber  stopper,  through  which  passed  a  dropping-funnel 
containing  dilute  sulphuric  acid  (1  mol.).  A  few  c.c.  of  the  sulphuric 
acid  were  allowed  to  run  very  slowly  into  the  flask,  which  was  then 
closed,  and  the  addition  of  the  remainder  of  the  acid  allowed  to  occur 
automatically  (compare  Trans.,  1906,  89,  964).  At  the  end  of  twenty- 
four  hours,  the  alkaline  liquid  was  rendered  slightly  acid  with  sul- 
phuric acid,  the  dark  brown  oil  which  sepai-ated  being  washed  first 
with  water,  then  with  warm  hydrochloric  acid  and  finally  extracted 
with  petroleum.  The  petroleum  solution  was  shaken  with  dilute 
sodium  carbonate  solution  to  remove  acids,  a  process  which  caused  the 
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separation  of  neeJles,  but  these  dissolved  on  the  addition  of  a  little 
benzene.  On  evaporating  the  dried  benzene-petroleum  .solution,  a 
substance  separated,  which  was  purified  by  recrystallisation  from  light 
petroleum.     On  analysis  : 

0-1952  gave  0-4969  CO.^  and  0-1952  H,0.  \C  =  69-9  ;  H  =  8-4. 
C1.2H17O2N  requires  C  =  69-6  ;  H  =  8-2  per  cent. 

a-Cyanomentholcarhoxylactone  is  readily  soluble  in  all  the  usual 
organic  media,  and  crystallises  from  light  petroleum  in  slender  needles 
melting  at  48—49°. 

The  crystals  are  opaque  needles,  of  which  the  optical  properties  are 
difficult  to  determine.  When  fused  between  glass  slips,  the  sub.stance 
sets  to  a  mass  of  needles,  through  most  of  which  a  bisectrix  of  a 
narrow  angled  axial  figure  emerges  obliquely.  The  double  refraction 
is  weak  and  positive  in  sign. 

The  compound  is  not  acted  on  by  cold  aqueous  alkali,  but  when 
boiled  with  aqueous  sodium  hydroxide  dissolves,  being  converted  into 
menthonecarboxylic  acid  and  hydrogen  cyanide.  It  is  somewhat 
stable  towards  mineral  acids,  but  when  warmed  with  fuming  hydro- 
bromic  acid  yields  ammonium  bromide  and  menthonecarboxylic 
acid. 

P-Cyanomentholcarhox7jlactone  was  obtained  from  that  portion  of  the 
original  oil  which  did  not  dissolve  in  light  petroleum.  It  was  isolated 
by  dissolving  the  residue  in  benzene,  shaking  the  resulting  solution 
with  sodium  carbonate,  and  evaporating,  the  crystals  which  separated 
being  purified  by  recrystallisation  from  a  mixture  of  benzene  and  light 
petroleum.     On  analysis  : 

0-1845  gave  0-4683  00^  and  0-1371  H2O.     G  =  69-2;  H  =  8-3. 
CjjHj^OgN  requires  0  =  69-6  ;  H  =  8-2  per  cent. 

The  substance  is  very  readily  dissolved  by  chloroform,  benzene,  or 
alcohol,  somewhat  readily  also  by  ether  or  ethyl  acetate,  but  is  very 
sparingly  soluble  in  light  petroleum.  It  separates  from  a  mixture  of 
benzene  and  light  petroleum  in  large,  transparent  crystals  melting  at 
126 — 127°.  The  prisms  are  well  formed,  and  in  convergent  polarised 
light  some  of  these  show  the  bisectrix  of  an  axial  figure  of  moderate 
angle.  The  double  refraction  is  strong  and  negative  in  sign ;  the 
dispersion  is  also  fairly  strong,  the  angle  for  blue  light  being 
greater  than  that  for  red.  The  axial  plane  is  perpendicular  to  the 
direction  of  greatest  length  in  the  crystal.  After  fusion  on  a  glass 
slide  beneath  a  cover-slip,  the  lactone  rapidly  sets  to  patches  of 
radiating  or  parallel  needles,  the  optical  properties  of  which  were 
identical  with  those  of  the  pi-isms  just  described. 
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lu  chemical  properties  the  coiupouud  closely  resembles  the  isomeric 
cyanolactone. 

The  authoi's  desire  to  express  their  thanks  to  the  Research  Fund 
Committee  of  the  Chemical  Society  for  a  grant  which  defrayed  part  of 
the  cost  of  the  investigation. 
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Goldsmiths'  College, 
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CLXXXII, — Note    on  the  Anhydride  of  Phenylsuccinic 

Acid. 

By  Fbank  Bernhard  Dehn  and  Jocelyn  Field  Thorpe. 

The  anhydride  of  phenylsuccinic  acid  has  been  described  as  melting  at 
40—50=  (Spiegel,  Annalen,  1883,  219,  32),  53—54°  (Alexander, 
Annalen,  1890,258,  75),  150°  (Bredt  and  Kallen,  A)inalen,  1896,  293, 
347), and  as  existing  in  two  forms,  one  melting  at  53 — 54°, the  other  at 
150°  (Wegscheider  and  Hecht,  Monatsh.,  1903,  24,  418).  In  spite  of 
the  fact  that  the  compound  melting  at  150°  was  analysed  and  titrated 
by  Bredt  and  Kallen,  we  are  of  the  opinion  that  it  is  an  impure  form 
of  the  acid,  and  that  phenylsuccinic  anhydride  exists  in  only  one  form, 
which  melts  at  53 — 54°. 

The  errors  concerning  the  properties  of  this  compound  have 
evidently  arisen  owing  to  its  remarkable  instability  in  the  presence  of 
moisture.  Thus  it  is  apparently  impossible  to  prepare  the  pure  anhy- 
dride by  distilling  phenylsuccinic  acid  under  diminished  pressure,  and 
although  the  distillate  boils  constantly,  yet  a  considerable  quantity  of 
unchanged  acid  is  always  carried  over  by  the  anhydride  vapour.  The 
use  of  this  method,  both  by  Bredt  and  Kallen  and  by  Wegscheider 
and  Hecht,  for  the  preparation  of  the  anhydride  accounts  for  the 
presence  of  unchanged  acid  in  the  products  with  which  they  worked. 
In  the  following  experiments  the  experimental  details  given  by  these 
investigators  have  been  closely  followed. 

Distillation  of  Phenylsuccinic  Acid  under  Diminished  Pressure. 

The  di.stillation  of  phenylsuccinic  acid  was  conducted  according  to 
the  directions  given  by  Wegscheider  and  Hecht,  about  50  grams  of 
the  acid  being  .slowly  dibtilled  under  a  pressure  of  16  mm.  The 
distillate,  which  passed  over  constantly  at  196°,  solidified  after  standing 
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some  hours  and   then  melted  at   from  53 — 115°.     A  specimen  of  this 
product  gave  the  following  figures  on  analysis  : 

0-2012  gave  0-4892  COj  and  00856  B.p.     C  =  66-31  ;  H  =  4-72. 
C^gHgOg  requires  C  =  68-l  ;  H  =  4-5  per  cent. 
CioHioO,        „       C  =  61-8  ;H  =  5-2       „ 

The  solidified  distillate  was  dissolved  in  dry  ether  and  allowed  to 
stand,  when  the  characteristic  crystals  of  phenylsuccinic  anhydride 
slowly  i-eparated.  The  product  melted  sharply  at  53 — 54°.  Another 
portion  of  the  same  distillate  was  di.«solved  in  hot  xylene,  which  had 
previously  been  purified  by  distillation  over  sodium  and  the  solution 
placed  in  a  steam-heated  oven  for  some  days,  when  the  solid  which  had 
then  separated  was  isolated  by  filtration  and  washed  with  a  little 
xylene.  It  melted  at  150 — 153°,  and  gave  the  following  result  on 
analysis  : 

0-1984  gave  0-4500  CO2  and  0-0991  HgO  ;  C  =  61-86;  H  =  5-55. 
CjqHjqO^  requires  0  =  61*8  ;  H  =  5'2  per  cent. 

The  compound  dissolved  instantly  in  cold  aqueous  sodium  carbonate 
with  effervescence.  Another  portion  of  the  distillate  was  placed 
in  a  test-tube,  which  after  being  sealed  was  placed  in  a  steam-heated 
oven  for  several  days.  Crystals  slowly  separated,  which,  after  the 
deposition  had  ceased,  were  isolated  and  found  to  melt  at  150—156°. 

The  compound  was  instantly  soluble  in  sodium  carbonate  solution 
with  effervescence. 

The  products  melting  at  150 — 153°  and  150  —  156°  were  recrystal- 
lised  from  hot,  pure  xylene,  and  in  each  case  small  needles  melting  at 
168°  separated  from  the  solutions  on  cooling  : 

0-2083  gave  0-4722  CO.,  and  0-1037  HgO;  C  =  61-82;  H  =  5-53. 
CjqHjqO^  requires  C  =  61-8;  H  =  5-2  per  cent. 

This  was  evidently,  therefore,  pure  phenylsuccinic  acid. 

Another  portion  of  the  solidified  distillate  melting  at  53 — 115°  was 
treated  according  to  the  method  employed  by  Bredt  and  Kallen.  It 
was  thoroughly  ground  with  cold  light  petroleum  (b.p.  110 — 120°), 
and  the  solid  residue,  after  being  collected  by  filtration  and  washed 
with  light  petroleum,  recrystallised  from  this  solvent.  The  crystals 
which  separated  melted  at  150 — 152°  : 

0-2078  gave  0-4713  CO2  and  0-1015  IlgO.     C  =  61-85;  H  =  5-42. 
CjoHjqO^  requires  0  =  61*8;  H  =  5-2  per  cent. 

The  compound  dissolved  in  dilute  aqueous  sodium  carbonate  solution 
with  effervescence,  and,  when  recrystallised  from  xylene,  yielded  the 
pure  acid  melting  at  168°. 
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Formation  of  Fhenyl succinic  Anhydride  from  Plienylsuccinic  Acid  on 
Treatment  with  Acetic  Anhydride  and  Subsequent  Distillation. 

Fifty  grains  of  the  acid  were  mixed  with  a  large  excess  of  freshly- 
distilled  acetic  anhydride  and  heated"  on  the  sand-bath  for  five  to 
six  hours,  when  the  acetic  acid  and  unchanged  acetic  anhydride  were 
distilled  off,  as  far  as  possible,  under  the  ordinary  pressure  and  the 
residue  distilled  under  a  pressure  of  16  mm.  The  anhydride  passed 
over  constantly  at  196 — 197°  as  a  colourless  oil,  which  instantly 
solidified  on  cooling  to  a  hard  crystalline  cake  melting  at  53 — 54°  : 

0-1976  gave  0-4923  COg  and  0-0821  B.f>.     0  =  6794;  H  =  4-62. 
CjoHgOg  requires  C  =  68*1  ;  H  =  4-5  per  cent. 

This  anhydride,  when  dissolved  in  ^a  little  dried  xylene  and  the 
solution  placed  in  a  steam-heated  oven,  deposited  no  solid  even  after 
three  months.  A  portion  sealed  in  a  diied  tube  and  also  heated 
at  100°  for  the  same  period  of  time  deposited  no  crystals,  and  another 
portion  when  sealed  remained  unchanged  after  standing  three  months 
at  the  ordinary  temperature.  Some  of  the  anhydride  was  recrystal- 
lised  from  dry  ether,  and  the  large  monoclinic  crystals  obtained  in 
this  way  sealed  in  a  tube  which  had  been  evacuated  by  the  aid  of  the 
mercury  pump.  After  three  months,  the  surfaces  of  the  crystals 
remained  bright,  and  the  melting  point  was  found  to  be  the  same 
as  before  sealing.  The  anhydride  also  remained  unaltered  when  kept 
either  in  an  evacuated  desiccator  or  in  a  sealed  tube  filled  with  dry 
air,  but  on  exposure  to  the  air  of  the  laboratory  it  gradually  passed 
into  the  acid,  a  change  which  was  almost  complete  after  three  weeks 
(compare  Hann  and  Lapworth,  Trans.,  1904,  85,  1367). 

University  of  Manchester. 


CLXXXIIL — Studies  in  Optical  Sui^erposition.   Part  11. 
By  Thomas  Stewart  Patterson  and  John  Kaye. 

In  the  first  part  of  this  investigation  (Patterson  and  Taylor,  Trans., 
1905,  87,  33,  122),  di-Z-menthyl  cZ-tartrate  and  its  diacetyl  derivative 
were  described  and  data  were  given  for  their  rotations,  as  well  as  for 
that  of  menthol,  both  in  the  homogeneous  state  and  in  solution.  The 
present  communication  deals  with  the  corresponding  Z-menthyl  deriv- 
atives of  ^tartaric  acid. 
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In  the  first  part,  however,  the  chief  problem  for  the  elucidation 
of  which  the  investigation  was  undertaken  was  not  discussed,  because 
the  data  secured  were  insufficient  to  supply  a  definite  answer.  The 
data  which  we  now  publish,  whilst  having,  as  in  the  former  case,  an 
interest  of  their  own,  are  still  insufficient  to  decide  the  main  question 
at  issue,  but  in  consequence  of  the  appearance  of  a  paper  by  Rosanoff  * 
{J.  Amer.  Chem.  Soc,  1906,  28,  525)  we  will  state  briefly  here  the 
ideas  which  we  wish  ultimately  to  test. 

The  rotation  of  a  compound  built  up  of  two  active  radicles,  for 
example,  cZ-amyl  ^-lactate,  may  be  regarded  as  the  sum  of  two  rotations, 
say  a°  aLd  fi°,  one  contributed  by  each  radicle,  van't  Hoff  is 
responsible  for  the  assumption,  very  reasonable  at  the  time  it  was 
made,  that  the  rotation  of  /-amyl  Z-lactate  may  be  represented  as  equal 
to  —  a°  +  /8°,  a  quantity  obtained  by  merely  reversing  the  sign  of 
rotation  of  the  amyl  radicle.  This  assumption  is  known  as  the 
principle  of  optical  superposition,  and  a  considerable  amount  of  experi^ 
mental  work  has  been  undertaken  by  Guye  and  by  Walden  with  the 
object  of  proving  it. 

A  consideration  of  this  work  convinced  us,  firstly,  that  the  experi- 
ments of  Guye  and  Walden  have  in  reality  no  bearing  on  the  matter 
in  hand,  and,  secondly,  that  the  validity  of  van't  Hoff's  assumption 
is  distinctly  open  to  doubt. 

According  to  a  reference  in  Meyer  and  Jacobson's  Lehrhuch  (vol.  i, 
2nd  edition,  p.  104),  Urban  {Ai-ch.  Pharm.,  1904,  242,  51)  has  arrived 
at  a  similar  conclusion,  but  unfortunately  we  have  not  been  able 
to  consult  the  original  memoir.  Lowry  in  a  recent  paper  (Trans.,  1906, 
80,  1039)  also  calls  attention  to  a  case  in  which  van't  Hoff's  assump- 
tion is  contradicted. 

We  may  examine  briefly  an  example  of  Walden's  results.  He 
prepared,  for  instance,  three  amyl  lactates,  and  determined  their 
rotations  with  the  following  results  : 

[a]o.  [M]„. 

I.     i-AmyH-lactate -6-38°  -10-21° 

II.     Z-Amyl  r-lactate +2-64  +4-22 

III.     Z-Amyl  Mactate -3-93  -6-29 

Since  the  sum  of  the  molecular  rotations  of  I  and  II  (-5-99°)  is 
nearly  the  same  as  the  rotation  of  III  (  -  6 '29°),  and  from  a  number  of 
other  similar  series  of  figures,  Walden  concludes  that  "  die  lande- 
siibliche  Auffassung  von  der  algebraischen  Superposition  der  optischen 
Eigenschaften  verschiedener  asymmetrischen  Kohlenstoffatome  in  einer 
Molekul  findet  ihre  Bestatigung  "  {Zeit.  fhysikal.  Chem.,  1895,  17,  724). 
That  is,  the  experiment  quoted  above  is  taken  as  proving  that  the 
rotation  of  the  active  lactyl  radicle  in  I   is  the   same  as  in   III,  the 

*  The  paper  has  recently  been  republished  in  Zcit.  physikal.  Chem.  1906,  56,  565. 

6  H  2 


1886  PATTERSON    AND   KAYE  : 

rotation  of  the  active  amyl  radicle  in  II  is  the  same  as  in  III,  and  that 
therefore  the  rotation  due  to  the  lactyl  radicle  is  the  same  whether  it 
be  combined  with  a  laivo-  or  a  dextro-auiyl  radicle. 

It  may  be  said  at  once  that  the  mistake  made  here  lies  in  regarding 
I'-amyl  and  t'-lactyl  as  simple  radicles.  The  substances  I  and  II  above 
are  not  homogeneous  compounds.*  When  Z-lactic  acid  acts  on 
i-amyl  alcohol,  two  substances  are  formed — we  may  assume  for  the 
moment  that  they  are  formed  in  equal  proportions — so  that  if  small 
letters  represent  amyl  radicles  and  capital  letters  represent  lactyl 
radicles,  we  have 


I      =       \\_^^     and     II      =       {^_f. 


Therefore,  in  supposing  the  rotation  of  I  to  be  that  of  i-amyl 
Mactate,  Walden  makes  the  tacit  assumption  that  Z-amyl  and  c?-amyl 
have  the  same  effect  on  the  rotation  of  Mactyl,  the  very  point  which 
was  under  investigation. 

Further,  of  the  four  compounds  composing  I  and  II,  d  -  L  forming 
half  of  I  and  I-  D  forming  half  of  II  are  enantiomorphs,  so  that 
their  rotations  would  be  equal  and  opposite,  say,  ^  and  -  y3°,  whilst  the 
other  half  of  I  is  the  same  as  the  other  half  of  II.  If,  then,  the  pure 
compound  I  -  L  has  a  rotation  equal  to  a°  for  a  given  length  of  tube, 
it  is  obvious  that  the  rotation  of  I  for  the  same  lenfjth  of  tube 
will  be  equal  to  ia°  + 1/3°,  whilst  that  of  II  will  be  equal  to  |a°  -  |/8°, 
their  sum  being,  of  course,  a°,  the  rotation  of  the  pure  compound 
l-L. 

What  Walden  has  done  in  these  cases,  therefore,  is  merely  to 
measure  the  rotation  of  l-L  in  two  different  ways,  and  it  is  not 
surprising  that  the  results  agree  fairly  closely.  The  experiments  have 
been  carried  out  in  such  a  manner  as  to  eliminate  in  each  case 
the  influence  they  were  intended  to  discover. 

There  is,  indeed,  so  far  as  we  are  aware,  only  one  recorded  instance  in 
which  this  question  can  be  directly  tested,  and,  curiously  enough,  the  data 
are  supplied  by  Walden  himself,  who,  however,  makes  no  leference  to 
their  bearing  on  this  particular  subject.  In  a  paper,  "  Ueber  die 
optische  Drehung  stereoisomerer  Verbindungen  "  {^Zeit.  pkysikal.  Chem., 
1896,  20,  377),  he  gives  values  for  the  rotations  of  the  di-^-amyl  esters 
of  racemic  and  i-tartaric  acid,  comparing  them  with  the  values  for 
the  rotations  of  the  di-^-amyl  esters  of  maleic  and  fumaric  acid. 

Now  the  ^-amyl  ester  of  racemic  acid  will,  of  course,  consist  of  two 
non-enantiomorphic  .substances,   and  if  we    assume    definite  rotation 

*  This  was  clearly  seen  by  Fraukland  and  Price  in  the  analogous  case  of  the 
amyl  glycerates  (Trans.,  1897,  71,  267).  These  authors,  however,  were  not  thereby 
led  to  doubt  the  validity  of  van't  Hoff 's  assumption.  On  the  contrary,  they  accept 
it  as  the  basis  of  some  of  their  arguments. 
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values  for  the  diiferent  active  carbon  atoms  in  these  compounds 
accox'ding  to  the  idea  of  van't  HofT,  Guye,  and  Walden,  we  shall  have, 
if  R 


El  =  Cj,Hii-0-CO- 

Di-Z-aniyl 

raccniic  ester. 

Di-?-am 

yl  i-tartaric  ester, 

9 

I.     [dexlro-9.G\<^>. 

II.     (/ww-acid). 

III. 

(a°)             R 
1 

(a°)            R 

(O 

R 
1 

OT      H-C-OH 

1 

(-/3°)   HO-C-H 

m 

H-C-OH 

1 

(/?=)    HO-C-H 

{-^)       K-C-OH 

(-/3^) 

H-C-OH 

1 

(a°)             R 

(a°)             R 

(a°) 

R 

(2o°  +  2r). 

(2a°-2r). 

(2«1. 

Obviously  the  rotation  of  the  racemic  ester,  since  it  is  supposed  to 
consist  of  equal  parts  of  I  and  II,  should  be 

2a°  +  2)8^         2a°  -  2j8° 
=  2  +  2  ==    ^"  ' 

that  is,  should  be  the  same  as  the  I'otation  of  the  i-tartaric  ester. 

Walden's  figures  are  : 

[M]f. 

Di-Z-amyl  i-tartrate  +13-83'' 

Di-Z-amy  1  rfZ-tartrate   +    977 

Between  these  numbers  there  is  a  difference  of  4*06°,  almost  half 
the  rotation  of  the  racemic  ester,  and  much  greater  than  the  difference 
(0'3°)  in  the  case  of  the  amyl  lactic  esters  already  mentioned. 

These  data  of  Guye  and  Walden  are  not,  however,  experimentally 
sound.  In  all  cases,  as  has  been  pointed  out,  the  active  compounds 
the  rotations  of  which  have  been  determined  were  mixtures,  and 
herein  lies  a  possible  source  of  error.  To  take  the  last  example 
quoted.  When  pure  Z-amyl  alcohol  acts  on  racemic  acid,  it  is  probable 
that  the  d-  and  ^-acids  do  not  esterify  at  the  same  rate,  and  since  in 
the  preparation  of  an  ester  the  esterification  is  seldom  or  never 
complete,  it  is  by  no  means  unlikely  that  after  distillation  the 
resultant  ester  does  not  contain  equal  proportions  of  the  d-  and 
Z-acid  radicles.  Further,  the  amyl  alcohol  used  by  Walden  was  itself 
also  a  mixture,  which  renders  the  experiment  still  more  complicated 
and  unreliable.  The  esterification  of  the  t'-acid  would,  of  course,  only 
be  affected  by  the  latter  cause. 

These  considerations  apply,  however,  to  all  the  experiments  with 
Z-amyl  alcohol  and  c^^acids,  and  therefore  it  might  be  expected  that 
the  experimental  error  in  each  series  would  be  much  the  same. 
This  is  the  case  in  all  except  the  experiments  with  i-tartaric  and 
racemic  acid.  The  difference  in  the  rotations  of  the  estex's  of  these 
acids  can  hardly  be  ascribed  entirely  to  experimental  error,  and  that 
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this  difference  has  been  found  goes,  we  think,  some  way  towards 
dispioving  van't  Hoff's  assumption. 

In  Rosanoff's  paper,  already  referred  to,  the  line  of  argument  is 
exactly  similar  to  ours,*  and  he  arrives  at  the  same  conclusion, 
namely,  that  the  "principle"  of  optical  superposition  is,  at  least,  very 
doubtful. 

He  also  suggests  that  in  the  experiments  of  Walden  and  of  Guye 
solvent  influence  may  exercise  a  disturbing  effect.  That  this  may  be 
so  is  possible,  but  we  are  inclined  to  think  that  any  s  dvent  action 
which  may  come  into  play  is  likely  to  be  of  much  less  consequence 
than  the  possibility  of  selective  esterification,  mentioned  above,  which 
Rosanoff  has  overlooked. 

One  other  point  we  may  refer  to.  Rosanoff,  in  his  paper  (p.  529), 
in  discussing  a  case  of  supposed  optical  superposition,  says,  "  On  the 
other  hand,  cases  like  Landolt's,  if  general  instead  of  exceptional, 
would  lead,  not  to  the  principle  of  optical  superposition,  but  to  the 
theorem  that  the  rotatory  power  of  an  active  radicle  is  independent  of 
the  chemical  composition  of  the  rest  of  the  molecule,"  and  to  this 
passage  he  adds  a  footnote  in  the  words :  "  Patterson  and  Taylor  (Trans., 
1905,  87,  33)  seem  to  think  that  this  is  really  what  is  meant  by 
optical  superposition." 

It  is  difficult  to  understand  how  Rosanoff  could  have  fallen  into  this 
error,  since  in  the  second  paragraph  of  the  paper  to  which  he  refers 
there  occurs  the  passage,  "  When  in  a  simple  active  molecule,  such  as 
that  of  lactic  acid,  the  replaceable  hydrogen  atoms  are  substituted  by 
radicles  like  methyl  and  ethyl  or  acetyl  and  benzoyl,  the  change  in 
rotation  which  occurs  with  each  substitution  is  probably  due,  not 
merely  to  the  addition  of  a  new  group,  but  also  to  a  modification,  a 
slight  molecular  rearrangement  of  the  active  radicle  itself.  That  is, 
the  lactyl  radicle,  supposing  it  could  be  detached  from  a  molecule  of 
methyl  lactate  without  suffering  any  other  change,  would  show,  when 
examined  polarimetrically,  a  rotation  differing  from  that  of  a  lactyl 
radicle  separated,  in  the  same  manner,  from  a  molecule  of  some  other 
lactate."  The  idea  suggested  here  is  surely  the  antithesis  of  the 
conception  that  the  rotatory  power  of  an  active  radicle  is  independent 
of  the  chemical  composition  of  the  rest  of  the  molecule  ! 

Rosanoff's  paper  contains  no  new  experimental  work,  but  some  is 
promised,  and,  therefore,  to  prevent  any  possible  overlapping  we  may 
state  that  the  next  part  of  this  investigation  will  deal  with  the 
menthyl    esters   of  z-tartaric  acid,  and  we  hope  then  to   obtain   data 

*  The  foregoing,  except  for  the  references  to  more  recent  work,  was  written,  in  4 
more  extended  form,  more  than  three  years  ago,  and  was  intended  to  serve  as  an 
introduction  to  Part  I  of  this  investigation.  For  the  reason  given  on  p.  1885, 
hoTvever,  it  was  omitted  from  th^t  paper. 
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which  shall  supply  a  satisfactory  solution  to  the  problem  of  optical 
superposition. 

Experimental. 

The  sodium  ammonium  ^tartrate  used    in   this  investigation  was 

pi'epared  by  us  from  racemic  acid. 

That  the  salt  was  pure  is  shown  by  the  following  Bgures  : 

2"5  grams  made  up  to  50  c.c.  with  water  gave  in  a  2-dcm.  tube  the 

rotations : 


t.  Od. 

le-S"  -4-650" 


t.  Ou. 

20-r  -4-670° 


from  which  a"^'  -  4-669. 

A  recrystallised  specimen  of  sodium  ammonium  cMartrate,  prepared 
from  the  dextro-acid,  gave  at  the  same  concentration  the  figures  : 


t. 

a-D. 

t. 

Od. 

13-9° 

+  4-62° 

17-2° 

+  4-640 

16-9 

4-634 

22-5 

4-669 

from  which  af,"    +  4-655. 

Di-l-nienthyl-Vtartrate. — For  the  preparation  of  this  substance  it  is 
not  necessary  to  isolate  ^-tartaric  acid  from  the  sodium  ammonium  salt. 
The  process  used  was  as  follows  :  some  sodium  ammonium  tartrate  was 
thoroughly  dehydrated  by  heating  in  the  steam  bath  for  three  to  four 
hours.  Fifty  grams  of  the  salt  were  placed  in  a  round-bottomed  flask 
with  158  grams  of  menthol,  and  dry  hydrogen  chloride  was  passed  into 
the  mixture,  first  in  the  cold  and  then  at  110 — 130°  for  about  twelve 
hours.  The  liquid  mixture  in  the  flask  was  then  separated  from  the 
chlorides  of  sodium  and  ammonium  formed,  by  pouring  off  while  hot 
into  a  distilling  flask.  Most  of  the  menthol  was  then  distilled  off  under 
diminished  pressure  and  steam  blown  through  the  viscid  residue  to 
remove  the  last  traces.  The  ester  in  the  flask  was  extracted  with  ether 
in  which  it  did  not  seem  very  soluble,  heating  being  necessary.  A 
viscid  brown  solution  was  thus  obtained,  and  on  adding  a  small 
quantity  of  sodium  carbonate  solution  (a  few  drops)  a  copious  white 
precipitate  separated.  This,  which  proved  to  be  sodium  ^menthyl- 
Z-tartrate,  was  filtered  off  and  examined  later.  The  ethereal  extract 
was  washed  with  sodium  carbonate  solution,  then  with  water,  and  dried 
over  anhydrous  sodium  sulphate.  After  removing  the  ether  an  attempt 
was  made  to  distil  the  menthyl  tartrate,  but  without  success,  as 
decomposition  occurred.  Attempts  were  also  made  to  crystallise  the 
ester  after  it  had  been  purified  by  boiling,  in  ethyl  alcoholic  solution, 
with  animal  charcoal  and  then  precipitating  with  water,  but  these 
were  for  a  long  time  unsuccessful.  Finally,  we  found  that  if  the  ester 
was  dissolved   in  pyridine  and   water   added,   a   crystalline  substance 
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separated  out.  This  compound,  which  contains  pyridine,  was  re- 
crystallised  twice  from  light  petroleum,  when  it  melted  at  69 — 70°,* 
We  then  found  that  if  the  menthyl  tartrate  was  dissolved  in  light 
petroleum  and  a  crystal  of  the  above  substance  added,  menthyl  tartrate 
crystallised  in  fine  needles  melting  at  42°.  It  was  recrystallised  from 
light  petroleum,  when  it  melted  at  the  same  temperature  as  before,  and 
on  analysis 

0  1900  gave  0-4719  COg  and  0-1711  HoO.     C  =  67-73;  H  =  10-00. 
CojH^jO^  requires  H  =  986  ;  C  =  67-61  per  cent. 

We  made  two  attempts  to  determine  the  rotation  of  this  ester, 
one  with  a  specimen  prepared  before  we  had  obtained  any  in  the 
crystalline  condition,  and  therefore  purified  by  precipitation  with 
water  from  ethyl  alcoholic  solution,  and  another  with  the  crystallised 
substance.  Since  in  both  cases  we  observed  the  same  behaviour  we 
need  quote  only  from  the  latter.  The  substance  was  melted  and 
poured  into  a  30  mm.  tube.  It  did  not  crystallise  on  cooling,  so  the 
first  rotation  was  taken  at  t :  16-3°,  when  uq  -  23-86°.  On  raising  the 
temperature  the  rotation  increased,  and  at  134-9°  had  the  value 
ttD  -  24-12°.  On  the  following  morning,  however,  the  rotation  had 
not  returned  to  the  original  value,  but  at  18-4°,  au  -  24-31°,  and  a 
day  or  two  later  at  130°,  ap  —24-51°.  On  cooling  again  to  9-5°, 
ttD  had  become  -2469°,  and  when  heated  to  98-2°,  a^  -24-83°. 
The  last  observation  made  at  93°  gaveap  -  24-77°,  and  at  99*3°  a^  had 
the  value  -  24-84°.  These  observations  extended  over  about  a  fortnight ; 
they  show  no  constancy,  but  to  what  this  is  due  we  cannot  explain. 

The  density  of  the  menthyl  tartrate  was  also  determined  twice. 
The  results  agreed  closely,  as  is  shown  by  the  following  figures:  Series  I 
was  carried  out  with  an  oil  purified  by  precipitation,  Series  II  with  the 
crystallised  substance. 


Series  I. 

Series  II. 

Series  I. 

Series  II. 

t. 

t. 

Density. 

t 

t. 

Density. 

— 

71-5° 

1-0028 

— 

136° 

0-9536 

— - 

79 

0-9968 

ia7° 

— 

0-9541 

94° 

— 

0-9866 

— 

154 

0-9396 

— 

112 

0-9725 

Obviously,  specific  and  molecular  rotations  deduced  from  the  above 
values  are  of  little  importance,  but  the  following  numbers  for  the 
extremes  at  low  and  at  high  temperatures  may  be  given  : — 


{ 


e.               a|;(30mm.).              Density.                    [a]^.  [M]',;. 

16-3°               -23-86°                   1-0450                 -76-11°  -324  2° 

9-3                    24-77                    1-0505                    78-60  334-8 

134-9                     24-12                     0-9547                     84-22  358-8 

99-3                    24-84                    0-9816                    84-36  359-4 

*  This  substance  will  be  more  fully  investigated  later. 


STUDIES   IN   OPTICAL  SUPERPOSITION.      PART   II.  1891 

Sodium  \-Menthyl  \-7'artrate. — As  already  mentioned  (p.  1889),  a  sub- 
stance was  precipitated  in  rather  a  curious  manner  from  the  ethereal 
extract  of  crude  menthyl  tax-trate  on  the  addition  of  a  drop  or  two  of 
sodium  carbonate  solution.  This  compound  was  not  very  soluble  in 
hot  water.  On  cooling,  the  solution  became  turbid,  and,  on  standing, 
clusters  of  needle-shaped  crystals  separated  and  the  solution  became 
quite  clear.  The  substance  was  recrystallised  from  water.  It  did  not 
melt  when  heated  to  200°.     On  igniting  with  sulphuric  acid  : 

10091  gave  0-208  NagSO^.  Na  =  6-68. 
0-7013  „  0-147  Na.3S04.  Na  =  6-79. 
0-3480,  dried  at  100°,"'lost  0-0191  H2O.     H20  =  5-48. 

Cj4H230gNa,H.20  requires  Na  =  7-01  ;  H20  =  5-48  per  cent. 

The  rotation  of  the  compound  was  determined  in  aqueous  solution 
with  the  following  result : 


p- 

t°. 

0';  (170  mm.). 

Density. 

[<■ 

[M?; 

0-3623 

48-6° 

-0-466° 

0-9896 

-76-46° 

-  250-8' 

Menthyl  diacetyl-\-tartrate  was  prepared  by  boiling  menthyl  tartrate 
with  excess  of  acetyl  chloride  for  several  hours.  The  residue,  after  the 
acetyl  chloride  had  been  distilled  off,  was  washed  with  water  and 
sodium  carbonate  solution,  when  it  became  solid.  The  compound, 
when  dry,  was  dissolved  in  hot  methyl  alcohol  and  boiled  under  a 
reflux  condenser  with  animal  charcoal,  the  solution  filtered  and  allowed 
to  cool.  The  crystals  which  separated  were  recrystallised  from  aqueous 
methyl  alcohol,  when  they  melted  at  102-5°.     On  analysis  : 

0-1947  gave  0-4705  CO.,  and  0-1558  H.,0.     C  =  65-90  ;  H  =  8-89. 
0-2136     „     0-5164  CO.^"    „    0-1711  R,0.     0  =  65-93 ;  H  =  8-90. 
C.^gH^eOg  requires  C  =  65  88  ;  H  =  9-02  per  cent. 

The  molecular  weight  of  the  compound  was  determined  cryoscopically 

in    benzene   solution    (K  =  50),    the   following   data   being   obtained: 

Theoretical  M.  W.  =  510. 

Grams  01 
substance  per 


Weight  of 
substance. 

Weight  of 
solvent. 

100  grams 
solvent. 

of 

A. 

M.W. 

0-1903  gram 
0-2863     ,, 
0-4466     „ 
1-0580     ,, 

16-65  grams 
16-65      ,, 
16-65      ,, 
17-15      „ 

1-14 
1-72 
2-68 
6-17 

0-11° 
0-17 

0-28 
0-67 

519-5 

505-7 
478-9 
460-4 

In  this  case,  therefore,  as  was  also  found  for  the  corresponding 
derivative  of  c?-tartaric  acid  (Patterson  and  Taylor,  Trans.,  1905, 
87,  40),  the  molecular  weight  diminishes  with  increasing  con- 
centration, but  the  substance  seems  to  be  unimolecular  in  very  dilute 
solution. 
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The  rotation  of  the  substance  in  the  homogeneous  condition  was 
then  determined  with  the  following  result.  The  ester  remained  super- 
cooled for  a  long  time,  and  therefore  the  observations  could  be  extended 
over  a  wide  range  of  temperature.  The  numbers  are  recorded  in  the 
order  in  which  they  were  obtained. 

Rotation  of  Di-\-menthyl  Diacetyl-l-tartrate. 


t\ 

<  (30  mm.). 

Density. 

[-]';- 

[M]^. 

122-5° 

-22-135° 

0-9697 

-76-10° 

-388-1 

129-0 

22-080 

0-9645 

76-31 

389-2 

146-5 

22-020 

0-9505 

77-23 

393-9 

104-5 

22-195 

0-9842 

75-18 

383-4 

15-0 

22-237 

1-0558 

70-21 

358-1 

49-3 

22-204 

1-0283 

71-98 

367-2 

103-0 

22-166 

0-9853 

75-00 

382-5 

150-0 

22-042 

0-9477 

77-54 

395-4 

16-0 

22-242 

1-0550 

70-28 

358-4 

Densities  determined 


t" 
d. 


98° 
0-9894 


122° 
0-9701 


142° 
0-9541 


There  is  no  sign  here  th^t  any  permanent  alteration  of  rotation  had 
occurred. 

The  rotations  of  Z-menthyl  ^-tartrate,  and  ^menthyl  diacetyl  Z-tartrate 
were  then  determined  in  ethyl  alcohol,  benzene,  and  nitrobenzene  with 


the  following  results 


\-Menthyl  \-Tartrate. 


Sol 

vent :  Ethyl 

Alcohol. 

V' 

t°. 

Density. 

a^'  (170  mm.). 

[<■ 

[M]'J. 

I. 

2-41729 

14-25" 

0-8009 

-2-490° 

-75-64° 

-321-7° 

27-6 

0-7893 

2-491 

76-77 

327-0 

38-9 

0-7779 

2-493 

77-90 

331-8 

20-0  * 

— 

— 

76-06  * 

324-0 

II. 

7-05393 

18-0° 

0-8055 

-7-29° 

-75-48° 

-321-5° 

24-6 

0-8000 

7-30 

76-10 

324-2 

48-0 

0-7800 

7-30 

78-05 

332-5 

20-0  * 

— 

— 

75-60  • 

322-2 

Densities  determined. 


t". 

d. 

e. 

d. 

19-55° 

0-79615                    II. 

18-25° 

0-80516 

23-2 

0-79305 

22-95 

0-80136 

29-8 

0-78741 

*  Interpolated. 

38-6 

0-78766 
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\-Menthyl  \-Tartrate  (continued). 
Solvent :  Benzene. 


I. 


2-73118 


II.     5-394-17 


18-3° 
31-0 
38-0 
20-0  * 

15-1° 
24-5 
35-9 
20-0* 


Density. 

0-8825 
0-8690 
0-8615 


0-8890 
0-8790 
0-8670 


< 


at.  (170  mm. 


-3-001° 
3-000 
3-000 


■6-083° 
6-071 
6-065 


{<■ 
-73-22° 
74-35 
75-00 
73-33  * 

-74-57° 
75-30 
76-34 
74-94  * 


-311-9° 
316-5 
319-5 
312-4 

-317-7° 
320-8 
325-2 
319-2 


Densities  determined : 

V\  d. 

I.         18-5°  0-88196 

21-5  0-87910 

27-0  0-87342 


II. 


17-75° 
21-60 


d. 

0-88f.91 
0-88202 
0-87303 


Solvent :  Nitrobenzene. 


P- 
I.     1-98411 


II.     5-34773 


13-8° 

20-2 

41-0 

51-5 

13-6 

20-0  * 

13-5° 
25-3 
31-3 
42-0 

20-0  * 


Densit}'. 

1-2047 
1-1983 
1-1775 
1-1667 
1-2049 


1-1975 
1-1857 
1-1797 
1-1692 


a'^  (170  mm.). 

-3-610° 
3-600 
3  •5-28 
3-483 
3-619 


-9-727° 
9-610 
9-529 
9-482 


[<■ 


•88 
89 

88 
88 
89 
89 

■89 
89 
88 
89 
89 


84° 

06 

87 

43 

08 

02  * 

37° 
15 
86 
19 
32  * 


■378-5° 
379-4 
378-5 
376-7 
379-5 
379-2  * 

■380-7° 
379-7 
378-5 
379-9 
380-5  * 


Densities  determined : 

f.  d. 

I.         17-85°  1-20082 

20-80  1-19783 

29-30  1-18933 


II. 


t°. 

17-50° 

29-75 

43-50 


d. 

1-19337 
1-18149 
1-1679 


VMenthyl  Diaceti/l-\-tartrate. 
Solvent :  £thyl  Alcohol. 


p- 

t". 

Density. 

a^  (170  mm.). 

m:- 

[M];;. 

I. 

3-9479 

20-2° 

0-7985 

-3-871° 

-72-21° 

-368-3 

32-6 

0-7879 

3-874 

73-18 

373-3 

42-0 

0-7795 

3-874 

73-97 

377-2 

20-0* 

— 

— 

72-20  * 

368-2 

II. 

5-80053 

16-7° 

0-8053 

-5-675° 

-71-52° 

-364-7 

26-8 

0-7953 

5-675 

72-29 

368-7 

38-0 

0-7854 

5-680 

73-34 

374-0 

20-0  * 

— 

— 

71-77* 

366-0 

*  Interpolated. 
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X-Menthyl  Diacetyl-X-tartrate  (continued). 
Densities  determined : 


I. 


21-0° 

25-5 

39-4 


d. 
0-79799 
0-79407 
0-78200 


II. 


t". 

d. 

19-1° 

0-80333 

24  0 

0-79895 

37-2 

0-78784 

Solvent :  Benzene. 


p- 

t\ 

Density. 

o5;(170mm.). 

i<- 

[M]'; 

I. 

2-06209 

21-0° 

0-8795 

-1-885° 

-60-97° 

-310-9° 

31-5 

0-8685 

1-895 

62-08 

316-6 

15-0 

0-8860 

1-895 

60-85 

310-3 

20-0  ' 

— 

— 

61-17  * 

312-0  * 

11. 

5-21901 

15-3° 

0-8905 

-4-822° 

-61-01° 

-311-1° 

27-5 

0-8775 

4-827 

62-01 

316-2 

20  0* 

— 

— 

61-37  * 

313-0  * 

Densities  determined : 


t". 

d. 

17-75° 

0-88319 

21-25 

0-87941 

30-50 

0-86930 

Solvent :  Nitrobenzene. 


I.     2-59034 


XL     5-35741 


t\ 

16-8° 
28-8 
58-1 
20-0  '^ 

15-3° 
29-8 
44-0 
20-0* 


Density. 

1-2016 
1-1898 
1-1610 


1-1985 
1-1842 
1-1704 


Densities  determined 


II. 


t°. 
17-85° 
20-87 
30-10 


0^(170  mm.). 

-3-710° 
3-698 
3-666 

-7-570° 
7-568 
7-546 


I. 


16-66° 

22-80 

.32-80 


d. 

t\ 

1-20187                     II. 

17-75 

1-19579 

21-42 

1-18594 

30-65 

48-4 

*  Interpolated. 

d. 

0-88769 
0-88450 
0-87483 


{<■ 

70-09° 
70-56 
71-68 
70-06  * 

■69-36° 
70-18 
70-80 
69-54  * 


-357-5° 
359-8 
365-5 
357-3 

-353-7 

357-9 
361-0 
354-7 


d. 
1  -19594 
1-19231 
1-1833 
1-1661 


i 


i 


The  table  below  is  a  synopsis  of  these  data.  In  it  are  given  the 
rotation  values  (by  interpolation)  of  the  various  active  compounds 
examined  in  5  per  cent,  solutions  in  ethyl  alcohol,  benzene,  and  nitro- 
benzene. We  think  it  better  to  give  these  values  rather  than  numbers 
for  infinitely  dilute  solution,  since,  perhaps,  for  purposes  of  comparison 


STUDIES    IN   OPTICAL   SUPERPOSITION.      PART    II.  1895 

it  is  preferable  to  deal  with  concentrations  which  can  be  practically 
realised, 

/-Menthyl  '7-tartrate.  Z-Mcnthyl  Z-tartrate. 
Condition.  [MJ'f.  [M];".  A. 

Homogeneous  -284-0°  -3250°(?)  41-0' 

In  ethyl  alcohol  (5  percent.)...  .305-1                            323  0  17-9 

,,  benzene                    ,,          ...  293-6                            318-4  24-8 

,,  nitrobenzene            ,,          ...  246-0                            380-4  134-4 

Z-Menthyl  diacetyl-  Z-Menthyl  diacetyl- 
(i-taitrate.  ^tiirtiate. 

Homogeneous  -256  4°  -359-6°  103-2° 

In  ethyl  alcoliol  (5  percent.)...  268-2  367-0  98-8 

,,   benzene  ,,  ...  285  0  312  9  27-9 

,,  nitrobenzene  ,,  ...  238-0  3551  117-1 

The  chief  point  of  interest  which  we  find  in  these  data  is  that  the 
differences  between  the  rotations  of  the  corresponding  d-  and  ^-com- 
pounds, under  these  different  conditions  or  in  solution,  are  not 
constant.  Thus,  for  example,  solution  in  benzene  increases  the 
negative  rotation  of  ^-menthyl  diacetyl-rZ-tartrate  by  28-6°,  whilst  it 
diminishes  that  of  Z-menthyl  diacetyl-/-tartrate  by  46-7°,  so  that 
whereas  the  difference  in  the  rotations  of  the  homogeneous  compounds 
as  given  in  the  A-column  is  103*2°,  in  benzene  solution  it  is  only  27  9°. 
In  ethyl  alcohol  .solution  the  rotations  of  both  acetyl  tartrates  are 
increased,  but  that  of  the  dextro-  to  a  greater  extent  than  that  of  the 
laevo-compound.  In  nitrobenzene  the  opposite  is  the  case  :  both 
rotations  are  diminished,  that  of  the  dextro-compound  to  the  greater 
extent.  The  behaviour  in  each  of  these  three  cases  is  different,  and 
the  fourth  possibility  is  found  in  the  behaviour  of  ^-menthyl  d-  and 
Z-tai'trates  in  nitrobenzene,  the  rotation  of  the  former  being  diminished 
by  38°  and  thut  of  the  latter  increased  by  about  55°. 

It  is  not  difficult  to  understand  this  if  we  assume  that  the  solvent 
exerts  its  influence  separately  on  each  of  the  three  active  groups  of  which 
the  molecule  is  composed,  and  that  our  measurements  represent  the 
sum  of  these  effects.  Thus  the  influence  of  a  solvent  on  the  menthyl 
part  of  ^-menthyl  diacetyl-c/-tartrate  will  probably  be  the  same,  or 
much  the  same,  as  its  action  on  the  menthyl  radicle  of  ^-menthyl 
diacetyl-Z-tartrate,  whilst  its  influences  on  the  tartaryl  parts  of  the 
molecules  will  probably  be  equal,  or  almost  equal,  but  in  opposite 
senses.  If,  then,  the  solvent  influence  is  represented  by  a  -f-  ^  in  one 
case,  it  will  be  represented  by  a  -  ^  (or  nearly)  in  the  other,  and  it  will 
depend  on  the  relative  magnitudes  of  a  and  /3  for  different  solvents 
which  of  the  four  possible  cases  exemplified  above  shall  occur. 

It  is  also  possible  to  trace  other  approximately  additive  phenomena 
somewhat  similar  to  those  discussed  in  Part  I.  (pp.  38,  39)  when  we 
consider  the  change  of  rotation  of  these  compounds  with  variation  of 
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temperature.     The   numbers  for   menthyl   diacetyl   d-   and   ^-tartrates 
at  100°  and  0°  are  the  following  : 

Z-Menthyl  Z-Menthyl 

diacetyl-rf-tartrate.  diacetyl-Z- tartrate. 

«°.  [M]^°.  A.  "[M]';  A. 

100°  -227-6°  0Q.9.  -381-8°  ^-.^o 

0  266-8  ''^^  354-0  ""^'  ° 

The  rotation  of  the  c?-tartrate  is  diminished  (that  is,  becomes  less 
negative)  by  39-2°  on  heating  from  0°  to  100°.  This  corresponds 
with  the  behaviour  of  ethyl  diacetyl-c?-tartrate  the  positive  rotation 
of  which  increases  on  heating  (Patterson  and  McCrae,  Trans., 
1900,  77,  1098).  The  rotation  of  the  /-menthyl  diacetyl-/- tartrate,  on 
the  other  hand,  increases  by  27-8°  (that  is,  becomes  more  negative). 
Since  these  changes  are  in  opposite  directions  it  seems  reasonable  to 
suppose  that  they  are  chiefly  due  to  those  parts  of  the  molecules  which 
are  of  opposite  configurations,  namely,  the  acetyl-tartaryl  radicles,  and 
that  the  numerical  difference  between  them,  11-4°,  represents  twice  the 
change  of  rotation  of  two  menthyl  radicles  attached  to  an  acetyl- 
tartaryl  radicle  on  heating  from  0°  to  100°.  Thus,  of  the  total  change 
in  rotation  (39-2°)  of  the  dextro-compound,  +33-5°  are  due  to  the 
acetyl-c?-tartaryl  part  of  the  molecule,  and  +  2*85°  to  each  of  the 
menthyl  radicles,  all  these  changes  being  in  the  same  direction,  whilst 
in  the  Isevo-compound  the  total  change  of  rotation  (  —  27'8)  is  made  up 
of  -  33-5,  due  to  the  acetyW-tartaryl  group,  and  -1-5-7°,  due  to  the  two 
menthyl  groups. 

The  independent  effect  of  each  active  group  in  the  molecule  seems, 
therefore,  to  be,  at  least  roughly,  traceable,  although,  of  course,  the 
above  argument  ignores  the  possibility  that  the  change  in  rotation  of, 
say,  a  menthyl  radicle  might  be  different  according  to  whether  it  were 
combined  with  a  d-  or  Z-acetyl-tartaryl  group.  It  is  likely,  however, 
that  such  an  influence  would  be  slight,  which  is  borne  out  to  some 
extent  by  the  fact  that  the  change  deduced  above  for  a  menthyl 
radicle  attached  to  an  acetyl-tartaryl  group  (2-85°)  is  in  fair  agree- 
ment with  that  actually  observed  in  /-menthyl  acetate  (2-3°)  which  was 
discussed  in  Part  I.  (Trans.,  1905,  87,  38). 

We  arrive  at  a  somewhat  similar  conclusion  from  an  examination  of 
the  variation  of  density  of  these  compounds  with  change  of  tempera- 
ture which  the  following  data  exhibit. 
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Z-Menthyl  (^tartrate.  Z-Meiithyl  Maitrate. 

t  .  Density.  A.  Density.  A, 

70°  1-0152  ^-..-  10040  o.„„,o 

150  0-9535  °°^^7  0-9430  ^^^^^ 

Z-Menthyl  Z-Mentliyl 

diacetyl-rf- tartrate.  diacetyl-Martrate. 

70°               1-0202               „..,„  1-0118               ...... 

150                0-9562               ^<^^^<^  0-9477               ^  °^*^ 

It  will  be  seen  from  these  numbers  that  the  change  of  density  due 
to  rise  of  temperature  from  70°  to  150°  has  almost  the  same  value  for 
the  two  simple  tartrates,  namely,  0-0610  and  0-0617,  and  that  the  same 
holds  for  the  acetyl  derivatives  for  which  the  changes  are  00641  and^ 
0-0640,  but  the  change  for  either  of  the  simple  tartrates  is  quite 
different  from  that  for  an  acetyl  derivative,  compare  for  example 
0-0610  and  00641. 

From  this  we  may  conclude  that  the  ^-menthyl  group  expands  to  the 
same  extent  on  heating,  whether  it  be  combined  with  a  d-  or  a 
^-tartaiyl  radicle,  and  that  the  latter  groups  also  expand  to  the  same 
extent  when  combined  with  an  ^-menthyl  radicle.  All  these  changes 
must  of  course  be  in  the  same  sense,  and  differ  in  this  respect  from 
the  corresponding  rotation  changes. 

So  far  we  have  dealt  with  variation  of  density  ;  we  may  now  con- 
sider the  actual  densities  of  the  substances  examined.  Taking  values 
at  100°  we  have 

Substance.  Density.       A.  Substance.  Density.       A. 

^Mentliylc^- tartrate  0-9922     (..r.-,-,-,      Z-Menthyl  diacetyl-c?-tartrate  0-9962     r.  f.r.oir 
Z-MenthyU-tartrate  0-9811     "  ^^-^^      Z-Menthyldiaratyl-Z-tartrate   0-9877     "  "0»& 

Between  the  densities  of  the  simple  esters  there  is  a  difl^erence 
of  Q-Olll,  and  between  those  of  the  acetyl  derivatives  a  difference 
of  0-0085. 

On  the  other  hand,  the  difference  in  density  between  Z-menthyl  d-ta.T- 
trate  and  Z-menthyl  diacetyl-f^tartrate  is  only  0-0040,  whilst  the 
difference  in  density  between  the  corresponding  Isevo-compounds  is 
0-0066.  Thus  there  is  a  greater  diff'erence  in  density  between  the  two 
simple  tartrates  than  exists  between  one  of  these  and  its  acetyl  derivative. 
The  difference  in  density  caused  by  mere  spatial  change  of  the  groups 
composing  the  molecules  is  distinctly  greater  in  both  cases  than  that 
due  to  a  considerable  difference  of  chemical  composition. 

This  difference  between  two  compounds  which  differ  only  spatially 
is  perhaps  shown  more  clearly  in  their  molecular  volumes. 

Substance.  M.V.J<»°.  A. 

Z-Menthyl  fZ-tartrate    ..  429-3  c.c.  .„ 

Z-Menthyl  Z-tartrate    434-2     ,,  4-y  c.c. 

Z-Menthyl  diacetyl-(Z-tartrate 512*0  c.c. 

Z-Menthyl  diacetyl-Z-tartrate 516-4     „  4*4  c,c 
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The  volume  change  due  to  re-arrangement  is  greater  in  the  smaller 
than  in  the  larger  molecule. 

We  have  also  calculated,  from  our  density  determinations,  values  for 
the  solution  vol-ames  of  these  two  compounds  in  the  various  solvents 
used.  We  should  mention,  however,  that  owing  to  scarcity  of  material 
the  data  were  obtained  (except  in  the  case  of  ^-menthyl  diacetyl- 
^-tartrate  in  nitrobenzene)  with  a  pyknometer  having  a  capacity  of 
only  7  c.c.  The  values  for  M.S.V.  are  therefore  probably  not  so 
accurate  as  those  formerly  given  for  the  cori-esponding  derivatives  of 
c^-tartaric  acid.  The  values,  at  both  concentrations  examined,  for  the 
diacetyl-Z-tartrate  in  ethyl  alcohol  and  benzene  agree  fairly  closely  and 
therefore  confirm  each  other.  The  values  for  the  same  substance  in 
nitrobenzene  are  the  most  reliable  of  all,  having  been  obtained  with 
a  larger  pyknometer. 

Molecular  Solution  Volumes. 
^-Menthyl  Z-tartrate,  [M]f?°  =  325°  (?).     M. V.^""  =  426/1  -042  =  408-9  c.c. 


Solvent. 

P- 

d. 

M.S.V.  20°. 

[M]f. 

Ethyl  alcohol  (5  2074°  =  0-79045)  .. 

.     2-41729 
7-05393 

0-79577 
0-80393 

389-8*  c.c. 
410-8      „ 

-324-0° 
322-2 

Benzene  (5  2074°  =  0-87784)    

.     2-73118 
5-39447 

0-88053 
0-88364 

431-0    c.c. 
426-2      „ 

-312-4° 
319-2 

Nitrobenzene  (5  2074°  =  1-20319)   .. 

.     1-98411 
5-34773 

1-19864 
1-19095 

380-6*  CO. 
422-1      „ 

-379-2° 
380-5 

*  These  values  are 

Joubtful. 

^Menthyl  diacetylUartrate,  [M]f  =    -359-6' 
M.V.'"°  =  510/1-0518  =  484-9  c.c. 


Ethyl  alcohol    3 

5 

Benzene 2 

5 

Nitrobenzene    2 

5 


P- 

9479 
80053 

•06209 
•21901 

59034 
35741 


d. 

0-79887 
0-80252 

0-88076 
0-88542 

1-19856 
1-19371 


M.S.V.  20. 

472-9  c.c. 
477-9    „ 

487-5  c.c. 

485-7    „ 

487-1  c.c. 
486-7    „ 


[M]f. 

-368-2° 
366-0 

-3120° 
313-0 

-357-3° 
354-7 


These  numbers  do  not  exhibit  any  simple  relationship  between  solu- 
tion volume  and  rotation,  but  from  the  table  below  it  will  be  observed 
that  in  all  cases  except  one  the  volume  of  the  ^-tartrate  in  solution  is 
greater  than  that  of  the  cZ-tartrate,  which  is,  as  has  already  been 
remarked,  also  the  case  for  the  compounds  in  the  homogeneous  state. 


o    * 
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Z-Menthyl  Z-tartrate.  Z-Mentliyl  r^tavtrate.* 

Solvent.  i^  M.S.V.--!»\  '^.  M.S.V.'-"\                   A. 

Ethyl  alcohol 7-1  410-8  c.c.  7-9  398-3  c.c.  +12-5  c.c. 

Benzene  5-4  426-2    ,,  7-4  409-5    ,,  +16-7    „ 

Nitrobenzene 5-3  422-1     ,,  6-5  408-2    ,,  +13-9    ,, 

Z-Menthyl  Mlenthyl 

diacetyl-Martrate.  diacetyl-rf-tiii-(iatc. 

Ethyl  alcohol 5-8         477-9  c.c.  7-3         480-0  c.c.  -2-1  c.c. 

Benzene  5-2         485-7    „  7-8         4825    ,,  +3-2    ,, 

Nitrobenzene 5-4        486-7    „  6-3         483-0    ,,  +3-7    ,, 

*  Trans.,  1905,  87,  124—126. 

That  the  molecular  volumes  or  molecular  solution- volumes  of  partial 
enantiomorphs,  like  those  we  have  been  dealing  with,  should  be 
different  is  by  no  means  remarkable.  It  is  merely  in  agreement  with 
the  very  well-known  fact  that  the  solubility  of  compounds  such,  for 
instance,  as  cinchonine-tZ-  and  ^-tartrate  or  mannose,  glucose  and 
galactose  is  different,  and  it  is  further  in  agreement  with  the  fact 
that  such  substances  differ  also  in  melting  point.  The  melting  points 
of  the  substances  examined  in  this  investigation,  for  example,  are  as 
follows  : — 

Z-Menthyl  rf-tartrate 74 — 75°  Z-AIenthyl  diacetyl-cJ- tartrate... -{  iqq.q 

2-Menlhyl  ^tart^ate 42  Z-Menthyl  diacetyl-Z-tartrate ...     102-5 

*  The  substance  is  dimorphous. 

From  the  fact  that  when  an  active  group  Ai  combines  respectively 
with  two  other  enantiomorphic  groups,  Ba  and  Bi,  the  changes  in  the 
I'eacting  groups,  which  accompany  combination,  are  not  the  same  in 
the  two  cases,  since  the  melting  points,  solubility  and  density  of  the 
resulting  substances  are  diffei'ent,  and,  in  spite  of  the  fact  that,  on  the 
other  hand,  the  variation  of  volume  and,  hO  far  as  we  can  judge,  the 
variation  of  rotation  of  the  group  Ai,  with  change  of  temperature 
seem  to  be  independent  of  the  configuration  of  the  other  group  with 
which  it  is  combined,  it  is  scarcely  to  be  expected  that  the  rotation  of 
such  partially  enantiomorphic  substances  should  be  a  purely  additive 
property. 

As  has  been  said,  however,  there  exist  no  unimpeachable  data  to 
settle  the  question,  but  we  hope  with  the  next  part  of  this  investigation 
to  produce  some  evidence  of  a  decisive  character. 

It  gives  us  pleasure,  in  conclusion,  to  acknowledge  our  indebtedness 
to  the  Research  Fund  Committees  of  the  Chemical  Society  and  of 
the  Koyal  Society  for  grants  which  defrayed  the  expenses  of  this 
investigation. 

The  University, 
Glasgow. 
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CLXXXIV. — The  Interaction  of  the  Alkylsulpliates  with 
the  Nitrites  of  the  Alkali  Metals  and  Metals  of 
the  Alkaline  Earths. 

By  Prafulla  Chandra  Ray  and  PaSchanan  Neogi,  M.A. 

As  silver  nitrite  by  its  interaction  with  the  alkyl  iodides  yields  a 
nitro-compound  as  well  as  an  ester,  it  has  often  been  taken  for 
granted  that  this  nitrite  has  a  twofold  constitution,  namely,  nitronic 
and  oxylic.  Evidence  has  already  been  adduced  in  favour  of  the  latter 
structure  (Ray  and  Ganguli,  Proc,  1905,  21,  278),  which  Dr.  Divers 
is  inclined  to  accept  as  fairly  conclusive  {ibid.,  p.  281).  It  seemed 
to  us  that  further  light  Avould  be  thrown  on  the  question  by 
studying  the  reaction  between  the  alkylsulpliates  and  the  alkali 
nitrites,  as  the  latter  have  always  been  supposed  to  have  the  oxylic 
constitution. 

Experimental. 

I.     Potassium   Ethylsulphate   and    Sodium    Nitrite. 

Lauterbach  has  published  a  brief  note  on  the  subject  (Ber.,  1878, 
11,  1225),  but  a  systematic  investigation  seemed  desirable,  especially 
as  this  chemist  contented  himself  with  demonstrating  the  formation 
of  ethyl  nitrite  by  its  odour  and  inflammability,  and  also  in  view  of 
the  additional  interest  lent  to  the  subject  by  Wade's  fruitful  research 
on  the  interaction  between  the  alkylsulpliates  and  potassium  cyanide 
(Trans.,  1902,  81,  1596). 

Dried  and  powdered  potassium  ethylsulphate  and  sodium  nitrite 
were  mixed  in  molecular  proportions  in  a  glass  retort,  to  the  neck 
of  which  was  attached  an  inverted  condenser.  The  upper  end  of 
the  conden.ser  was  connected  with  a  bulb  provided  with  stop-cocks 
at  both  ends  and  three  absorption  bottles  containing  90  per  cent, 
alcohol.  As  the  temperature  of  the  laboratory  was  about  30°,  the 
entire  condensation  and  absorption  apparatus  was  immersed  in  ice- 
cold  water.  It  will  be  seen  below  that  even  this  arrangement 
failed  to  condense  the  whole  of  the  ethyl  nitrite,  as  during  the 
reaction  a  constant  stream  of  nitric  oxide  was  evolved,  which  carried 
off  a  considerable  amount  of  it.  For  the  same  reason  the  air  was 
expelled  by  a  slow  stream  of  carbon  dioxide.  The  retort  was 
heated  in  a  glycerol  bath.  The  reaction,  which  commences  at  145°, 
is  indicated  by  fi-othing,  which  slowly  extends  towards  the  centre  from 
the  peripheral  regions.  When  the  reaction  once  begins  it  proceeds 
continually,  even  when  the  temperature  sinks  so  low  as  110°. 
After  a    certain    interval,  the    action    becomes    very    violent    and    a 


WITH   THE    NITRITES   OF   THE    ALKALI    METALS.  1901 

sudden  and  vigorous  evolution  of  white  vapours  takes  place.  The 
reaction  then  moderates,  effervescence  ceases,  and  the  mass  has  the 
appearance  of  tranquil  fusion.  The  digestion  lasts  from  two  and  a 
half  to  three  hours. 

(a)  Ethyl    Nitrite. 

Although  it  is  "  dry  "  ethylsulphate  which  is  heated,  much  alcohol 
^  is  given  off  at  the  temperature  at  which  the  reaction  takes  place 
(compare  Wade,  loc.  cit.).  A  portion  of  this  alcohol  is  carried  off  and 
condensed  with  ethyl  nitrite  in  the  bulb.  The  alcoholic  solution  of 
the  ethyl  nitrite  in  the  bulb,  as  also  in  the  absorption  bottles,  was 
estimated  according  to  the  method  prescribed  in  the  British 
Pharmacopceia.  As  will  be  shown  below,  the  result  is  somewhat  too 
low  owing  to  the  fact  that  a  part  of  the  nitrite  esc.ipes  condensation, 
being  carried  off  with  the  stream  of  nitric  oxide  and  carbon  dioxide. 

(b)  Nitroethane. 

The  nitroethane  was  now  distilled  off,  using  a  small  condenser,  the 
distillation  being  continued  as  long  as  oily  drops  appeared.  Tiie  dis- 
tillate was  shaken  up  with  brine  and  the  oily  layer  separated,  washed 
with  water,  and  dried  over  calcium  chloride.  Considerable  difdculty 
was  experienced  here,  as  it  was  found  that  calcium  chloride  forms 
with  the  "  oil  "  a  kind  of  emulsion.  When  our  work  was  at  this  stage, 
Wade's  paper  on  "The  Influence  of  Water  and  Alcohols  on  the  Boiling 
Point  of  Esters"  (Trans.,  1905,  87,  1656)  appeared,  which  materially 
helped  us.  Fused  sodium  sulphate  was  used  as  the  dehydrating 
agent,  as  potassium  carbonate  acts  on  nitroethane.  When  the  "oil  " 
was  subjected  to  distillation,  curious  and  anomalous  behaviour  was 
noticed.  A  considerable  amount  passed  over  below  100°  ;  only  a  small 
fraction  could  be  collected  at  a  constant  boiling  point  between  110° 
and  118°,  whilst  a  minute  quantity  came  over  between  150°  and  160° 
and  the  residue  charred.  As  pointed  out  by  Wade  [loc.  cit.,  1668),  an 
ethereal  liquid  containing  alcohol,  when  shaken  up  with  brine,  does 
not  give  up  its  alcohol,  but,  on  the  contrai-y,  "  shares  its  alcohol  with 
it."  The  fraction  below  100°  answered  to  all  the  well-known  tests  of 
nitroethane,  namely,  it  solidified  completely  on  the  addition  of 
alcoholic  sodium  hydioxide,  and  the  aqueous  solution  of  the  sodium 
compound  gave  with  ferric  chloride  a  red  coloration,  and  with  copper 
sulphate  a  green  precipitate.  Obviously  the  quantity  of  nitroethane 
formed  cannot  be  determined  by  fractionation.*     Known  mixtures  of 

*  A  mixture  made  up  of  5  c.c.  of  alcohol  aud  5  c.c.  of  nitroethane,  when  shaken 
up  with  biine  and  dried  over  fused  sodium  .sulphate,  gave  6'1  c.c.  of  "oil"  which, 
on  fractionation,  gave  4"5  c.c.  distilling  between  75"  and  100°  and  only  1"3  c.c. 
between  100°  aud  115°. 

6    I    2 


No.  of  experiment. 
1 

in  grams. 
2-3 

2 

3-2 

3 

2-0 
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nitroethane  and  alcohol  were  treated  with  alcoholic  sodium  hydroxide, 
the  precipitate  washed  with  absolute  alcohol  and  ultimately  converted 
into  sodium  sulphate  and  weighed  as  such  ;  but  the  results  turned  out 
to  be  too  low.  Consequentljy  the  nitrogen  in  an  aliquot  portion 
of  the  liquid  was  estimated  according  to  Dumas'  method,  and  fi*om  it 
the  amount  of  nitroethane  in  the  mixture  deduced.  The  fraction 
between  110°  and  118°  was  nearly  pure  nitroethane.  The  results  of 
3  experiments  out  of  27  are  given  below,  32'8  grams  of  potassium 
ethylsulphate    and   1 4  grams  of    sodium  nitrite  being  taken  in  each 

case. 

Weight  of  ethyl  nitrite         Weight  of  nitroethane 

in  grams, 

1-3 

1-0 

1-3 

As  has  been  already  explained,  some  of  the  ethyl  nitrite  is  invariably 
lost,  and  the  figures  for  nitroethane  are  also  a  little  too  low,  as  quite 
an  appreciable  quantity  of  it  remains  mixed  with  the  liquid  of  higher 
boiling  point  (see  below).  The  yield  of  nitroethane  is  6  to  8  per  cent, 
of  that  which  is  theoretically  possible. 

(c)  Liquid  of  Higher  Boiling  Point. 

The  fraction  which  distilled  at  150 — 160°  was  very  small,  and  not 
more  than  0'15  gram  could  be  recovered  in  each  experiment.  In  order 
to  study  its  nature  and  properties,  the  distillates  from  several 
preparations  were  mixed,  and  the  crude  "  oil,"  after  being  treated  with 
brine  and  fused  sodium  sulphate  as  above,  was  subjected  to  fractional 
distillation  under  diminished  pressui-e  in  Briihl's  apparatus.  Four 
fractions  were  collected,  namely,  40 — 60°,  60 — 65°,  65 — 125°,  and 
125 — 130°,  the  distillation  taking  place  under  a  pressure  of  130  mm. 
The  ranges  of  temperature  recorded  above  are  only  approximate ;  in 
fact,  the  liquid  gave  evidence  of  tlie  properties  of  a  homogeneous 
ternary  mixture  (compare  Wade,  loc.  cit.).  Blank  experiments 
showed  that  pure  nitroethane  distilled  at  63 — 65°  under  the  above 
pressure,  so  that  the  .second  fraction  was  nearly  pure  nitroethane.  The 
fraction  125 — 130°  proved  to  be  a-nitro-w-butane  with  traces  of  a 
compound  of  a  still  higher  boiling  point.  The  analyses  of  two 
typical  samples  of  different  preparations  are  given  below  : 

I.     C  =  47-06  ;  H  =  8-23  ;  N  =  14-10. 
II.*  C  =  46-06;  H  =  660;  N  =  13-85. 
C^HjPaN  requires  C  =  46 -60;  H  =  8-73;  N  =  13-60  percent. 

*  This  represents  a  fraction  Mhich  distilled  at  150 — 160°  under  the  ordinary 
pressure. 
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The  vapour  density  of  the  h'quid  was  found  by  Hofmann's  method 
to  be  50"4,  that  requii'ed  by  nitrobutane  being  51  "SO.  That  it  has 
this  constitution  is  evident  from  the  fact  that  its  boih'ng  point  was 
about  150°,  and  it  gave  with  alcoholic  sodium  hydroxide  the 
characteristic  precipitate  and  with  potassium  hydroxide,  on  standing,  a 
yellow  deposit.     It  also  responded  to  the  nitrolic  acid  test. 

II.  Potassium  Ethylsulphale  and  Potassium  Nitrite. 

The  conditions  of  the  experiment  were  similar  to  those  previously 
described.  The  mass  fused  at  a  much  higher  temperature,  namely,  at 
about  165°,  and  the  reaction  proceeded  witliout  the  aid  of  heat ;  white 
fumes  and  nitric  oxide  were  evolved.  The  yield  of  nitroethane  was 
much  less  than  in  the  former  experiment. 

Expt.  1. — 32  "8  grams  of  potassium  ethylsulphate  and  17  grams  of 
potassium  nitrite  gave  1'5  grams  of  ethyl  nitrite  and  0  8  gram  of 
nitroethane.  In  this  case  also  nitrobutane  was  formed,  as  will  be  seen 
below. 

Ex])t.  2. — 164  grams  of  potassium  ethylsulphate  and  85  grams  of 
potassium  nitrite  yielded  8*5  c.c.  of  "  oil '.'  which  on  distillation  under 
the  ordinary  pressure  gave  70 — 100°,  5-0  c.c;  100 — 150°  1'5  c.c;  and 
150—160°,  0-5  cc 

III.  Barium  Ethylsulphate  and  Barium  Nitrite. 

Barium  ethylsulphate  crystallises  with  2  molecules  of  water,  and  is 
completely  dehydrated  when  kept  for  a  few  days  over  sulphuric  acid 
under  diminished  pressure  (see  analysis  given  below),  whilst  the 
nitrite  still  retains  some  water  (Ray,  Trans.,  1905,  87,  177).  The 
anhydrous  alkylsulphate  and  the  nitrite  were  mixed  in  equimolecular 
proportions.  The  mass  did  not  fuse  and  froth  up,  even  when  the 
temperature  of  the  bath  was  raised  to  190°.  A  distillate  passed  over 
which  was  mainly  alcohol.  With  the  hydrated  salts,  however,  fusion 
commenced  at  120°,  but  the  action  suddenly  became  violent  at  about 
130°,  and  white  fumes  were  evolved  with  violence.  The  yield  of 
nitroethane  was  very  poor,  and  only  a  few  drops  could  be  collected, 
which,  however,  answered  to  all  the  tests  of  this  compound. 

IV,  Calcium  Ethylsulphate  and  Calcium  Nitrite. 

Calcium  ethylsulphate,  which  also  crystallises  with  2  molecules  of 
water,  is  completely  dehydrated,  like  the  barium  salt,  when  kept  over 
sulphuric  acid  under  diminished  pressure.  The  anhydrous  salt  mixed 
with  dehydrated  calcium  nitrite  in  equimolecular  proportions  does  not 
fuse    on    heating,   but  simply  decomposes    when    the  temperature  is 
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sufficiently  raised.  The  hydrated  salts  were  therefore  used.  The 
mixture  fused  at  116°,  but  at  about  125°  torrents  of  white  fumes  were 
evolved.  The  yield  of  nitroethane  was  agun  very  poor,  the  last  drops 
of  the  distillate  responding  to  the  reactions  for  this  substance. 


V.  Sodium  Ethylsulphate  and  Sodium  Nitrite. 

In  the  hope  of  obtaining  better  yields  of  nitroethane,  the  sodium 
salt  was  next  tried.  It  crystallises  with  1  molecule  of  water,  which 
may  be  removed  when  kept  under  diminished  pressure  over  sulphuric 
acid  (see  analysis  given  below).  The  anhydrous  salt  did  not  fuse  with 
sodium  uitrite,  even  when  the  temperatvire  was  raised  to  195°.  The 
hydrated  salt,  however,  when  similarly  treated,  began  to  fuse  at  so  low 
a  temperature  as  80°,  and  the  action,  once  begun,  proceeded  of  itself  as 
in  the  case  of  the  potassium  salt.  Tlie  temperature  of  the  bath  was 
not  allowed  to  rise  above  120°.  The  sudden  evolution  of  white  fumes 
was  never  noticed.  As  the  reaction  takes  place  at  a  much  lower 
temperature,  it  gave  a  better  yield  of  nitroethane,  and,  moreover,  the 
liquid  having  a  higher  boiling  point  was  not  formed.  The  results  of 
the  two  experiments  are  given  below,  33 '2  grams  of  sodium  ethyl- 
sulphate  and  13  8  grams  of  sodium  nitrite  being  taken  in  each  case, 

Expt.  1  gave  0  6  gram  of  ethyl  nitrite  and  2  2  grams  of  nitro- 
ethane. Expt.  2  gave  09  gram  of  ethyl  nitrite  and  2"0  grams  of 
nitroethane.  The  yield  of  nitroethane  is  thus  as  much  as  13  per  cent, 
of  the  theoretical,  whilst  it  is  only  about  6  to  8  per  cent,  when  the 
potassium  salt  is  used. 

VI.  Sodium  Ethylsulphate  and  Potassium  Nitrite. 

This  reaction  began  with  frothing  at  a  higher  temperature  than  that 
in  V,  namely,  at  120"^  when  the  hydrated  ^alt  was  used,  there  being  no 
fusion  with  the  anhydrous  salt.  There  was,  again,  no  evolution  of 
white  fumes,  and  the  reaction  proceeded  of  itself  when  once  started, 
nitrobutane  not  being  formed.  The  yield  of  nitroethane  is,  how- 
ever, much  less,  being  almost  equal  to  that  obtained  from  potassium 
ethylsulphate  and  sodium  nitrite.  33'2  grams  of  sodium  ethylsulphate 
and  17  grams  of  potassium  nitrite  gave  0'9  gram  of  ethyl  nitrite  and 
1  "3  grams  of  nitroethane. 

Conclusion. 

The  formation  of  nitrobutane,  as  noticed  in  I  and  II,  is  remarkable, 
and  it  is  always  associated  with  vigorous  evolution  of  white  fumes. 
Moreover,  the  interaction  of  sodium  ethylsulphate  and  sodium  nitrite, 
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which  takes  place  at  a  much  lower  temperature,  does  not  give  rise  to 
this  compound.  This  mode  of  ascent  in  the  homologous  series  does  not 
admit  of  an  easy  explanation.  The  alcohol  which  was  used  in  the 
present  investigation  was  proved  to  be  free  from  impurities.  It  was 
rectified  over  quicklime  and  had  a  constant  boiling  point  (78°).  The 
analyses  of  the  various  alkylsulphates  are  given  below.* 

The  argument  in  favour  of  the  twofold  constitution  of  silver  nitrite 
simply  because  it  yields  with  ethyl  iodide  both  ethyl  nitrite  and  nitro- 
ethane  is  scarcely  tenable.  The  alkali  nitrites  have  the  constitution 
MO'NO,  where  M  represents  the  atom  of  the  metal,  in  other  words,  the 
nitrogen  is  not  directly  attached  to  it.  Hence  we  should  have  only 
expected  the  production  of  ethyl  nitrite  in  the  present  series  of  experi- 
ments, but  its  formation  is  always  accompanied  with  that  of  its 
isomeride.  The  more  correct  view  would  seem  to  be  that  it  is  only  during 
the  substitution  of  the  atom  of  the  metal  by  the  alkyl  radicle  that  a 
tautomeric  change  takes  place,  t 


Summary, 

From  the  foregoing  investigation,  it  would  appear  that  by  the  inter- 
action of  the  sodium,  potassium,  barium,  and  calcium  salts  of  ethyl- 
sulphuric  acid  and  the  nitrites  of  the  alkali  metals  and  metals  of  the 
alkaline  earths,  both  ethyl  nitrite  and  nitroethane  are  formed.  In  the 
case  of  the  potassium  ethylsulphate  and  potassium  or  sodium  nitrite 
small  quantities  of  nitrobutane  are  also  obtained. 

Presidency  College, 
Calcutta. 

*  (C2H6S04)2Ba,2H20.     Ba,  found  32-79  ;  calculated  32-70. 
(CoH5S04)2Ba.     Ba,  found  86-01  and  35-88  ;  calculated  35-77. 
CjHgNaSOj.HaO.     Na,  found  13-70  ;  calculated  13-85. 
C„HgNaS04.     Na,  found  15-72  ;  calculated  15-54  per  cent, 
t  Whether  the  hypothesis  of  tautomerism  is  adequate  or  not,  there  is  evidently 
much  force  in  what  Wade  urges  :  "It  does  not  follow,  for  example,  that  because 
silver  cyanate  and  nitrite  yield  alkyl isocyanates  and  nitro-compounds  respectively, 
the  metal  is  necessarily  linked  to  nitrogen  ;  it  may  equally  be  linked  to  oxygen  " 
{loc.  cit.,  p.  1612). 
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CLXXXV. — The  Formation  and  Reactions  of  Imino- com-         r 
2?ound,s.    Part  II.    Condensation  of  Benzyl  Cyanide 
Leading  to  the  Formation  of  1  :  '^-Naj^htliylenedi- 
amine  and  its  Derivatives. 

By  Ernest  Francis  Joseph  Atkinson  and  Jocelyn  Field  Thorpe. 

271$   Condensation  of  Benzyl  Cyanide  with  the  Soditom  Derivative  of 

Ethyl  Cyanoacetate. 

In  Pai-t  I.  of  this  series  it  was  pointed  out  by  Baron,  Remfry,  and 
Ttiorpe  (Trans.,  1904,  85,  1726)  that  ethyl  cyanoacetate  readily 
reacted  with  its  sodium  derivative,  forming  ethyl  ;8-imino-a-cyano- 
glutarate,  and  that  the  reaction  evidently  proceeded  according  to  the 
equation  * 

^^2^*^*?™'^    +    HCH(CN)-C02Et  -> 

COoEt-CHNa 

C(:NH)-CH(CN)-C02Ef 

It  was  also  pointed  out  that,  on  treatment  with  concentrated  sulphuric 
acid,  ethyl  /3-imino-a-cyanoglutarate  (1)  is  quantitatively  converted 
into  ethyl  glutazinecarboxylate  (2). 

c:nh  o:nh  o:nh 

CHg    CH-CO.Et  _^     ^^J       loo  ^-    9^2    CH-COoEt. 

CO      CN  \/  CO      CN 

OEt  OH 

(1.)  (2.)  (3.) 

The  tendency  for  the  straight  chain  compound   to  pass  into  the 

'"  Subsequent  experiments  have  shown  that  tins  view  of  the  coiu-se  of  the  conden- 
sation, which  was  based  on  the  position  of  the  sodium  atom  in  the  condensation 
product,  is  not  quite  correct,  and  that  it  is  the  reactive  hydrogen  atom  of  the  sodium 
derivative  which  forms  the  imino-group.  Tlie  course  of  the  action  is  therefore  best 
represented  by  the  equation  : 

COaEfCH  C0.,EfCH2 

I      +  HCNa(CN)CO.^Et        -^  I 

CN  C(:NH)'CNa(CN)COoEt 

The  change  in  the  position  of  the  sodium  atom  must  be  attributed  to  the  more 
strongly  acidic  character  of  tlie  hydrogen  of  the  methylene  gioup. 
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pyridine  ring,  wliich  is  indicated  by  this  reaction,  was  still  more 
strongly  shown  by  the  behaviour  of  ethyl  hydrogen  ^-imino-a-cyano- 
glutarate  (3),  which  was  found  to  undergo  conversion  into  ethyl 
glutazinecarboxylate  (2)  on  being  heated  a  few  degrees  above  its 
melting  point  {loc.  cit.,  1746).  There  seemed  to  be,  therefore,  a  con- 
siderable tendency  for  a  nitrile  group  in  the  y-position  to  a  carboxyl 
group  in  a  compound  such  as  ethyl  hydrogen  /8-imino-a-cyanoglutarate 
to  pass,  by  intermolecular  change  with  that  group,  into  a  six- 
membered  ring,  and  that  this  tendency  is  also  shown  by  the  cor- 
responding )8-ketonic  derivatives  was  demonstrated  by  the  conversion 
of  ethyl  hydi  ogen  cyanoacetonedicarboxylate  (4)  into  ethyl  2:4:6- 
trioxypyridine-3-carboxylate  (5),  on  heating  a  few  degrees  above  its 
melting  point. 

CO  CO 


CH/    ^CH-COgEt  CH/    \CH-C02Et 

'     '  "^         col    ico 


CO   ON 

OH  NH 

(4.)  (5.) 

Whilst  desiring  to  continue  the  investigation  of  the  conditions  of 
formation  of  these  imino-compounds,  we  wished  at  the  same  time 
to  ascertain  whether  the  tendency  of  the  nitrile  group  to  enter 
into  ring  formation  might  not  be  applied  to  the  foi-mation  of  carbon 
rings  as  well  as  those  containing  nitrogen,  and  with  this  object 
in  view  and  for  other  reasons  which  will  be  given  later,  we  have 
investigated  the  condensation  of  benzyl  cyanide  with  the  sodium  com- 
pound of  ethyl  cyanoacetate  and  also  with  its  own  sodium  derivative. 

It  is  apparent  that  the  most  probable  course  of  the  first  reaction 
would  be  I'epresented  by  the  equation  (I),  and  that  the  product  on 
acidifying  would  be  ethyl  /3-imino-a-cyano-y-phenyl-«-butyrate  (6). 

(I)         VJ:-^    +    HCNa(CN)-COoEt  — > 

Ph-CH  ^^'^^^ 

6:(KH).CNa(CN).C0,Et.  '^  ^'^^^^V^^f  > 

(6.) 

But  it  is  also  possible  that  the  sodium  derivative  of  ethyl  cyano- 
acetate might  react  with  benzyl  cyanide,  forming  the  sodium 
derivative  of  the  latter,  in  which  case  the  course  of  the  condensation 
would  be  I'epresented  by  equation  (II),  and  on  acidifying  ethyl  /3-imino- 
yy-cyanophenyl-?i-butyrate  (7)  would  be  the  chief  product. 
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(11)  ^^^^■^^^-   +    HCNa(CN)Ph    -> 

CO^EfCHg  _       COoEt-CHa 

C:{NH)-CNa(CN)Ph       ^        "      C:(NH)-OH(CN)Ph 

(7.) 

Under  conditions  given  in  the  experimental  portion  of  this  paper,  a 
good  yield  of  a  well-defined  crystalline  compound  (m.  p,  125°)  is  formed 
on  condensing  benzyl  cyanide  with  ethyl  sodiocyanoacetate,  and  there 
can  be  no  doubt  that  its  constitution  is  represented  by  formula  (6), 
although,  under  certain  experimental  conditions,  there  is  evidence 
that  a  compound  of  formula  (7)  also  occurs  as  an  intermediate 
product. 

In  Part  I.  of  this  series  (p,  1728),  it  was  shown  that  )8-imino-ethyl 
salts  are  decomposed  on  treatment  with  alkaline  hydrolytic  agents 
and  that  the  products  formed,  which  are  the  same  as  those  derived  by 
the  alkaline  hydrolysis  of  the  corresponding  ^-keto-ethyl  salts,  often 
afford  valuable  evidence  as  to  the  formula  of  the  compound  hydro- 
lysed.  It  is  apparent,  however,  that  this  method  fails  when  applied 
to  two  compounds  of  formulae  (6)  and  (7),  since  these  two  substances 
would  yield  the  same  products,  namely,  a  mixture  of  malonic  and 
phenylacetic  acids,  on  complete  hydrolysis,  thus  : 


CH2Ph-C:(NH)- 


CH(CN)Ph 


|CH(CN)C02Et    C02EfCH2-C:(NH)- 
(6.i  (7.) 

CH2Ph-C02H     CH2(C02H)2  CH2(C02H)2     CH.Ph-COgH. 

The  compound  melting  at  125°  is  I'eadily  hydrolysed  by  means  of 
an  alcoholic  solution  of  potash,  and  the  product  consists  of  about 
equal  proportions  of  malonic  and  phenylacetic  acids.  Although  by 
this  means,  therefore,  it  is  not  possible  to  distinguish  between  the  two 
formulje  (6)  and  (7),  yet  the  evidence  is  valuable,  since,  taken  in 
conjunction  with  the  boiling  point  of  the  compound  (235°/20  mm.) 
and  its  percentage  composition,  it  shows  that  it  has  been  formed 
by  the  condensation  of  one  molecule  of  benzyl  cyanide  with  one 
molecule  of  ethyl  cyanoacetate. 

It  was  necessary,  therefore,  to  adopt  some  other  means  of  dis- 
tinguishing between  the  two  compounds  of  formulte  (6)  and  (7),  and 
since  we  were  unable  to  isolate  any  intermediate  products  during  the 
alkaline  hydrolysis,  the  formation  of  which  might  throw  some  light  on 
the  problem,  we  were  led  to  study  the  action  of  concentrated  sulphuric 
acid  on  the  compound  melting  at  125°. 

If  the  two  formulae  are  examined,  it  will  be  seen  that  the  action  of 
this  reagent  must  give  rise  to  different  compounds. 
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A  substance  of  formula  (7)  is  closely  'allied  to  ethyl  /3-iinino-a- 
<;yanoglutarate  (see  page  1906)  in  constitution,  and  therefore  should 
readily  give  phenylglutazine  (8)  on  treatment  with  concentrated 
sulphuric  acid,  thus  : 

c:nh  c:nh 


CH,    CHPh  .       CH„    CHPh 

CO      CN  CO      CO 

OEt  Yk 

(7.)  (8.) 

whereas  a  compound  of  formula  (6),  in  which  the  nitrile  group  and  the 
carboxyl  group  ai^e  united  with  the  same  carbon  atom,  cannot  yield  a 
derivative  of  glutazine  under  the  same  conditions. 

The  compound  melting  at  125°  does  not  give  phenylglutazine  on 
treatment  with  concentrated  sulphuric  acid,  and  there  can  therefore 
be  no  doubt  that  it  possesses  a  constitution  represented  by  formula 
(6),  a  view  which  is  confirmed  by  a  close  study  of  the  compound 
which  is  actually  formed  with  this  reagent. 

It  has  already  been  mentioned  that  one  of  our  objects  in  investigat- 
ing the  interaction  of  benzyl  cyanide  and  ethyl  sodiocyanoacetate  was 
to  prepare  a  compound  in  which  the  nitrile  group  could  by  reason  of 
its  position  pass  into  a  six-membered  carbon  riog  instead  of  the 
pyridine  ring  formed  from  the  other  compounds  which  have  already 
been  investigated. 

This  object  will  be  more  clearly  understood  when  the  formula  of 
ethyl  ^-imino-a-cyano-y-phenylbutyrate  is  written  thus  (9) : 

CH^ 


^c:nh       _    /  Y  \c:nh 

/CH-COgEt     ^  '^y'x^CH-CO^Et  \    A    /CO^Et 

CN  c:nh 

(9.)  (10.)  (11.) 

It  was  thought  possible  that  the  nitrile  group  might  react  with  the 
ortho-hydrogen  atom  of  the  benzene  ring,  forming  a  di-imino-compound 
(10),  which  in  its  amino-form  Avould  be  ethyl  1-3-diaminonaphthalene- 
2-carboxylate  (11),  and  that  by  this  means  an  interesting  synthesis 
of  the  naphthalene  ring  might  be  effected. 

Since  the  original  imino-compound  (9)  was  formed  in  the  presence 
of  sodium  ethoxide,  we  intended  to  attempt  to  obtain  the  di-imino- 
derivative  (10)  by  treating  ethyl  y8-imino-a-cyano-y-phenylbutyrate 
with  excess  of  this  reagent.  We  were  therefore  considerably 
-astonished  to  find  that,  on  treating  this  ethyl  salt  with  concentrated 
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sulphuric  acid,  in  the  attempt  ah'eady  mentioned  to  determine  its 
constitution,  it  was  quantitatively  converted  into  the  sulphate  of  ethyl 
1  :  3-diaminonaphthalene-2-carboxylate  (11). 

This  result  was  all  the  more  surprising  because  it  has  been  shown  by 
Metzner  (Annalen,  1901,  298,  386)  that  a  similarly  constituted  com- 
pound, namely,  ethyl  phenykicetylmalonate  (12),  on  treatment  with 
cold,  concentrated  sulphuric  acid,  is  converted  with  loss  of  alcohol  into 
ethyl  1  : 3-dihydroxynaphthalene-2-carboxylate  (13),  the  reaction 
taking  place  at  the  ordinary  temperature, 


CH-CO^Et 


-^       EtOH   + 


OH 
CH-CO.Et         °'"         '\    X    /CO^Et 


2 
CO  OH 

(13.) 

and  it  was  therefore  to  be  expected  that  ethyl  ^-imino-a-cyano-y- 
phenylbutyrate  (9)  would  behave  in  the  same  way,  yielding  3-amino-2- 
cyano-1-naphthol  (1-4)  : 

CH, 

^CH-CN 
CO,Et 
(9). 


CH, 


c:nh 

I  or 

CH-CN 


CO 

(U.) 

The  yield,  however,  of  ethyl  1  :  3-diaminonaphthalene-2-carboxylate 
(11)  from  ethyl  /5-imino-a-cyano-y-phenylbutyrate  (9),  on  treatment 
with  sulphuric  acid,  is  quantitative,  and  the  reaction  takes  place  with 
remai'kable  ease.  Thus  it  is  only  necessary  to  add  a  quantity  of  well- 
ground  ethyl  salt  to  three  times  its  weight  of  concentrated  acid  and 
allow  the  mixture  to  stand  for  one  minute  in  order  to  complete  the 
change.  On  first  adding  the  ethyl  salt  it  dissolves,  forming  a  yellow 
solution  which  rapidly  changes  in  colour  in  the  course  of  a  few  seconds 
to  deep  malachite-green,  heat  at  the  same  time  being  generated. 
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When  this  green  solution  is  poured  on  ice  the  colour  is  discharged 
and  a  clear  yellow  solution  is  formed  from  which  the  sulpliate  of  ethyl 
1  : 3-diaminonaphthalene-2-carboxylate  separates  on  standing  as  a  pale 
yellow,  crystalline  precipitate.  The  sulphate  is  readily  soluble  in  water, 
and  if  the  aqueous  solution  is  rendered  alkaline  the  base  is  precipitated 
as  an  intense  yellow  crystalline  compound,  which,  when  purified  by 
recrystallisation  from  alcohol,  is  obtained  in  deep  yellow  plates. 

There  can  be  no  doubt  that  this  yellow  compound  represents  the 
di-imino-form  of  ethyl  1  :  3-diaminonaphthalene-2-carboxylate  (10). 
The  salts,  especially  the  hydi-ochloride,  can  be  obtained  in  almost 
colourless  crystals,  and  they  are  therefore  probably  the  salts  of  the 
amino-form  (H).  It  is  interesting  to  note,  however,  that  although  the 
solutions  of  these  salts  are  colourless  when  cold,  they  become 
intensely  coloured  on  boiling,  the  colour  being  again  discharged  on 
cooling. 

The  green  colour  which  is  formed  when  ethyl  /3-imino-a-cyano- 
y-phenylbutyrate  is  treated  with  concentrated  sulphuric  acid  is 
difficult  to  explain,  since  ethyl  1  :  3-diaminonaphthalene-2-carboxylate 
dissolves  in  the  concentrated  acid,  forming  a  yellow  solution  which  does 
not  change  on  warming.  Tiiat  this  coloration  is  not  necessary  for  the 
production  of  the  naphthalene  ring  is  shown  by  the  fact  that  if  the 
solution  of  ethyl  ^-imino-a-cyano-y-phenylbutyrate  in  concentrated 
sulphuric  acid  is  brought  about  at  0°,  and  the  temperature  is  not 
allowed  to  rise  above  this  point,  no  green  colour  appears,  the  solution 
remaining  a  light  brown.  Whether  the  green  colour  is  formed  or  not, 
the  yield  of   the  naphtlialene  is  not  apparently  affected. 

The  corresponding  carboxylie  acid  (15)  can  be  readily  prepared  from 
ethyl  1  :  3-diaminonaphtbalene-2-carboxylate  (11)  on  treating  it  with 
an  alcoholic  solution  of  potash.  The  free  acid,  which  is  colourless,  is 
unstable  at  temperatures  above  its  melting  point  (85°),  being  then 
ti-ansformed  with  evolution  of  carbon  dioxide  into  1  : 3-naphthylene- 
diamine  (16). 


~^    I      i     Ico^k     ~^ 


(11.) 

1  :  3-Naphthylenediamine  prepared  in  this  way  is  identical  with  the 
compound  obtained  by  Urban  (5er.,  1887,  20,  973)  by  the  reduction  of 
1  :  3-dinitronaplithalene,  and  by  Friedliinder  {B&r.,  1895,  28,  1953)  by 
the  action  of  ammonia  on  4-amino-2-naphthol. 

It   was    pointed  out  in  Part   1.  of  this  series  that  ethyl  /3-imino- 
a-cyanoglutarate  (17)  reacted  with  sodium  ethoxide,  forming  a  sodium 
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derivative,  and  that  the  metal  entered  in  the  position  (1),  that  after 
the  sodium  atom  in  this  had  been  replaced  by  an  alkyl  radicle,  the 
hydrogen  mai-ked  (2)  could  be  replaced  by  sodium,  and  that  finally,  after 
this  sodium  had  been  treated  with  an  alkyl  iodide,  the  third  hydrogen 
atom  marked  (3)  could  be  replaced. 

C02Et-CHH-C:(NH)-CH(CN)-C02Et 

(1)     (3)  (2) 

(17.) 

Ph-CHH-C(:NH)-CH(CN)-C02Et 

* 

(18.) 

It  is  interesting  to  note  that,  although  the  hydrogen  atom  marked 
(2)  is  attached  to  the  same  carbon  atom  as  a  nitrile-  and  a  carbethoxyl- 
group,  yet  the  first  hydrogen  atom  replaced  is  that  marked  (1),  which 
is  attached  to  the  same  carbon  atom  as  the  carbethoxyl-  and  the  carb- 
imino-group. 

In  the  case  of  ethyl  ^-imino-a-cyano-y-phenylbutyrate  (18),  the 
influence  of  the  phenyl  group  is  at  once  apparent,  and  we  have  only 
succeeded  in  introducing  one  alkyl  group  into  this  compound  after 
repeatedly  treating  it  with  sodium  ethoxide  and  the  alkyl  iodide. 
The  hydrogen  atom  replaced  is  that  marked  {*),  and  apparently  the 
hydrogen  atom  of  the  cyanoacetic  residue  is  not  replaceable  under 
ordinary  conditions. 

We  have  carefully  studied  both  the  methyl  and  ethyl  derivatives  of 
ethyl  /S-imino-a-cyano-y-phenylbutyrate,  and  have  found  that  it  is 
necessary  to  treat  the  ethyl  salt  four  successive  times  with  the 
calculated  quantity  of  sodium  ethoxide  and  excess  of  methyl  (or  ethyl) 
iodide  in  order  to  convert  the  whole  of  it  into  its  mono-alkyl 
derivative. 

The  positions  of  the  alkyl  groups  in  the  alkylated  compounds  can  be 
readily  shown  by  the  products  they  give  on  complete  hydrolysis  with 
alcoholic  potash.  Thus  the  ethyl  salt  which  is  prepared  by  the  action 
of  sodium  ethoxide  and  methyl  iodide  on  ethyl  /3-imino-a-cyano- 
y-phenylbutyrate  gives  phenylacetic  and  malonic  acids  under  these 
conditions,  thus  : 

Ph-CHMe-C:(NH)- CH(CN)-C03Et 


i 


\ 


Ph-CHMe-COgH  CH2:(CO,H)2 

It  is  therefore  ethyl  y3-imino-a-cyano-y-phenyl-?z-valerate, 
Ph-CHMe-C:(NH)-CH(CN)-C02Et. 

In  the  same  way,  the  corresponding  ethyl  derivative  gives  a  mixture 
of  a-phenyl-?i-butyric  and  malonic  acids  on  complete  alkaline  hydrolysis. 
Its  formula  is  therefore  Ph-CHEfC(:NH)-CH(CN)-C02Et. 
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191H 


Both  these  ethyl  salts  behave  in  the  same  way  as  ethyl  /S-imino- 
o-cyano-y  phenylbutyrate  on  treatment  with  concentrated  sulphuric 
acid.  In  each  case  a  similar  green  to  blue  coloration  is  produced 
if  the  solution  is  allowed  to  become  warm,  but  is  not  formed  if  the 
temperature  is  kept  below  0°,  and  in  each  case,  also,  on  pouring  the 
mixture  on  ice  a  clear  solution  is  obtained  from  which  the  sulphate 
of  the  base  separates  on  standing.  Ethyl  2  : 4-diilmino-l-methyl- 
naphthalene-3-carboxylate  (19)  and  ethyl  2  :  4-diamino-l-ethyl- 
naphthalene-3-carboxylate  (22)  are  in  each  case  precipitated  from  the 
solutions  of  their  sulphates  on  the  addition  of  ammonia  as  yellow  oils 
which  on  extraction  by  means  of  ether  are  obtained  as  syrups  rapidly 
solidifying  to  yellow,  crystalline  solids. 


NH2 

COoEt 


-> 


NH2 

CO2H 


— > 


NH2 

(19.) 


NH2 

(20.) 


NHo 


NH2 

COaEt 


NH„ 


NH« 


(21.) 


(22.) 


Ethyl  2  : 4-diamino-l-methylnaphthalene-3-carboxylate  passes  on 
hydrolysis  with  alcoholic  potash  into  the  corresponding  carboxylic 
acid  (20),  which,  like  the  unalkylated  derivative,  is  a  colourless, 
crystalline  compound,  decomposing  with  evolution  of  carbon  dioxide 
on  being  heated  above  its  melting  point  and  passing  into  2  :  4-diamino- 
1-methylnaphthalene  (21). 

Et  Et 


NH., 

CO2H 


(23.) 


NH„ 


NH2 

(24.) 


In  the  same  way,  ethyl  2:4-diamino-l-ethylnaphthalene-3-carboxylate 
(22)  yields  2  :  4-diamino-l-ethylnaphthalene-3-carboxylic  acid  (23)  and 
2  : 4-diamino-l-ethylnaphthalene  (24). 


The  Condensation  of  Benzyl  Cyanide  with  its  Sodium  Derivative. 

The  interaction  of  benzyl   cyanide  with  its  sodium  derivative  was 
first  studied  by  Wache  {J.j^r.  Chem.,  1889,  ii,  39,  251),  who  investi- 
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gated  the  action  of  finely  divided  sodium  on  an  ethereal  solution  of  the 
nitiile.  Although  this  chemist  was  unable  to  isolate  the  bimolecular 
nitrile,  CHoPh-C(:NH)-CH(CN)Ph,  he  found  that,  on  heating  the 
precipitate  formed  in  the  above  reaction  with  excess  of  benzyl  cyanide 
in  a  sealed  tube  at  180°  for  several  hours,  it  was  transformed  into 
a  white,  crystalline,  basic  substance  of  the  empirical  formula  C24H.,iN3, 
to  which  he  gave  the  name  of  cyanbenzyline  (6-amino-5-phenyl-2  :  4- 

dibenzylpyrimidine),  and  the  formula  CHgPh'C^ls^] -p/VR  \^^^^> 

on  account  of  the  similarity  between  its  mode  of  formation  and 
properties  and  those  of  cyanethine  and  cyanmethine,  which  E.  v.  Meyer 
{J.  pr.  Chem.,  1889,  ii,  39,  156)  had  previously  shown  to  be  derivatives 
of  pyrimidine,  Wache  subsequently  found  that  the  best  way  to 
prepare  cyanbenzyline  was  to  heat  a  mixture  of  the  nitrile  and  diy 
sodium  ethoxide  in  a  sealed  tube  at  170 — 180°  for  many  hours. 

E.  v.  Meyer  (J.  pr.  Chem.,  1895,  ii,  52,  114),  in  conjunction  with 
O.  Probst  {Inaug.  Diss.  Leipzig,  1894),  repeated  the  work  of  Wache, 
and  found  that  if  the  precipitate  which  was  formed  by  the  action  of 
finely  divided  sodium  on  an  ethereal  solution  of  benzyl  cyanide  was 
washed  with  light  petroleum  and  then  added  to  dikite  acetic  acid, 
a  viscid  oil  was  obtained  which  could  not  be  distilled  without  under- 
going decomposition,  but  which  evidently  consisted  of  y8-imino-a-cyano- 
ay-diphenylpropane,  CH2Ph-C(INH)'CH(CN)Ph,  since  on  treatment 
with  hydroxylamine  it  gave  the  same  oxime  as  that  derived  from 
cyanodibenzyl  ketone,  CH2Ph-C0-CH(CN)Ph.  Latei^  v.  Walther  and 
Schickler  (J.  j^r.  Chem.,  1897,  ii,  55,  350)  prepared  the  same  compound 
by  the  action  of  ammonia  on  the  cyanoketone,  CH2Ph*C0*CH(CN)Ph, 
but  also  failed  to  obtain  it  in  the  solid  condition. 

The  termolecular  nitrile  cyanbenzyline  was  thoroughly  investigated 
by  Herfeldt  {J.  pr.  Chem.,  1896,  ii,  53,  246),  who  prepared  many  of 
its  derivatives,  and  still  more  recently  v.  Walther  {J.  pr.  Chem.,  1903, 
ii,  67,  447)  has  found  that  it  can  be  prepared  by  the  action  of  finely 
divided  sodium  on  an  ethereal  solution  of  benzyl  cyanide  containing 
dimethylaniline.  Owing  to  the  similarity  in  constitution  between 
benzyl  cyanide  and  ethyl  cyanoacetate,  we  decided,  in  order  to  prepare 
^-imino-a-cyano-ay-diphenylpropane,  CH2Ph'C(INH)'CH(Cis')Ph,  to  in- 
vestigate the  interaction  of  benzyl  cyanide  with  its  sodium  derivative 
in  alcoholic  solution,  since  in  the  case  of  ethyl  cyanoacetate  a  good  yield 
of  ethyl  yS-iminocyanoglutarate,  C02EfCH2-C(:NH)-CH(CN)COoEt, 
had  been  obtained  by  Baron,  Remfry,  and  Thorpe  by  this  means 
(Trans.,  1904,  85,  1726). 

We  found  that  the  products  formed  in  this  condensation  varied  with 
the  length  of  time  during  which  the  heating  was  continued  at  100°. 
Thus,  when  two  molecular  equivalents  of  benzyl  cyanide  and  one  of 
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sodium  ethoxide  dissolved  in  alcohol  were  heated  on  the  water-bath 
for  hall:"  an  hour,  the  product  consisted  of  about  70  [)er  cent,  of  /3-iinino- 
a-cyano-ay-diphenylpropane,  CH2Pli'C(INH)"CH(CN)Ph,  mixed  with 
unchanged  benzyl  cyanide.  When  the  heatiug  was  prolonged,  an 
odour  resembling  ammonia  became  apparent  at  the  mouth  of  the 
condenser  and  on  working  up  the  product  at  the  end  of  two  hours  it 
was  found  to  consist  of  about  equal  proportion.s  of  /3-imino-a-cyano- 
ay-diphenylpropauc,  CH.Ph-C(:NH)-CH(CN)Ph,  /3-keto-a-cyano- 
ay-diphenylpropane,  CH2Ph'C0'CH(CN)Ph,  and  cyanl^euzyline,  some 
benzyl  cyanide  being  at  the  same  time  recovered  unchanged. 

On  prolonging  the  heating  until  the  odour  resembling  ammonia 
ceased  to  be  perceptible,  an  operation  which  u?uilly  required  twenty- 
four  hours  to  accomplish,  the  product  was  found  to  consist  entirely  of 
y8-keto-a-cyano-ay-diphenylpropane  and  cyanbeuzyline. 

Subsequently  it  was  found  by  experiment  that  the  odour  reseml^ling 
ammonia  was  not  due  to  this  substance  itself,  but  to  ethylamine,  which 
was  probably  formed  by  the  action  of  the  alkaline  alcoholic  solution  on 
^-imino-a-cyano-ay-diphenylpropane,  the  reaction  evidently  proceeding 
according  to  cfjuation  (III)  : 

(111).  CH2Ph-C(:NH)-CH(CN)Ph  +  H0Et  — ^ 

CFoPh-CO-CH((JN)Ph  +  EtNH.,. 

It  is  apparent,  therefore,  that  the  first  action  of  benzyl  cyanide  on 
its  sodium  derivative  in  alcoholic  solution  at  100°  is  to  form  ^-imino- 
a-cyano-ay-diphenylpropane  according  to  equation  (iV)  : 

(IV).  Ph-CHNa-CN  +  H-CH(CN)Ph -^ 

Ph-CHXa-C(:NH)-CH(ON)Ph, 

and  that  if  the  reaction  is  stopped  at  the  end  of  about  half  an  hour  a 
good  yield  of  this  compound  can  be  obtained.  After  this  time,  the 
initial  product  is  slowly  decomposed  in  accordance  with  equation  (III) 
and  /3-keto-a-cyano-ay-diphenylpropane  is  formed  ;  at  the  .same  time, 
the  sodium  derivative  of  /3-imino-a-cyano-ay-iliphenylpropaue  reacts 
with  the  unchanged  benzyl  fyanide,  forming  cyanbenzyline  in  accord- 
ance with  the  observation  of  Wache.  Like  all  previous  investigators, 
we  have  been  unable  to  obtain  j8-imino-a-cyano-ay-diphenylpropane  (23) 
in  a  crystalline  condition,  although  we  find  that  it  can  be  distilled 
without  decomposition  under  a  pxessure  of  20  mm.  if  the  operation 
is  conducted  rapidly  and  only  small  quantities  are  used.  When 
treated  with  cold  concentrated  sulphuric  acid,  it  behaves  i.n  just  the 
same  way  as  ethyl  y8-imino-a-cyano-y-phenylbutyrate,  being  converted 
into  1  :  3-diamino-2-phenylnaphthalene  (24)  thus  : 
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c:nh 

CHPh 


--^ 


CN 
(23) 


or 


NH. 


(24) 


It  is  worthy  of  note  that,  whereas  ethyl  1  :  3-diaminonaphthalene-2- 
carboxylate  is  inteoseyellow  in  colour,  1 :3-diamino-2-pheny]naphthalene 
is  colourless,  and  a  comparison  of  the  three  following  formulae  is  of 
interest  as  showing  the  influence  of  the  carbethoxyl,  carboxyl,  and 
phenyl  groups  respectively  on  the  stable  forms  of  similar  compounds : 


CH„ 


c:nh 

CH-COgEt 


CO,H 


NU, 


c:nh 

(Yellow). 


(Colourless). 


(Colourless). 


It  is  also  of  interest  to  note  that  the  same  phenomenon  occurs  in  the 
corresponding  hydroxy-compounds,  thus  :  Metzuer  [Annalen,  1901, 
298,  386)  finds  that  ethyl  1  :  3-dihydroxynaphthalene-2-carboxylate(25) 
is  yellow,  whereas  the  corresponding  acid  (26)  is  colourless.  1  :  3-Di- 
hydroxy-2-phenylnaphthalene  (27),  which  has  been  prepared  by  Volhard 
{Annalen,  1900,  296,  16)  by  the  action  of  concentrated  sulphuric  acid 
on  ethyl  diphenylacetoacetate,  CH2Ph-C0'CH(Ph)-C0oEt,  is  also 
colourless. 

•,C0  /\^^0H  ,-^\/^0H 

I        Inn  TT  I        I       jpii  • 


CH'C02Et 


CO 

(25) 
Yellow  (Metzner). 


CO2H 


OH 

(26) 
Colourless  (Metzuer). 


OH 

(27) 
Colourless  (Volhard). 


The  salts  of  1  :  3-diamino-2-phenylnaphthalene  are  colourless,  but 
become  intensely  coloured  on  exposure  to  the  air.  A  full  investigation 
of  its  properties  are  in  progress. 


Experimental. 

Formation   of  Ethyl   P-Imino-a-cyano-y-jihenylbutyrats, 
CH2Ph-C(:NH)-CH(CN)-C02Et. 

This  ester  was  produced  by  the  condensation  of  the  sodium 
derivative  of  ethyl  cyanoacetate  with  benzyl  cyanide  in  alcoholic 
solution.  Twenty-three  grams  of  sodium  were  dissolved  in  275  grams 
of    alcohol   and    mixed  with    113    grams   of  ethyl   cyanoacetate.     To 


REACTIONS   OF    IMINO-COMPOUNDS.      PART   II.  1917 

the  well-cooled  solution  117  grams  of  benzyl  cyanide  were  added 
and  the  whole  heated  on  the  water-bath.  It  was  found  that  the 
yield  of  the  condensation  product  varied  considerably  with  the  length 
of  time  during  which  the  mixture  was  heated  and  that  much  care 
had  to  be  exercised  in  order  to  obtain  the  above  compound  in 
yields  sufficiently  large  for  the  purposes  of  the  research.  This  was 
necessary  owing  to  the  fact  that  soon  after  being  formed,  the  con- 
densation product  was  found  to  pass  rapidly  into  another  compound 
(see  below)  which  has  not  yet  been  identified.  This  difficulty  will 
be  realised  when  it  is  pointed  out  that  after  the  above  mixture 
had  been  heated  for  twelve  hours  at  100°  only  about  10  per  cent, 
of  ethyl  y8-imino-a-cyano-y-pheuylbutyrate  could  be  isolated,  the 
majority  of  the  benzyl  cyanide  being  recovered  unchanged,  whereas 
if  the  heating  was  prolonged  at  the  same  temperature  for  twenty- 
four  hours  the  product,  whilst  containing  25  per  cent,  of  the  ester, 
was  found  to  be  mixed  witli  as  much  as  40 — 45  per  cent,  of  another 
compound  of  high  mr)lecular  weight,  and  only  a  relatively  small 
proportion  of  the  benzyl  cyanide  was  recovered  unchanged.  On  heating 
for  a  still  longer  time  the  quantity  of  the  complex  substance  increased 
and  the  amount  of  ethyl  ^-imino-a-cyano-y-phenylbutyrate  formed 
and  of  unchanged  benzyl  cyanide  diminished. 

After  numerous  experiments  carried  out  under  diiferent  conditions 
in  which  yields  of  the  ethyl  ester  varying  from  10 — 50  per  cent,  of  the 
theoietical  amount  were  obtained,  the  following  method  was  ultimately 
adopted  as  being  the  most  convenient. 

The  molecular  mixture  described  above  was  heated  on  the  steam- 
bath  for  fifteen  hours,  the  flask  being  vigorously  shaken  from  time  to 
time.  It  was  observed  that  the  white  insoluble  sodium  derivative  of 
ethyl  cyanoacetate  gradually  dissolved  and  that  the  solution  became 
deep  red  in  colour  and  very  viscous.  After  being  heated  for  the  specified 
time  the  product  was  cooled,  when  it  set  to  a  thick  jelly.  Dilute 
hydrochloric  acid  was  then  added  and  the  heavy  oil  which  separated 
extracted  by  means  of  ether,  the  ether  solution  being  washed  with 
water  and  then  with  dilute  sodium  carbonate  solution.  During  the 
washing  with  sodium  carbonate  a  considerable  quantity  of  acid  oil  was 
extracted,  a  description  of  which  will  be  found  below. 

The  ether  solution,  without  being  dried,  was  evaporated  free  from 
ether,  and  the  residue  subjected  to  distillation  in  a  current  of  steam, 
whereby  the  whole  of  the  unchanged  benzyl  cyanide  was  recovered  in 
the  distillate.  The  residue,  which  consisted  of  a  viscid  brown  oil 
solidifying  on  cooling,  was  then  separated  by  filtration,  dried  on  a 
porous  plate,  and  recrystallised  from  absolute  alcohol. 

Ethyl  fi-imino-a-cyano-y-phenylbutyrate,  purified  in  this  way,  was 
obtaiiied  in  long,  colourless  needles,  which  melted  at  125°  : 

6  K  2 
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0-1877  gave  04659  CCX  and  0-1068  H.O.     C  =  67-69  ;  H  =  6-32. 
^'is^iANa  requires  C  =  67-81";  H-61  per  cent. 

The  ethyl  ester  is  insoluble  in  solutions  of  alkali  carbonates  and  in 
aqueous  caustic  alknlis  and  is  not  acted  on,  even  on  prolonged  boiling, 
by  concentrated  hydrochloric  acid.  It  can  be  recrystallised  from  either 
methyl  or  ethyl  alcohol  or  from  benzene,  but  is  almost  insoluble  in 
light  petroleum. 

The  sodium  carbonate  washings  from  the  ether  solution  were 
acidified,  when  a  heavy  oil  separated,  which  partially  solidified.  This 
was  filtered  by  the  aid  of  the  pump  and  the  mixture  of  oil  and  solid 
washed  with  ether,  in  which  solvent  the  solid  was  found  to  be  quite 
icsoluble.  The  residue  was  dried  on  a  porous  plate  and  found  to 
consist  of  a  light  brown  amorphous  substance  apparently  insoluble  in 
all  the  usual  organic  solvents  with  the  exception  of  hot  glacial  acetic 
acid  in  which  it  was  only  very  sparingly  soluble.  It  was  insoluble  in 
concentrated  hydrochloric  acid,  but  dissolved  in  concentrated  sul- 
phuric acid  apparently  unchanged,  since  it  was  reprecipitated  on  the 
ad.iition  of  water.  It  is,  however,  readily  soluble  in  dilute  solutions 
of  alkali  carbonates  and  in  caustic  alkalis  and  in  the  latter  case  on 
the  addition  of  excess  of  the  alkali  a  crystalline  alkali  salt  slowly 
separates.  This  salt  is,  however,  ditiicult  to  purify  since  it  is 
dissociated  by  water,  and  therefore  cannot  be  fieed  from  the  excess  of 
alkali.  For  the  purpose  of  analysis  the  compound  u-as  purified  by 
conversion  into  the  potassium  salt,  which  was  effected  by  first  washing 
the  crude  product  thoroughly  with  ether  and  then  dissolving  it  in  a 
moderately  dilate  solution  of  caustic  potash.  On  standing  a  crystal- 
line polassium  salt  slowly  .separated  which  was  filtered  and  I'econ- 
verted  into  the  oiiginal  acid  by  treatment  with  dilute  hydrochloric 
acid.  The  white  amorphous  precipitate  thus  obtained  was  then  re- 
crystallised  from  a  large  quantity  of  glacial  acetic  acid,  from  which 
solvent  it  separated  in  colourless,  microscopic  needles  which  melted  to 
a  brown  liquid  at  335°  ;  * 

I.  0-3086  gave  08346  CO.,  and  01416  H.O.    C  =  73-76;  H  =  5-14. 
11.  0-2072     „     0-5610  CO2    „   00940  h"^    C  =  73-84 ;  H  =  5-08. 
III.   0-2508     ,,     35-0  c.c.  nitrogen  at  18°  and  767  mm.  N  -  15-95. 
CoiHjgON^  requires  0  =  73-7  ;  H  =  5-2;  N  =  16-4  per  cent. 

These  figures  furnish  no  clue  as  to  the  identity  of  the  substance. 

Considerable  quantities  of  this  compound  having  accumulated 
during  the  course  of  this  research,  it  is  our  intention  further  to 
investigate  its  properties. 

The   ethereal   layer  which  floated    on    the   filtrate  from   the  above 

*  Tills  melting  point  was  taken  in  cyanbenzyline  (see  i\  1932). 
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compound  after  washing  it  free  from  oil  was  separated  in  tlie  funnel, 
washed  with  water,  dried  and  the  ether  evaporated.  The  residue, 
which  consisted  of  a  viscid,  dark  oil  readily  soluble  in  dilute  sodium 
carbonate  solution,  was,  without  further  purification,  mixed  with  three 
times  its  volume  of  absolute  alcohol  and  an  equal  volume  of  con- 
centrated sulphuric  acid  and  after  being  allowed  to  stand  for  twelve 
hours,  heated  on  the  water-bath  for  three  hours.  The  mixture  was 
then  poured  into  water,  the  oil  which  separated  extracted  with  ether, 
and  after  any  unchanged  acid  had  been  extracted  by  means  of  dilute 
sodium  carbonate  solution,  the  ethereal  solution  was  dried  and 
evaporated  free  from  ether.  The  brown  liquid  which  remained 
deposited  a  considerable  quantity  of  crystals  on  standing,  and  these 
were  collected  and  purified  by  recrystallisation  from  hot  alcohol,  being 
obtained  in  silky  needles  melting  at  178"  : 

I.  0-1868  gave  0-5252  COg  and  0-0882  H.p.    0  =  7668;  H  =  5-28. 
II.  0-1950     „     0-5472  CO.^    „    0-0908  HgO.    C  =  76-52 ;  H-5-17. 

III.  0-2284     „     24-6  c.c.  nitrogen  at  13°  and  756  mm.    N  =  12-78. 

IV.  0-2264     „     24-6  c.c.  „         ,,13°     „    752  mm.    N=]2-81. 
aiHi.0N3  requires  C-77-0  ;  H  =  5-2  ;  N  =  129  per  cent. 

The  compound  is  insoluble  in  alkalis  and  in  concentrated  hydro, 
chloric  acid.      Its  constitution  has  not  yet  been  determined. 

The    Constilulion    of    Elhijl    (i-Iiniao-a-ci/ano-y-phenylbutyrate. 

■  Formation  of  Phenylacetic  and  Malonio  Acids  hy  the  Action  of  Methyl 

Alcoholic  Potash. 

The  proof  of  the  constitution  of  ethyl  /3-imino-a-cyano-y-phenyl- 
butyrate  was  derived  from  a  study  of  the  products  which  were  formed 
when  it  was  completely  hydrolysed  by  means  of  an  alcoholic  solution 
of  potash.  As  already  mentioned  in  the  introduction,  this  proof  is 
not  in  itself  conclusive,  since  ethyl  ^-imino-y-cyano-y-phenylbutyrate^ 
CHPh(CN)-C(:NH)-CH2-C02Et,  which  might  conceivably  be  formed 
in  the  same  reaction  would  also  give  the  same  products  on  alkaline 
hydrolysis,  but  that,  taken  in  conjunction  with  the  other  reactions  of 
this  ethyl  salt,  places  its  constitution  beyond  question. 

When  ethyl  yS-imino-a-cyano-y-phsnylbutyrate  was  mixed  with  a 
solution  of  1^  times  the  calculated  quantity  of  potash  dissolved  in 
methyl  alcohol,  considerable  heat  was  generated  and  much  ammonia 
was  evolved  on  heating  the  solution  on  the  water-bath.  After  heating 
for  six  hours  the  evolution  of  ammonia  had  ceased  and  a  clear  solution 
was  obtained  on  pouring  the  hydrolysed  product  into  water.  The 
excess  of  methyl  alcohol  was  then  evaporated  and  the  residue  acidified 
by  means  of  liydrochlox-ic   acid,  when  a  white,  crystalline  substance 
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separated.  This  was  collected  and  recrystallised  from  dilute  alcohol, 
being  thus  obtained  in  glistening  plates  melting  at  76°.  An  analysis 
proved,  as  its  appearance  and  odour  indicated,  that  it  was  phenyl- 
acetic  acid  : 

0-2107  gave  0-5222  CO.,  and  01232  HgO.     C  =  67-61;  H  =  6  49. 
C.HgOg  requires  C  ■=  67-8  ;  H  =  6-4  per  cent. 

The  filtrate  from  the  phenylacetic  acid  was  evaporated  to  dryness, 
acidified  with  concentrated  hydrochloric  acid  and  again  evaporated, 
being  finally  placed  in  a  Soxblet  apparatus  and  extracted  with  ether. 
The  ethereal  solution  on  drying  and  evaporating  deposited  a  quantity 
of  oil  which  rapidly  solidified  and  then  melted  at  132°  with  decomposi- 
tion. The  analysis,  together  with  the  fact  that  on  distillation  it  yielded 
acetic  acid,  showed  it  to  be  malonic  acid  : 

0-2217  gave  0-2796  CO2  and  0-0778  HgO.    0=34-39;    H  =  3-89. 
O3H4O4  requires  0  =  34-6  ;    H  =  3  8  per  cent. 

Formation  of  Ethyl  1  :  ^-Diaminonaphthalene-2-carboxylate, 


OOgEt 


When  dry  ethyl  ^-imino-a  cyano  y-phenylbutyrate  ground  to  a  fine 
powder  is  added  to  three  times  its  weight  of  cold,  concentrated 
sulphuric  acid  it  dissolves  rapidly  forming  a  yellow  solution.  If  the 
mixture  is  allowed  to  becouie  warm  this  solution  becomes  deep 
malachite-green  in  colour,  but  it  remains  yellow  if  placed  in  a 
mixture  of  ice  and  salt.  If,  as  soon  as  the  ethyl  salt  has  all  dissolved, 
an  operation  which  visually  takes  about  one  minute,  the  strong 
sulphuric  acid  solution  is  poured  on  ice,  a  clear  yellow  solution  is  pro- 
duced from  which  an  almost  white  crystalline  substance  separates  on 
standing.  This  compound  is  the  sulphate,  Cj3Hj^02N.^,H2S04,  of  the 
above  base  and  can  be  obtained  in  almost  colourless  plates  by 
recrystallisation  from  water  : 

0-1539  gave  0-2706  00,,  and  0-0705  HgO.     0  =  47  95  ;  H  =  5-12. 
Oi3Hi402N2,H2S04  requires  0  =  47  6  ;  H  =  4-9. 

The  sulphate  gradually  becomes  yellow  on  exposure  to  the  air,  and 
when  dissolved  in  water  forms,  in  the  cold,  an  almost  colourless 
solution,  which  on  warming  becomes  bright  yellow ;  this  yellow 
colour  is  discharged  on  cooling. 

Ethyl-\  :  Zdiaminonaphthalene-2-carhoxylate  is  precipitated  as  a 
yellow,  crystalline  solid  on  adding  aqueous  ammonia  to  a  solution  of 
the  sulphate  dissolved  in  water.     It  was  collected  by  filtration  and 
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recry stall ised  from  ether,  being  obtained  in  this  way  in  golden  yellow 
plates  melting  at  108°  : 

0-2244  gave  0-5568  CO^  and  0-1262  H,0.     0  =  67-65  ;  H=6-24. 
0-3238     „     32-4  c.c.  of  nitrogen  at  12°  and  769  mm.     N  =  12-13. 
^13^1  A^2  requires  C  =  67-8  ;  H  =  6-l  ;  N=12-2  per  cent. 

The  hydrochloride,  Ci3Hj^O.,No,2HCI,  is  best  pi-epared  by  dissolving 
the  base  in  dilute  hydrochloric  acid  and  then  adding  excess  of  con- 
centrated hydrochloric  acid  to  the  almost  colourless  solution.  On 
standing,  colourless  needles  of  the  above  salt  separate  : 

0-2911  gave  0-2734  AgCl.     01  =  23-30. 

<^i3^iA^2'2H01  requires  01  =  23-4  per  cent. 

Ethyl  1  :  3-diaminonaphthalene-2-carboxylate  is  very  readily 
oxidised  by  the  mildest  oxidising  agents,  being  even  slowly  altered  on 
exposure  to  the  air.  The  compounds  produced  in  these  circumstances 
as  well  as  the  products  foi^med  by  the  action  of  nitrous  acid  on  this 
ethyl  salt  are  still  under  investigation, 


1  :  3-Diamino7iaphthalene-2-carboxyUc     acid,     \        \        jp^  |t 


2' 


This  acid  was  prepared  from  the  ethyl  salt  by  hydrolysing  it  with 
methyl  alcoholic  potash.  5  grams  were  added  to  a  solution  of  li 
times  the  calculated  quantity  of  caustic  potash  dissolved  in  meth}  1 
alcohol  and  the  solution  warmed  on  the  water-bath.  On  cooling  a 
cry ^tnWine  potassium  salt,  Cj^H.iO.^NgK,  separated,  which  was  collected 
by  filti-ation,  purified  by  washing  with  a  little  methyl  alcohol,  and 
dried  on  a  porous  plate.  lb  is  a  yellow,  crystalline  solid  readily 
soluble  in  water  : 

0-2195  gave  0-0788  K.SO^.     K=.1609. 

Cj^HgOoNgK  requires  K  =  16-25  per  cent. 

The  fi'ee  acid  is  precipitated  as  a  white,  crystalline  solid  on  adding 
dilute  hydrochloric  acid  to  a  solution  of  the  potassium  salt  in  water. 
It  was  collected  by  filtration,  dried  on  a  porous  plate  and  recrystallised 
from  warm  water.  Since  the  acid  rapidly  loses  carbon  dioxide  at  80°, 
it  is  necessary  that  the  aqueous  solution  should  be  considerably  below 
this  temperature.  Since,  however,  the  acid  is  readily  soluble  in  warm 
water  and  separates  again  on  cooling,  it  can  easily  be  recrystallised  in 
quantities  without  raising  the  temperature  of  the  solution  above  60°. 
1  : 3-Diaminonaphthalene-2-carboxylic    acid    can    be   obtained   in   this 
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way  in  colourless  needles  melting  at  85°  with  immediate  elimination  of 
carbou  dioxide  : 

0-2258  gave  0-5374  CO^  and  0-1064  HgO.     C  =  64-90 ;  H  =  5-27. 
C11H10O0N2  requires  C  =  65-3  ;  H  =  4-9  per  cent. 

The  carboxylic  acid  does  not  form  salts  witli  acids. 

1  :  ?>-Xaphthylenediainive. 

This  base  was  prepared  from  the  above  carboxylic  acid  by  heating  it 
at  100°  until  the  evolution  of  carbon  dioxide  had  ceased.  The  opera- 
tion was  carried  out  in  a  small  flask  which  was  placed  in  a  bath  of 
sulphuric  acid  and  heated  to  the  i-equisite  temperature.  "When  the 
evolution  of  gas  had  ceased,  the  product  was  dissolved  in  dilute  hydro- 
chloric acid  and  the  deep  red  solution,  after  filtering,  rendered  alkaline 
with  caustic  potash.  The  base,  which  was  then  precipitated,  was 
recrystallised  from  water  and  obtained  in  small  plates,  usually  slightly 
red  in  colour,  which  melted  at  96^  : 

0-1622  gave  0-4520  CO.^  and  0-0910  HgO.    C  =  76-00  ;  H  =  6-28. 
C^qHioNo  requires  C  =  76-0  ;  H  =  6-3  per  cent. 

The  diacetyl  derivative,  CioHgNo(CO-CH;3)2  was  prepared  by  dissolving 
the  base  in  acetic  anhydride  and  heating  the  solution  on  the  sand-bath 
for  one  hour.  The  excess  of  the  anhydride  was  then  evaporated  by 
placing  the  solution  in  an  evacuated  desiccator  over  potash  until  solid. 
Recrystallised  from  acetic  acid,  it  was  obtained  in  fine  needles  melting 
at  263—265°  (Friedlander,  Ber.,  1895,  28,  1953)  : 

0-1693  gave  0-3826  CO2  and  01112  HgO.     C  =  61-64;  H  =  7-29. 
CjoHj^OoNg  requires  C  =  6l-9;  H  =  7-2  per  cent. 

Formation  of  Ethyl  ^-Imino-a-cyayio-y-phenylvahrate, 
Ph-CHMe-C(:NH)-CH(CN)-C02Et. 

As  stated  in  the  introduction,  tho  methylation  of  ethyl  /3-imino- 
a-cyano-y-phenylbutyrate  by  means  of  sodium  ethoxide  and  methyl 
iodide  in  alcoholic  solution  is  not  easily  accomplished.  The  difficulty 
is  probably  due  to  the  fact  that  the  unreactive  character  of  the 
methylene  hydrogen  atom  causes  a  state  of  equilibrium  to  be  .set  up 
between  the  sodium  ethoxide,  the  ethyl  salt  and  its  sodium  derivative, 
in  which  only  about  one-third  of  the  last-named  is  formed.  Thus,  by 
the  action  of  methyl  iodide  on  a  cold  mixture  of  equimolecular 
proportions  of  sodium  ethoxide  and  ethyl  ^-imino-a-c\ano-y-phenyl- 
butyrate,  only  about  one-third  of  the  ethyl  salt  is  converted  into  its 
methyl  derivative.     Therefore,   in   order  to  complete  tlie  conversion, 
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the  process  of  methylation  was  repeated  four  times  in  the  following 
manner  : 

Ten  grams  of  the  ethyl  salt  were  added  to  a  solution  containing 
1  gram  of  sodium  dissolved  in  12  grams  of  alcohol,  and  the  whole, 
after  being  well  cooled,  treated  with  12  grams  of  methyl  iodide.  After 
standing  for  some  time  in  the  cold  the  mixture  was  heated  on  tlio 
water-bath  until  a  test  poi"tion  diluted  with  water  gave  a  neutral 
reaction  with  litniu--,  when,  after  the  excess  of  alcohol  and  unchanged 
methyl  iodide  had  'oi  en  distilled  off  :is  completely  as  possible  on  the 
water- l);ith,  a  further  quantity  of  sodium  ethoxide  made  bj^  dissolving 
1  gram  of  sodium  in  12  grams  of  alcohol  was  added,  and  the  solution 
treated  with  methyl  iodide  and  again  heated  until  neutral.  After  this 
process  had  been  repeated  four  times,  water  was  added  and  the  oil, 
which  then  separated  and  which  almost  immediately  solidified,  was 
filtered  by  the  aid  of  the  pump  and  purified  by  lecrystallisation  from 
alcohol.  Elliyl  ^-imino-acijano-y-j^henylvalerale  is  obtained  in  this  way 
in  large  needles  melting  at  92°  : 

0-1596  gave  0-4052  CO^  and  0-0959  H,0.     0  =  69-24;  H  =  6-72. 
Ci^HjyOoN.^  requires  C  =  68-8  ;  H  =  6-6  per  cent. 

Formation   of  a  l^heny  I  propionic   Acid   and   ^falojiic  Acid    from   Etliyl 
ft- 1  )nino-a-cyano-y-php.nylvalerate. 

The  j)roof  of  the  constitution  of  ethyl  ^-imino-a  cyano  y-})henyl- 
y-methylbutyrate  was  derived  from  the  stuily  of  the  products  formed 
from  it  on  alkaline  hydrolysis.  The  operation  was  carried  out  as 
follows  : 

Five  grams  of  the  ethyl  salt  were  mixed  with  a  solution  containing 
one-and-a-half  times  the  calculated  quantity  of  caustic  potash  dissolved 
in  methyl  alcohol  and  heated  on  the  water-bath  until  the  odour  of 
ammonin,  which  was  apparent  at  the  commencement  of  the  hydrolysis, 
had  entirely  disappeared.  The  product  was  then  diluted  with  water 
and  evaporated  on  the  water-bath  until  free  from  methyl  alcohol,  when 
it  was  acidified  with  concentrated  hydrochloric  acid  and  allowed  to 
stand.  Since  the  oil  which  separated  on  the  addition  of  the  acid 
showed  no  tendency  to  crystallise,  the  solution  was  extracted  by  mtansof 
ether  and  the  ethereal  solution, after  drying,  evnporated  free  from  ether. 
The  oil  which  remained  was  then  distilled  under  the  ordinary  pressure 
and  was  found  to  boil  constantly  at  264 — 265°,  at  which  temperature 
a-phenylpi-opionic  acid,  which  does  not  appear  to  be  a  solid  at  the 
ordinary  temperature,  boils  (Fittig  and  Wurster,  Annalen,  1879,  195, 
165): 

0-2100  gave  0-5532  CO^  and  0-1295  lip.     C  =  71-84  ;  H  =  6-85. 
C9H10O2  requires  C  =  72-0  ;  H  =  6-7  per  cent. 
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The  aqueous  solution  after  the  extraction  of  the  above  acid  was 
evaporated  to  dryness  and  exti'acted  in  a  Soxhlet  apparatus  with  ether. 
The  ethereal  solution  after  drying  was  evaporated  free  from  ether 
yielding  a  solid  residue  which  melted  at  132°  and  gave  acetic  acid  on 
distillation,  evidently  therefore  consisting  of  malonic  acid  : 

0-1774  gave  0-2237  COg  and  0-0622  H2O.     C  =  34-41  ;  H  =  3-90. 
CgH^O^  requires  C  =  34-6  ;  H  =  3-8  per  cent. 

The  above  analysis  indicates  that  the  substance  is  malonic  acid  and 
not  methylmalonic  acid,  and  therefore  shows  that  only  one  methyl 
group  had  entered  into  the  molecule  of  ethyl  )8-imino-a-cyano-y-phenyl- 
butyrate  on  its  being  completely  methylated  in  the  manner  already 
described. 

Owing  to  there  being  only  a  slight  difference  between  the  percentage 
compositions  of  ethyl  /3-imino-a-cyano-y-phenylbutyrate  and  its  methyl 
derivative,  this  fact  could  not  be  definitely  settled  on  the  results  of 
their  analysis  alone. 

Formation    of  Ethyl  2  :  4:-D{amino-l-methylnaphthalene-3-carboxylate, 

Me 


COgEt 


The  conversion  of  ethyl  ^-imino-a-cyano-y-phenylvalerate  into  the 
above  derivative  of  naphthalene  takes  place  with  the  same  ease  as 
that  already  described  in  the  case  of  the  unmethylated  derivative. 
Five  grams  of  the  finely-ground  ethyl  salt  were  added  slowly  to  three 
times  its  weight  of  concentrated  sulphuric  acid  cooled  in  ice.  On  each 
addition,  the  salt  instantly  dissolved,  and  in  spite  of  the  low  tempera- 
ture the  sulphuric  acid  solution  became  deep  bluish-green.  When  all 
had  been  added,  the  solution  was  allowed  to  stand  for  two  or  three 
minutes  and  then  poured  on  ice.  The  deep  bluish-green  colour  of  the 
solution  was  instantly  discharged  on  mixing  with  the  ice,  forming 
a  clear  yellow  solution  from  which  the  sul])hate,  Cj^HjgOoNojHgSO^,  of 
the  base  slowly  separated  on  standing  as  a  pale  yellow,  crystalline 
precipitate : 

0-1708  gave  0-3064  CO2  and  00828  HoO.     C  =  48-92  ;  H -5-42.      ' 
Ci4Hjg02lSr2,H2S04  requires  0  =  49-1  ;  H  =  5-3  per  cent. 

The  sulphate  is  readily  soluble  in  hot  water,  but  separates  from  its 
concentrated  solutions  in  this  solvent  on  cooling.  An  aqueous  solution 
of  the  salt  at  0°  is  nearly  colourless,  but  becomes  a  deep  yellow  on 
being  heated  to  the  boiling  point.     On  being  again  cooled,  the  colour 
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is  discharged.  The  sulphate  is  insoluble  in  alcohol  and  this  fact  can 
be  utilised  in  its  formation,  since  on  pouring  the  bluish-green  sulphuiic 
acid  solution  into  three  times  its  volume  of  well-cooled  absolute  alcohoh 
the  salt  is  completely  precipitated  and  can  be  isolated  by  filtration. 
The  free  base  was  prepared  by  dissolving  the  sulphate  in  water  and 
adding  ammonia  until  strongly  alkaline.  The  deep  yellow  oil  which 
was  then  precipitated  did  not  show  any  signs  of  crystallising,  and  was 
therefore  extracted  by  means  of  ether,  the  ethereal  solution  being 
washed  with  a  little  water,  dried  with  calcium  chloride,  and  evaporated. 
The  yellow  syrup  which  remained  instantly  solidified  on  scratching, 
forming  a  deep  yellow  solid,  which  was  recrystallised  from  methyl 
alcohol  and  thus  obtained  in  orange-yellow  prisms  melting  at  75°  : 

0-1676  gave  0-4245  COg  and  0-1017  HgO.     C  =  69-08  ;  11  =  6-74. 
Cj^HjgOgN^  requires  C  =  68-8  ;  H  =  66  per  cent. 

Ethyl  2  :  4-diamino-l-methylnaphthalene-3-carboxylate  is  readily 
soluble  in  cold  ether  and  can  in  this  way  be  distinguished  from  the 
lower  homologvie.  It  is  also  soluble  in  all  the  usual  organic  solvents 
excepting  light  peti'oleum,  and  is  readily  oxidised,  but  is  not  altered 
on  exposure  to  the  air  so  rapidly  as  ethyl  1  :  3-diaminonaphthalene-2- 
carboxylate. 

Formation     of     2 :  i-Diamino-l-methylnaphthalene-S-carboxylic    Acid, 

Me 


CO2H 


This  acid  was  prepared  from  the  ethyl  salt  by  the  action  of  alcoholic 
potash.  Kthyl  2  :  4  diamino-l-methylnaphthalene-3-carboxylate  was 
added  to  a  solution  containing  one  ami  a  half  times  the  calculated 
quantity  of  potash  dissolved  in  methyl  alcohol  and  the  mixture  heated 
on  the  water-bath  until  a  test  portion  diluted  with  water  remained 
clear.  Water  was  then  added  and  the  solution  evaporated  on  the 
water-bath  until  free  from  methyl  alcohol,  when  it  was  acidified,  and 
the  colourless,  glistening  leaflets  of  the  acid  which  then  separated 
collected  by  filtration.  The  acid,  which  is  slowly  decomposed  by 
boiling  water,  was  recrystallised  rapidly  fi^om  hot  water,  and  obtained 
in  this  way  in  colourless  needles  which  decomposed  with  evolution  of 
carbon  dioxide  at  155 — 160°  apparently  without  melting  : 

0-1697  gave  0-4139  CO^  and  0-0875  H2O.     0  =  6652;  H  =  5-73. 
C^jH^^Oo^g  requires  C  =  66'7  ;  H  =  5-6  per  cent. 
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Formation  of  2  :  i-Diamino-\-methylnaj^hthahne, 

NHo 

This  base  was  prepared  from  the  carboxylic  acid  by  heating  it  for 
some  time  at  180°.  The  finely-ground  and  purified  acid  was  placed  in 
a  small  flask  and  heated  in  a  bath  of  sulphuric  acid  at  the  required 
temperature  until  carbonic  acid  ceased  to  be  evolved,  when  the 
residue  was  treated  with  dilute  hydrochloric  acid,  and  the  deep  red 
solution  thus  formed  boiled  with  animal  charcoal  and  filtered.  On 
adding  dilute  aqueous  caustic  soda  to  the  filtrate,  the  base  was 
precipitated  as  a  resin,  which  did  not  crystallise  on  standing.  It  was 
therefoi'e  dissolved  in  concentrated  hydrochloric  acid  and  the  solution 
allowed  to  stand,  when  the  hydrochloride,  Cj^Hj2N2,2HCl,  slowly 
separated  in  white,  silky  needles: 

0-2117  gave  0-2467  AgCl.     01  =  28-91. 

CiiHi2^V2H01  requires  01  =  29-0  per  cent. 

The  hj^drochloride  readily  dissolved  in  water,  and  the  solution  on 
being  made  alkaline  with  caustic  soda  solution  deposited  the  base 
as  a  white  solid,  which,  when  recrystallised  from  dilute  methyl  alcohol, 
was  obtained  in  fine,  white  needles  melting  at  65°  : 

0-1912  gave  0-5358  OOg  and  0-1245  H.p.     0  =  76-43;  H  =  7-23. 
Oj^Hjo^o  requires  0  =  76-7;  H  =  7-0  per  cent. 

The  base  becomes  slowly  coloured  on  exposure  to  air  and  light. 

The  platinichloride,  C^^^^l^^i^-^^^^,'  i^  precipitated  as  a  yellow, 
crystalline  powder  on  adding  excess  of  platinic  chloride  to  a  solution 
of  the  hydrochloride  of  the  base  in  water  : 

0  2513  gave  0-0839  Pt.     Pt-33-38. 

Cj^Hj^Ng.HgPtOl,,  requires  Pt  =  33-5  per  cent. 

Formation  of  Ethyl  ft-Tmino-a-cyano-y-j^henyl-n-hexoafe, 
Ph-OHEf  0(:NH)-0H(0N) -COoEt. 

The  preparation  of  the  ethyl  derivative  of  ethyl  ^-imino-a-cyano-y- 
phenylbutyrate  was  undertaken  in  order  to  show  conclusively  that  only 
one  alkyl  group  could  be  introduced  into  this  compound  by  the  action 
of  sodium  ethoxide  and  an  alkyl  iodide.  The  process  adopted  was  the 
same  as  that  already  described  in  the  case  of  the  methyl  derivative, 
only  in  the  present  instance  even  greater  ditficulty  was  experienced  in 
introducing   the    alkyl    group,   and,   after  the    process    of    ethylr,tion 
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had  been  repeated  four  times,  considerable  quantities  of  unchanged 
eth)'l  salt  were  recovered.  Tlie  actual  operation  was  carried  out  as 
follows:  10  grams  of  ethyl  /3-imino-a-cyano-y-phenylbutyrate  were 
added  to  a  solution  containing  2  grams  of  sodium  in  30  grams  of 
alcohol,  which,  after  being  well  cooled,  wa.s  mixed  with  24  grams  of 
ethyl  iodide  and  warmed  on  the  water-bath  until  a  test  portion  diluted 
Avith  water  showed  a  neutral  reaction  to  litmus.  The  excels  of  alcohol 
and  ethyl  iodide  was  then  distilled  off  as  far  as  possible  on  the  waler- 
bith  and  the  above  process  again  repeated.  When  the  treatment  had 
been  carried  out  four  times,  water  was  added,  and  the  oil,  which  was 
then  precipitated  and  which  solidified  on  standing,  separated  by 
filtration.  In  the  first  place,  the  solid  was  recrystallised  from  dilate 
methyl  alcohol,  from  which  solvent  it  separated  in  needles  having 
a  melting  point  of  60  —  80°.  These  were  then  ground  with  cold 
benzene,  in  which  a  considerable  quantity  dissolved,  leaving  a  residue 
which  melted  at  124 — 125°. 

The  following  analysis  showed  this  substance  to  be  unchanged  ethyl 
)S-imino-a-cyano-y-phenylbutyrate  : 

0-1554  gave  0-3888  CO^  and  0-0903  H,0.     C  =  68-23  ;  H  =  6-50. 
C^gHj^O.^No  requires  C  =  67-8  ;  H  =  6-1  per  cent. 

The  benzene  filtrate  on  evaporation  left  a  residue  which  melted  at 
60—65°,  which  was  again  ground  with  cold  benzene  yielding  a 
further  small  quantity  of  unchanged  ethyl  /S-imino-a-cyano-y-phenyl- 
butyrate. 

The  benzene  solution  from  this  second  separation  gave  a  product 
which  melted  at  60 — 61°.  This  was  finally  recrystallised  from  methyl 
alcohol,  pure  ethyl  (i-imino-a-cyano-ypheni/l-n-hexoate  being  thus  obtained 
in  small  prisms  melting  at  60°  : 

0-1564  gave  0-3990  CO2  and  00996  HoO.     0  =  6958;  H  =  7-12. 
Ci5Hjg02N.2  requires  C  =  69*8  ;  H  =  7-0  per  cent. 

Formation     of     a-Pltenylhutyric      Acid,    Ph*CH(Et)"COoH,      and 
Malonic  Acid  from  Ethyl  f^-Imino-a-cyano-y-pJienyl-n-hexoate. 

The  position  of  the  ethyl  group  in  ethyl  y8-imino-a-cyano-y-phenyl- 
ethylbutyrate  was  determined  by  the  products  formed  on  its  com- 
plete hydrolysis  with  methyl  alcoholic  potash.  Five  grams  of  the 
ethyl  salt  were  heated  on  the  watex'-bath  with  a  solution  containing 
one-and-a-half  times  the  calculated  quantity  of  caustic  potash  dissolved 
in  methyl  alcohol  until  the  odour  of  ammonia  has  ceased  to  be  apparent. 
Water  was  then  added  and  the  solution  evaporated  on  the  water-bath 
until  free  from  methyl  alcohol,  when  it  was  acidified  with  hydrochloric 
acid  and  the  product   allowed  to  stand.     The  oil  which   was  first  pre- 
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cipitated  on  the  addition  of  the  acid  became  solid  on  standing  and  was 
isolated  by  filtration.  Recry^tallised  from  dilute  alcohol  it  was 
obtained  in  crystals  melting  at  42°  which  is  the  correct  melting  point 
of  a-phenylbutyric  acid  (Neure,  Annalen,  1889,  250,  154)  : 

0-2001  gave  0-5358  CO2  and  0-1 333  HgO.     C  =  7303;  H  =  7-40. 
CjqH^oOo  requires  C  =  73-2  ;  H  =  7*3  per  cent. 

The  aqueous  filtrate  after  extraction  with  ether  was  evaporated  to 
dryness  on  the  water-bath,  and  the  residue  extracted  in  a  Soxhlet 
apparatus  with  ether.  The  ether  solution,  after  being  dried  with 
calcium  chloi-ide,  was  evaporated  free  from  ether,  yielding  a  white  solid 
melting  at  132°,  which  was  converted  on  distillation  into  acetic 
acid.  It  was  evidently,  therefore,  malonic  acid,  and  its  formation 
together  with  that  of  a-phenylbutyric  acid  indicates  clearly  that  the 
ethyl  group  in  ethyl  ^-imino  a-cyano-y-phenyl-y-ethylbvityrate  is  at- 
tached to  the  same  carbon  atom  as  is  the  benzene  nucleus. 

Formation  of  Ethyl  2  •.i-Diamino-l-ethylnajjhthalene-Z-carhoxylate, 

Et 


CO.^Et 


The  conversion  of  ethyl  ^-imino-a-cyano-y-phenyl-n-hexoate  into  the 
above  derivative  of  naphthalene  was  accomplished  in  the  following 
manner.  The  finely-ground  ethyl  salt  was  added  gradually  to  three 
times  its  weight  of  concentrated  sulphuric  acid,  the  acid  being  kept 
well  cooled  in  ice  through  the  addition.  When  all  had  been  added, 
the  sulphuric  acid  solution,  which  had  become  deep  indigo  blue  in 
colour,  was  allowed  to  stand  at  the  ordinary  temperature  for  about 
two  minutes,  when  it  was  poured  on  to  ice.  On  coming  in  contact 
with  the  ice  the  blue  colour  of  the  solution  instantly  disappeared, 
forming  a  light  yellow  solution  from  which,  however,  no  separation  of 
the  sulphate  of  the  base  took  place  on  standing.  The  clear  solution 
was  thei'efore  made  alkaline  with  ammonia  and  the  yellow  oil,  which 
was  then  precipitated,  extracted  by  means  of  ether.  In  order  further 
to  purify  the  base,  this  ethereal  solution  was  extracted  twice  with 
dilute  sulphuric  acid,  and  the  sulphui'ic  acid  extract  made  alkaline 
with  ammonia.  The  yellow  oil  precipitated  in  this  way,  and  which 
became  solid  on  standing,  was  collected  by  filtration  and  recrystallised 
from  dilute  methyl  alcohol,  being  obtained  in  small  yellow  prisms 
melting  at  63°  : 

0-1282  gave  0-3298  CO,  and  0-0832  HoO.     C  =  70-16;  H«7-21. 
Cj^HjgOgNg  requiies  C  =  69  8  ;  H  =  70  per  cent. 
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The  hydrochloride,  G^^-^^0.^<^,'lHQ\,  is  prepared  by  dissolving  the 
base  in  concentrated  hydrochloric  acid,  and  allowing  the  solution  to 
stand.     It  consists  of  almost  colourless  needles  : 

0-2102  gave  0-1838  AgCl.     CI  =  21-67. 

Ci5HigO^N2,2HCl  requires  CI  =  21-5  per  cent. 

Formation  of  1  •.i-Diamino-\-ethylnaphthalene-^-carboxylic  Acid, 

Et 


NHo  . 
COoH 


In  order  to  prepare  this  acid,  4  grams  of  the  ethyl  salt  were  mixed 
with  a  methyl  alcoholic  solution  of  one-and-a-half  times  the  calculated 
quantity  of  potash,  and  heated  on  the  water-bath  until  a  test  portion 
was  completely  soluble  in  water.  The  product  was  then  diluted  with 
water  and  evaporated  on  the  watei'-bath  until  fi^ee  from  methyl 
alcohol,  when  dilute  hydi'ochloric  acid  was  added  and  the  precipitate, 
which  then  separated,  isolated  by  filtration.  The  acid,  like  those 
already  described,  is  rapidly  decomposed  by  boiling  water.  It  was 
therefore  crystallised  by  dissolving  it  in  water  at  60°  and  allowing  the 
solution  to  cool,  when  the  acid  separated  in  small  leaflets  which  melted 
and  decomposed  at  about  130°,  the  observed  melting  point,  however, 
varied  fi'om  128 — 133°  with  the  same  specimen,  depending  on  the 
rapidity  with  which  the  temperature  was  raised  : 

0-1729  gave  0-4281  COg  and  0-0969  H.O.     C  =  67-52  ;  H  =  6-22. 
^13^14^2-^2  requires  C  =  67-8;  H  =  6-l  per  cent. 

Formation  of  2  :  ^-Diamin,o-\-ethylnaphthalene. 

Et 


This  base  was  prepared  by  heating  the  carboxylic  acid  a  few  degrees 
above  its  melting  point.  The  acid  was  placed  in  a  small  flask  and 
heated  in  a  bath  of  sulphuric  acid  at  150°  until  the  evolution  of  carbon 
dioxide  ceased.  The  residue,  which  consisted  of  a  viscid  red  gum, 
was  dissolved  in  dilute  hydrochloric  acid  and  the  solution,  after  being 
filtered,  made  alkaline  with  dilute  aqueous  caustic  soda.  The  precipitated 
base,  which  solidified  on  standing,  was  then  collected  by  filtration  and 
I'ecrystallised  from  dilute  methyl  alcohol,  being  obtained  in  glistening 
plates  melting  at  74°  : 
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0-1812  gave  0-5127  CO,  and  01256  HoO.     C  =  77-17;  H  =  7-70. 
C'loHj-N^,  requires  C  =  77  4  ;  H  =  7-5  per  cent. 

The  hij'Jruchloride,  Cj.2Hj^N^„2IICl,  is  precipitated  as  a  white,  crystal- 
line powder  on  dissolving  the  base  in  concentrated  h}alrochloric  acid 
and  allowing  the  solution  to  stand  for  some  time  : 

0-2-207  gave  0-2429  AgCl.     Cl  =  27-31. 

Cj2Hi^No,2HCl  requires  CI  ==27-4  per  cent. 

The  j)latuuchlo7'ide,  Cj.jH^jN^jHoPtCl,;,  is  formed  when  a  solution  of 
the  hydrochloride  is  mixed  with  an  aqueous  solution  of  platinic  chloride. 
It  is  a  yellow,  crystalline  jjowder  : 

0-2401  gave  0-07S1  Pt.     Pt  =  32-53. 

Ci^,Hai^''2»HoPtCl^  requires  Pt  =  32-7  per  cent. 

Condensation  of  Benzyl  Cyanide  wilh  its  Sodium  Derivative. 

As  mentioned  in  the  introduction,  this  condensation  was  carried  out 
in  three  different  ways,  the  nitrile  being  heated  with  its  sodium  deriv- 
ative in  alcoholic  solution  at  100°  for  (1)  half  an  hour,  (2)  two  hours, 
(3)  twenty-four  hours. 

(1)   Formation  of  ji-Imino-a-cyano-ay-diphenylj)ropane, 
CHoPh-C(:NH)-CH(CN)Ph. 

After  a  number  of  preliminary  experiments  it  was  ascertained  that 
this  substance  was  produced  in  the  greatest  yields  in  the  following 
way.  115  grams  of  sodium  were  dissolved  in  130  grams  of  alcohol 
and  mixed  with  117  grams  of  benzyl  cyanide,  the  whole  being  heated 
on  the  water-bath  for  half  an  hour.  After  this  time  the  contents  of 
the  flask,  which  had  a  slight  odour  resembling  ammonia,  were  mixed 
with  water  and  the  oil  which  then  separated  extracted  with  ether.  The 
ethereal  solution  after  being  freed  from  alcohol  by  washing  with  water 
■was,  without  drying,  evaporated  free  from  ether,  and  then  after  being 
mixed  with  water  distilled  in  a  current  of  steam  until  all  unchanged 
benzyl  cyanide  had  passed  over.  The  residue,  which  consisted  of  a  viscid 
oil,  was  then  extracted  by  means  of  ether,  and  the  ethereal  solution,  after 
being  dried  with  calcium  chloride,  evaporated  free  from  ether.  The  oil 
■which  remained  was  rapidly  distilled  under  reduced  pressure  and  was 
found  to  boil  at  274°/20  mm.,  passing  over  as  a  colourless  syrup  : 

0-2016  gave  0-6070  CO.  and  0-1111  HgO.     C  =  82-12  ;  H  =  6-17. 
C\gHj^N2  requires  C  =  82'0  ;  X  =  6-0  per  cent. 

The  identity  of  this  compound  with  that  prepared  by  E.  v.  Meyer  was 
shown  by  the  fact  that  with  hydroxylamine  it  gave  an  oxime  meliiug 
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at  107®,  identical  with  that  formed  by  the  action  of  this  reagent  on  the 
ketone,  CH2Ph-C0-CH(CN)Ph.  Even  when  carefully  purified  by  dis- 
tillation )S-imino-a-cyano-ay-diphenyl propane  is  a  viscid  liquid  and 
shows  no  tendency  to  become  crystalline. 


(2)  Formation  of  P-Imino-a-cyano-ay-diphenylpropane, 
CH.3Ph-C(:NH)-CH(CN)Ph. 
^-Keto-a-cyano-ay-diphenylpropane,      C  H2Ph*C0'CH(CN)Ph.        Cyan- 
benzyline  {^-Amino-^-phenyl-l  :  i-diheuzylpyrimidine)  and  Ethylamine. 

In  this  experiment  the  reacting  substances  wei'e  mixed  in  the  same 
proportions  as  in  experiment  (1)  but  were  heated  on  the  water-bath  for 
two  hours.  The  odour  resembling  ammonia  which  was  apparent  at 
the  end  of  the  first  half  hour,  became  vei'y  marked  on  further  heating, 
the  contents  of  the  flask  becoming  at  the  same  time  dark  red.  At  the 
end  of  the  specified  time  a  small  quantity  of  alcohol  was  distilled  over 
and  collected  in  dilute  hydrochloric  acid,  the  solution  evaporated  on 
the  water-bath  to  a  small  bulk  and  mixed  with  excess  of  a  solution 
of  platinic  chloride.  On  adding  a  little  alcohol  to  the  mixture  a 
yellow  precipitate  separated  out  which  was  collected  by  filtration  and 
recrystallised  from  a  little  hot  water,  being  thus  obtained  in  yellow 
cubes.  The  following  analysis  showed  it  to  be  the  platinichloride  of 
ethylamine  : 

0-2713  gave  0-1054  Pt.     Pt  =  38-85. 

(C2H5NH2)<2,HoPtCl,;  requires  Pt  =  39-0  per  cent. 

As  soon  as  the  small  quantity  of  alcohol  necessary  for  the  above 
experiment  had  been  distilled  ovex",  the  alcohol  solution  without  further 
evaporation  was  mixed  with  water,  acidified  with  dilute  hydrochloric 
acid  and  extracted  with  ether.  The  ethereal  solution  after  being 
washed  with  water  to  remove  alcohol  was  thoroughly  shaken  with  a 
solution  of  three  volumes  of  concentrated  hydrochloric  acid  to  one  of 
water. 

It  was  found  that  by  shaking  the  ethereal  solution  with  this  mixture 
the  cyanbenzyline  could  be  completely  extracted  in  the  form  of  its 
hydrochloride.  This  hydrochloride,  which  is  a  viscid  litjuid  under 
ordinary  conditions,  is  quite  insoluble  in  both  dilute  hydr-ochloric  acid 
and  in  ether.  Therefore  on  shaking  the  ethereal  solution  with  the 
dilute  acid  three  layers  are  formed,  an  upper  layer  consisting  of 
ethereal  solution  from  which  the  hydrochloride  has  been  extracted,  a 
middle  layer  consisting  of  this  hydrochloride  in  the  form  of  a  viscid 
oil  and  a  lower  aqueous  layer  of  dilute  hydrochloric  acid.  The  three 
layers  were  completely  separated  in  the  separating  funnel,  and  it  was 
found  that  on  repeating  the  process  three  times  the  whole  of  the  cyan- 
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benzyline  present  was  extracted  from  the  solution.  The  oily  hydro- 
chloride on  warming  on  the  water-bath  with  excess  of  sodium  carbonate 
solution  yielded  cyanbenzyline  as  a  crystalline  mass  which  when 
recrystallised  from  absolute  alcohol  or  from  light  petroleum  (b.  p. 
90 — 100°)  was  obtained  in  slender  needles  melting  at  107° : 

0-2076  gave  0-6250  CO2  and  0-1160  HgO.     C  =  82-11 ;  H  =  6-25. 
Cn^Hj^Ng  requires  C  =  82-0  ;  H  =  6'0  per  cent. 

The  properties  of  cyanbenzyline  have  already  been  described  by  the 
invcstigatoi's  mentioned  in  the  introduction.  In  addition  to  the 
published  data  concerning  this  substance,  we  find  that  it  can  be 
distilled  under  diminished  pressure  without  undergoing  any  decom- 
position, passing  over  at  307°  (20  mm.)  as  a  colourless  oil  which  sets 
to  a  highly  refractive  colourless  glass  on  cooling.  On  dissolving  this 
glass  in  hot  alcohol  the  solution  deposits  the  original  cyanbenzyline  on 
cooling.* 

The  hydrochloride,  Q^^^^ ^,'H.C\,  was  obtained  as  a  crystalline  solid 
in  the  following  way  :  cyanbenzyline  was  dissolved  in  absolute  alcohol 
containing  a  small  quantity  of  concenti'ated  hydrochloric  acid  in  which 
mixture  it  is  readily  soluble.  Water  was  then  added  until  a  clear 
solution  just  remained,  when,  on  standing,  the  hydrochloride  separated 
in  small,  colourless  needles  : 

0-1690  gave  0-0640  AgCl.     CI  =  9-39. 

^24^21-^3'-^^^  requires  01  =  9-2  per  cent. 

Cyanbenzyline  is  converted  into  6-hydroxy-5-phenyl-2 :  4-dibenzyl- 
pyrimidine  on  heating  it  with  a  10  per  cent,  sulphuric  acid  for  twenty- 
four  hours.  This  substance,  which  was  originally  prepared  by  Wache 
{J.  pr.  Chem.,  1889,  [ii],  S9,  251),  crystallises  from  alcohol  in  small 
needles  and  melts  at  187°  : 

0-1540  gave  0-4646  COg  and  0-0816  HgO.     C  =  82-28  ;  H  =  5-93. 
0-2710     „     18-8  c.c.  nitrogen  at  20°  and  752  mm.    N  =  7-88. 
C24H20ON2  requires  C  =  81-8  ;  H  -  5-7 ;  N  =  7*9  per  cent. 

The  ethereal  solution  after  the  extraction  of  cyanbenzyline  was, 
without  drying,  evaporated  free  from  ether  and  the  residue  distilled  in 
a  current  of  steam  until  free  from  the  small  quantity  of  unchanged 

*  The  stability  of  cyanbenzyline  is  such  that  it  can  be  distilled  at  the  ordinary 
pressure  without  undergoing  decomposition  boiling  under  these  conditions  above 
400°  When  once  melted,  it  cools  to  a  clear  gla.ss,  which  does  not  become  crystalline 
except  on  long  standing.  "We  have  found  this  substance  extremely  useful  for 
determining  the  melting  points  of  compounds  between  230°  and  380°,  for  which 
purpose  it  is  well  adapted  since  it  does  not  fume  and  does  not  become  coloui-ed 
unless  kept  near  its  boiling  point  for  some  considerable  time. 
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benzyrcjanide,  when  it  was  again  extracted  wiih  ether,  the  ethereal 
solution  dried  by  means  of  calcium  chloride  and  the  ether  evaporated. 
The  residue,  which  consisted  of  a  viscid  oil,  yielded  two  chief  fractions 
on  distillation  under  diminished  pressure.  The  lower  fraction  which 
boiled  at  225 — 230°  (20  mm.)  solidified  on  cooling  and  was  purified 
by  recrystallisation  from  a  mixture  of  benzene  and  light  petroleum 
(b.  p.  70 — 80°)  being  obtained  in  needle  clusters,  melting  at  86°  : 

0-1566  gave  0-4712  CO,  and  0-0800  H,0.     C  =  8206  ;  H  =  5-71. 
0-2406     „     12  c.c.  nitrogen  at  20°  and  756-5  mm.     N  =  5-70. 
CjoHigON  requires  C  =  81-7  ;  H  =  5-5  ;  N  =  6-0  per  cent. 

The  analysis  and  melting  point  show  this  substance  to  be  /3-keto- 
a-cyano-ay-diphenylpropane,  originally  prepared  by  v.  Meyer  (/,  p\ 
Chem.,  1895,  [ii],  52,  115),  by  the  action  of  sodium  ethoxide  on  a 
mixture  of  ethyl  phenylacetate  and  benzyl  cyanide,  a  view  which  was 
confirmed  by  its  conversion  into  the  oxime  (m.  p.  107°)  by  the  action 
of  hydroxylamine. 

The  higher  fraction  which  boiled  constantly  at  274°  {20  mm.)  did 
not  solidify  on  standing,  but  from  the  following  analysis  evidently 
consisted  of  /3-imino-a-cyano  ay-diphenylpropane  : 

0-2013  gave  0-6042  COgandO-l  110  H.A     C  =  81-86;  H  =  6-12. 
C^qH^^No  requires  C  =  82-0;  H  =  6-0  per  cent. 

(3)  Formation  of  ft-Keto-a-ci/ano-ay-diphenylp-opane  and  Cyanhenzyline. 

In  this  experiment  the  mixture  of  benzyl  cyanide  and  sodium 
ethoxide  in  alcoholic  solution  was  heated  for  twenty-four  hours  at 
100°,  when  the  odour  of  ethylamine  was  hardly  apparent.  The 
product  was  mixed  with  water  and  the  oil,  which  then  separated, 
extracted  Avith  ether.  The  ethereal  solution,  after  being  washed 
with  water  to  remove  alcohol,  was  thoroughly  washed  with  a 
mixture  of  three  parts  of  concentrated  hydrochloric  acid  to  one  of 
water,  when  the  hydrochloride  of  cyanhenzyline  separated  as  a  middle 
layer  in  the  manner  already  described.  From  this  oily  hydro- 
chloride the  free  base  was  isolated  by  means  of  sodium  carbonate 
the  yield  of  cyanhenzyline  obtained  in  this  way  being  about  60  per 
cent,  of  that  theoretically  possible.  The  ethereal  solution,  after  being 
dried  by  means  of  calcium  chloride,  was  evapoi-ated  free  from  ether 
and  distilled  under  diminished  pressure.  It  was  found  to  boil  con- 
stantly at  225 — 230°  (20  mm.),  and  on  cooling  solidified  to  a  crystal- 
line cake  which  when  recrystallised  from  a  mixture  of  benzene  and 
light  petroleum  (b.  p.  70 — 80°)  yielded  /3-keto-a-cyano-ay-diphenyl- 
propane,  melting  at  86°.  There  is,  therefore,  apparently  no  /8-imino-a- 
cyano-ay-diphenylpropane  formed  under  these  experimental  conditions, 
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the  amount  produced  in  the  first  instance  having  either  condensed  with 
unchanged  benzyl  cyanide  to  form  cyanbenzyline,  or  having  passed 
into  /8-keto-a-cyano-ay-diphenylpropane  thrpugh  the  "  hydrolysis "  of 
the  imino-group. 


Formation  of  1  :  'd-Diainino-2-phenylna])ht1ialeiie, 


The  transformation  of  /3-imino-acyano-ay-diphenylpropane  into 
1  : 3-diamino-2-phenylnaphthalene  was  effected  in  the  following 
manner  :  five  grams  of  the  liquid  nitrile  were  added  gradually  to 
15  grams  of  concentrated  sulphuric  acid,  the  solution  being  kept  well 
cooled  throughout  the  addition,  since  the  liquid,  which  dissolved  rapidly 
in  the  concentrated  acid,  caused  a  considerable  rise  in  tempei'ature. 
When  all  had  dissolved,  the  solution,  which  was  dark  brown,  was 
allowed  to  stand  at  the  ordinary  temperature  for  from  three  to  four 
minutes  and  then  poured  into  a  large  volume  of  water.  The  solution 
thus  obtained,  after  being  filtered  to  remove  any  impurities,  was  made 
alkaline  with  ammonia,  and  the  base,  which  was  then  precipitated, 
collected  by  filtration  and  purified  by  recrystallisation  from  methyl 
alcohol  or  benzene.  1  : 3-Diamino-2-phenylnaphthalene  crystallises  in 
colourless,  glistening  plates  melting  at  116°  : 

0-1564  gave  0-4699  COg  and  0-0853  HgO.     C  =  81-94;  H  =  6-10. 
0-3238     „     32-6  c.c.  nitrogen  at  15-8°  and  758-4  mm.     N=  11-73. 
CigH^^Ng  requires  C  =  820;  H  =  6-0j  N=12-0  per  cent. 

The  base  becomes  slowly  coloured  red  on  exposure  to  the  air.  It  is 
easily  soluble  in  alcohol  or  benzene,  sparingly  so  in  cold  ether,  and 
insoluble  in  light  petroleum.  Its  solutions  exhibit  a  marked  blue 
fluorescence. 

The  hydrochloride  is  precipitated  in  fine  feather-like  needles  on  dis- 
solving the  base  in  a  little  dilute  hydrochloric  acid,  and,  after  adding 
an  equal  volume  of  concentrated  hydrochloric  acid,  allowing  the  solu- 
tion to  stand : 

0-2211  gave  0-2043  AgCl.     01  =  22-92. 

C^gHj^X2,2HCl  requires  CI  =  23-1  per  cent. 

The  hydrochloride  is  rapidly  coloured  red  on  exposure  to  light. 

The  diacetyl  derivative,  C,^Hj2N2(Ac)2,  is  best  prepared  by  boiling 
the  base  with  excess  of  acetyl  chloride  until  all  has  passed  into  solu- 
tion. A  considerable  quantity  of  acetyl  chloride  is  necessary  for  this 
purpose,  since  the  acetyl  derivative  is  only  sparingly  soluble  in  this 
reagent.     When  all  had  dissolved  the  solution  was  cooled  and  allowed 
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to  stand,  the  crystalline  precipitate  which  then  separated  being 
isolated  by  filtration  and  purified  by  dissolving  in  alcohol  and  diluting 
the  solution  with  water.  On  standing,  the  acetyl  derivative  separated 
in  small  needles,  melting  at  267°  : 

0-1743  gave  0-4805  CO.^  and  0-0928  HgO.     0  =  75-18;  H  =  5-96. 
CooHjgOgNg  requires  0  =  75-5  ;  H  =  5-7  per  cent. 

The  acetyl  acetone, CjgHj3N2Ac,CH3'C02H,  was  formed  in  an  attempt 
to  prepare  the  diacetyl  derivative  by  the  action  of  acetic  anhydride  on 
the  base. 

1  : 3-Diamino-2-phenylnaphthalene  was  boiled  with  excess  of  acetic 
anhydride  for  two  hours  and  the  solution  evaporated  in  an  evacuated 
desiccator  over  caustic  potash.  The  gummy  residue  became  completely 
solid  on  scratching,  and  when  recrystallised  from  ab.solute  alcohol  was 
obtained  in  small  prisms  melting  at  185°  : 

T.  0-1847  gave  0-4864  CO,  and  0-0969  HjO.     0  =  71-82;  H  =  5-87 
II.  0-1872     „     0-4931  OO2    „    0-0988  H^O.    0  =  71-84;  H  =  5-90. 
O20H20O3N2  requires  0  =  71*4  ;  H  =  5-9  per  cent. 

Other  derivatives  of  this  base  are  still  under  investigation. 

Much  of  the  expense  entailed  by  this  research  has  been  met  by  a 
grant  from  the  Government  Grant  Committee  of  the  Royal  Society,  for 
which  we  desire  to  express  our  indebtedness. 

Manchester  University. 


CLXXXVl. — A    Neio  Trinitroacetaminoj'yhenol   and   its 
use  as  a  Si/nthetical  Agent. 

By  Raphael  Meldola,  F.R.S. 

In  the  course  of  some  experiments  having  for  their  object  the 
preparation  of  Reverdin's  dinitroaminophenol  of  m.  p.  230 — 231°, 
referred  to  in  a  former  paper  by  one  of  the  authors  and  F.  G.  0. 
Stephens  (Trans.,  1905,  87,  r206),  it  was  found  that  the  nitration  of 
diacetyl-/>-aminophenol  (/>acetaminophenyl  acetate)  gave  rise  under 
most  conditions  to  the  mononitro-derivative,  OAc  :  NOg  :  NHAc  = 
1:3:4,  corresponding  to  the  m-nitro-/;-aminophenol  of  Hiihle  (J.  pr. 
Chem.,  1891,  [ii],  4?,  63;  see  also  the  recent  paper  by  Reverdin  and 
Bucky,  Bfir.,  lyU6,  39,  2687).     In  attempting  to   nitrate  this  mono- 
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nitrodiacetyl-/j-aminopheDol  so  as  to  obtain  the  required  dinitro- 
compound,  it  was  found  that  under  certain  conditions  a  trinitro- 
derivative  was  produced,  and  as  this  compound  was  found  to  possess 
remarkablj'  active  properties  as  a  synthetical  agent,  it  has  been  and 
is  being  made  the  subject  of  a  special  investigation.  Some  of  the 
results  so  far  obtained  are  made  known  in  the  present  paper. 

In  order  to  prepare  the  new  trinitro-compound,  fuming  nitric  acid 
is  mixed  with  an  equal  volume  of  strong  sulphuric  acid  and  the 
mixture  cooled  by  immersion  of  the  beaker  in  melting  ice.  The  mono- 
nitrodiacetyl  compound  is  introduced  into  the  mixed  acids  in  small 
portions  until  the  solution  is  nearly  saturated,  and  the  trinitro- 
compound  is  then  precipitated  by  pouring  the  acid  solution  on  to  ice. 
The  product,  after  being  collected  and  washed,  is  best  purified  by 
crystallisation  from  glacial  acetic  acid.  It  crystallises  in  yellow  needles 
melting  with  decomposition  at  178 — 179°.*  The  compound  is  soluble 
in  boiling  alcohol  or  acetone,  and  dissolves  slightly  in  boiling  water, 
from  which  it  separates  on  cooling  in  slender,  yellow  needles  : 

0-0887  gave  14-9  c.c.  moist  nitrogen  at  15°  and  753-8  mm.    N  =  19-51. 
0-1037     „     16-9  c.c.  „  12°    „    759-8  mm.    N=  19-34. 

CgHyOgN^  requires  N  =  19-63  per  cent. 

It  is  not  absolutely  necessary  in  preparing  this  compound  to  divide 
the  process  of  nitration  into  two  stages.  The  trinitro-derivative  can 
also  be  prepared  directly  by  dis.eolving  diacetyl-^;-aminophenol  in  the 
mixture  of  acids  as  above.  Under  these  conditions,  however,  a 
considerable  excess  of  the  acid  mixture  must  be  used  in  order  to  obtain 
a  good  yield.  The  constitution  of  the  trinitro-compound  is  determined 
by  the  following  considerations. 

A  mononitro-derivative  of  the  constitution  stated  can  only  give  rise 
theoretically  to  two  possible  trinitro-derivatives  : 

OAc  OAc  OAc 

Ano,      ^_        ^N  _->       no/\no, 


NHAc  NHAc  NHAc 

(I.)  (11.) 

The  first  of  these  formulae  represents  the  compound  as  arising  from 
the  introduction  of  a  third  nitro-group  into  Reverdin's  3  :  5-dinitro- 
compound  and  the  second  (II)  as  arising  by  a  similar  process  from 
2  :  6-dinitro-/»-acetaminophenol,  that  is,  as  a  derivative  of  isopicramic 
acid.  Experiments  have  shown  that  the  acetyl  derivative  of  ?sopicramic 
acid  cannot  be  further  nitrated,  whereas  the  3  : 5-dinitroJiacetyl  com- 

*  All  melting  points  given  in  this  paper  were  corrected  by  reference  to  standard 
short-stemmed  thermometers  having  the  certificate  of  the  Reichsanstalt,  Berlin. 
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pound  is  quite  readily  converted   by  a  mixture  of  nitric  and  sulphuric 
acids  into  the  new  trinitro-compound. 

The  orienting  influence  of  the  acetoxy-group  is  paramount  in  deter- 
mining the  entry  of  the  first  nitro-group  into  position  3,  and  the  joint 
influence  of  the  nitro-  and  acetoxy-groups  determines  the  entry  of  the 
second  nitro-group  into  position  5,  giving  Reverdin's  compound,  from 
which  the  new  trinitro-compound  arises.  Tliat  the  acetoxy-group  is  all 
important  is  shown  by  the  now  well-known  fact  that  ;;-acotiiminophenol 
itself  always  gives  rise  to  isopicramic  acid  on  nitration,  and  the  most  recent 
observation  by  Reverdin  and  Bucky  confirms  this  in  a  very  striking 
manner.  In  the  description  of  the  practical  details  of  nitration  given 
above,  it  will  be  noted  that  the  diacetyl-/)-aminophenol  or  its  3-nitro- 
derivative  is  introduced  directly  into  the  cooled  mixture  of  acids.  In 
Reverdin  and  Bucky's  process,  the  diacetyl  compound  is  first  dissolved 
in  strong  sulphuric  acid,  and  the  solution  thus  obtained  is  then  treated 
with  the  nitric  acid  mixture.  In  these  circumstances,  as  the  authors 
point  out,  the  diacetyl  compound  undergoes  hydrolysis  by  the  sulphuric 
acid  at  the  first  stage,  so  that  the  nitric  acid  is  really  acting  on  ^-acet- 
aminophenol,  and  the  resulting  compound  is  accordingly  tsopicramic 
acid  [Ber.,  1906,  39,  2687).  The  entry  of  the  third  nitro-gioup  in 
the  process  now  made  known  appears  also  to  loosen  the  attacliment  of 
the  acetyl  gi-oup  as  hydrolysis  simultaneously  takes  place  and  the  new 
compound  is  accordingly  : 

OH 

NO  I      ko^ 


NHAc 

2:3:  5-Trinitro-4-acetaminophenol. 

Properties  of  the  Trinitro-compound. — As  might  be  inferred  from  its 
formula,  the  new  compound  is  strongly  phenolic  in  character.  It  forms 
highly-coloured  salts  of  an  orange-red  colour,  but  owing  to  the 
readiness  with  which  the  substance  is  decomposed  by  bases,  none  of 
these  salts  could  be  isolated,  nor  has  it  been  pos>ible  to  alkylate  or 
acylate  the  hydroxyl  group.  Attempts  to  remove  the  acetyl  group  so 
as  to  obtain  the  trinitroaminopheuol  also  gave  only  resinous  products 
of  decomposition.  When  sulphuric  acid  was  used  as  a  hydrolysing 
agent,  a  small  quantity  of  a  crystalline  compound  was  obtained,  which 
on  examination  proved  to  be  a  highly  explosive  diazo-oxide,  resulting 
no  doubt  from  the  simultaneous  hydroly^is  and  diazotisation  of  the 
product  by  one  of  the  nitro-groups  removed  by  the  hydrolysing  agent, 
so  that  in  this  ca^e  also  decomposition  takes  place. 
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Sunthesis  of  Anhydro-bases. 

Previous  experience  with  compounds  containing  a  displaceable  nitro- 
group  led  to  tlie  conclusion  that  in  the  new  trinitroacetaminophenol 
one  of  the  nitro-groups  2  or  3  would  be  easily  eliminated.  It  might,  for 
instancp,  be  predicted  with  certainty  that  if  the  corresponding  trinitro- 
/;-anisidine  could  be  obtained  this  compound  on  diazotisation  would 
lose  the  3-nitro-jrroup  The  instability  of  the  salts  and  the  ready 
decomposability  of  the  trinitro-compound  in  the  presence  of  basic 
substances  distinctly  pointed  to  the  conclusion  that  these  properties 
were  due  to  the  mobile  character  of  oue  of  the  nitro  groups,  since 
polynitro-df^rivatives  of  phenols  as  a  rule  form  stable  salts  with  bases. 
It  therefore  seemed  probable  that  under  regulated  conditions  the 
mobile  nitro-group  might  be  replaceable  by  amine  residues  giving  rise 
to  compounds  of  the  following  types  : 


If,  moreover,  as  seemed  most  probable,  it  was  the  3-nitro-group 
which  was  the  mobile  group,  decompositions  taking  place  according  to 
the  first  of  the  above  schemes  might  be  expected  to  give  rise  to 
anhydro-bases  by  the  interaction  of  the  ortho-groups.  Such  com- 
pounds would  be  derivatives  of  substituted  benzimiuazole  and  might  be 
thus  formulated  *  : 

NO2  NR' 


"■^f,      I      2C-CH3  . 
NO2N 

Experiments  with  various  amines  showed  that  the  new  trinitro- 
compound  most  readily  interacted  with  primary  amines  both  fatty  and 
aromatic,  but  that  no  action  took  place  under  similar  conditions  with 
secondary  or  tertiary  bases.  The  products  consisted  of  anhydro-bases 
mixed  in  some  instances  with  the  non-anhydridised  compound,  thus 
proving  that  it  is  the  3-nitro-group  which  is  replaced.  Of  the  amines 
thus  far  tried,  positive  results  have  been  obtained  with  ammonia, 
ethylamine,  aniline,  a-  and  yS-naphthylamine,  benzylamine,  and 
piperiiline.  Negative  results  were  given  by  dimethylaniline,  di- 
phenylamine,   and   pyridine.     As   these  iminazoles   promise  to  be  of 

*  I  have  adopted  the  nurabsring  of  the  atoms  in  the  ring  system  given  in 
Richter's  "  Lexikon." 
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special  interest  from  several  points  of  view,  it  is  proposed  to  continue 
their  investigation  in  detail,  and  the  present  results  are  made  known 
as  a  preliminary  contribution  to  the  subject.  The  compound  formed 
by  the  action  of  ammonia,  although  theoretically  the  simplest  member 
of  the  group  of  substituted  iminazoles  herein  dealt  with,  will  require 
further  investijration  before  its  constitution  can  be  established.  In  all 
the  reactions  the  nitro-group  is  probably  eliminated  in  the  form  of 
nitrous  acid  which  reacts  with  the  excess  of  amine  with  the  production 
of  an  azo-compound,  an  alcohol,  or  simply  a  salt,  according  to  the 
nature  of  the  amine.  As  the  compounds  described  in  this  paper  are 
all  formed  by  the  substitution  of  various  radicles  for  R'  in  the 
NR'  group  in  the  iminazole  ring  in  the  foregoing  formula,  the 
constitution  will  be  sufficiently  expressed  by  the  systematic  name 
without  repeating  the  formula  for  each  compound. 

4  :  l-Dinitro-^-hydroxy-\-phenyl-%viethylhenziminazole. — The  trinitro- 
compound  reacts  readily  with  aniline  under  all  conditions.  In  con- 
centrated alcoholic  solution  the  action  is  so  energetic  that  spontaneous 
ebullition  takes  place.  In  order  to  prepare  the  above  phenyl  deriv- 
ative in  quantity  the  trinitro-compound  is  dissolved  in  a  considerable 
excess  of  alcohol  and  to  the  hot  solution  an  excess  of  aniline  is 
gradually  added.  A  deep  orange  colour  is  at  once  developed,  and  on 
cooling  the  solution  deposits  the  iminazole  in  ochreous  needles  After 
being  collected  and  washed  with  alcohol  and  purified  by  crystallisation 
from  glacial  acetic  acid,  the  pure  substance  crystallises  in  transparent, 
yellow  prisms,  which  become  opaque  on  being  washed  with  alcohol. 
From  alcohol  it  crystallises  in  flat,  yellow  needles. 

The  compound  is  soluble  in  all  the  ordinary  organic  solvents  and  is 
phenolic  in  character,  dissolving  in  aqueous  alkali  with  an  orange 
colour  and  being  precipitated  unchanged  by  acids.  It  possesses  a 
feebly  basic  chaiacter,  its  salts  being  readily  dissociated  by  water. 
The  melting  point  is  188—189°  : 

0-1053  gave  16c.c.  moist  nitrogen  at  15°  and  753-2  mm.    N  =  17-63. 
0-1007      „  15-3  c.c.   „  „  „  16°  „     765-9  mm.    N  =  17-85. 

^14^10^5-^4  requires  N  =  17-87  per  cent. 

The  same  compound  is  also  obtained  when  glacial  acetic  acid  is  used 
as  a  solvent  or  when  the  trinitro-derivative  is  dissolved  in  excess  of 
aniline  and  allowed  to  stand  for  some  days  at  the  ordinary  temperature. 
In  both  these  cases  aminoazobenzene  was  found  among  the  products 
and  was  easily  separated  from  the  iminazole  by  taking  advantage  of 
the  phenolic  character  of  the  latter.  When  aniline  acts  on  the  trinitro- 
compound  in  alcoholic  solution,  as  in  the  method  of  preparation  found 
most  advantageous,  there  is  also  formed  with  the  iminazole,  which  is  the 
main  product,  a   small  quantity  of   another  substance  which  is  partly 
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contained  in  the  mother  liquor,  from  which  on  standing  it  separates  in 
the  form  of  deep  orange  prisms.  Some  of  the  same  compound  is  easily 
seen  in  admixture  with  the  crude  iminazole  but  is  removed  in  the  course 
of  purification  by  crystallisation  from  acetic  acid.  This  secondary  pro- 
duct is  no  doubt  the  non-anhydridised  compound,  namely, 
3  :  ^-Dinitro-2-acetamino-^-hydroxydiphenylamine  : 

OH 
NO  I       JNH-CeHs 


NH-CO-CHa 

This  substance  is  also  phenolic  and  dissolves  in  alkali  with  an  orange 
colour.  It  crystallises  from  acetic  acid  in  red,  prismatic  needles  melting 
at  179°: 

0-0968  gave  14  c.c.  moist  nitrogen  at  12°  and  744-9  mm.     N=  16-82. 
Cj^HjoOgN^  requires  N  =  16-86  per  cent. 

Only  a  small  quantity  of  this  compound  has  as  yet  been  isolated  and 
it  is  proposed  to  obtain  a  larger  supply  for  further  investigation. 

4  :  7-Di7iitrO'Q-hydroxy-\-benzyl-'2-methylbe7iziminazole. — A  concen- 
trated alcoholic  solution  of  the  trinitro-compound  is  mixed  with  an 
alcoholic  solution  of  benzylamine  containing  the  latter  base  in  excess, 
when  a  reaction  at  once  takes  place  with  the  development  of  sufficient 
heat  to  cause  ebullition.  The  solution  when  cold  solidifies  to  a  crystal- 
line pulp  of  orange  needles.  In  order  to  purify  the  crude  product  the 
crystals  were  collected,  washed  with  dilute  hydrochloric  acid  and 
crystallised  from  alcohol.  The  orange  colour  of  the  deposited  crystals 
immediately  disappears  on  washing  with  acid,  thus  indicating  that  the 
compound  is  a  benzylamine  salt.  After  treatment  with  acid  and  crystal- 
lisation from  alcohol,  the  pure  compound  presents  the  appeirance  of 
flat,  silky  needles  of  a  greenish-yellow  colour.  The  melting  point  is 
207°.  Analysis  indicated  that  in  this  case  the  first  product  is  the 
dinitroacetaminohydroxyphenylbenzylamine  : 

OH 

NO  i     JNH-CH^-C.Hs 


NH-CO-CHg 

0-0886  gave  122  c.c.  moist  nitrogen  at  14°  and  763-3  mm.  N  =  16-29. 
Ci^Hj^OqN^  requires  N  =  16*22  per  cent. 

This  substance  is  sufficiently  basic  to  dissolve  in  strong  mineral  acids, 
but  the  salts  formed  with  such  acids  are  dissociated  by  an  excess  of 
water.     The  compound  is  also  phenolic,  dissolving  in  alkalis  with  an 
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orange  colour.  An  attempt  to  eliminate  the  acetyl  group  by  boiling 
the  solution  of  the  sodium  salt  showed  that  some  more  complex  decom- 
position takes  place  with  the  formation  of  benzaldehyde.  A  beautiful, 
crystalline,  ammonium  salt  consisting  of  bright  orange,  prismatic  needles 
is  formed  by  the  action  of  ammonia.  When  this  salt  is  crystallised 
from  l)oiIing  water  and  then  decomposed  by  treatment  with  an  acid 
the  recovered  substance  is  not  the  original  phenylbenzylamine  deriv- 
ative but  the  iminazole,  so  that  anhydridisation  takes  place  on  boiling 
the  ammonium  salt  with  water.  The  iminazole  is  also  formed  by 
dis.solving  the  phenylbenzylamine  compound  in  strong  sulphuric  acid, 
heating  the  solution  for  a  few  minutes  to  1 00°  and  then  poui'ing  into 
water.  The  compound  thus  obtained  crystallises  from  alcohol  in 
yellow  needles  melting  at  156°  : 

0-1048  gave  15-2  c.c.  moist  nitrogen  at  15°  and  770-6  mm.   N  =  17*22. 
0-1195    „     17-3  c.c.  „         „  14°    „    762  mm.     N  =  17-07. 

CijHjoOjISr^  requires  N=  17-11  percent. 

This  iminazole  is  both  phenolic  and  basic.  The  alkali  salts  are 
orange  in  colour ;  the  ammonium  salt  is  much  more  soluble  than 
the  ammonium  salt  of  the  original  phenylbenzylamine  derivative.  The 
substance  dissolves  in  hydrochloric  acid  and  the  solution  on  the  addition 
of  strong  acid  deposits  white  needles  of  the  hydrochloride, 

C,,HiAN4,HCl, 
which  are  stable  only  in  the  presence  of  excess  of  acid. 

4  :  l-Dinitro-^-h)jdroxy-2-methyl-\-ethjlbenziminazole. — On  adding  an 
alcoholic  solution  of  ethylamine  to  the  trinitro-compound  suspended  in 
alcohol  an  orange  solution  is  at  once  obtained,  and  this  soon  solidifies 
to  a  crystalline  pulp  of  the  ethylamine  salt  of  the  trinitroacetamino- 
phenol.  In  order  to  bring  about  the  iminazole  formation,  the  solution 
must  be  heated  on  the  water-bath  for  some  hours.  The  product  is  best 
isolated  by  collecting  the  crystalline  deposit  which  separates  on  cooling, 
and  which  consists  of  the  ethylamine  salts  of  the  iminazole  with  some 
of  the  ethylamine  salt  of  the  phenylethylamine  derivative,  washing 
with  alcohol,  then  with  dilute  hydrochloric  acid  and  finally  with 
water.  At  this  stage  the  product  consists  of  a  mixture  of  the  imin- 
azole with  the  non-anhydridised  compound  and,  if  the  former  is 
required,  it  is  better  to  ensure  complete  anhydridisation  by  dissolving 
the  dry  product  in  a  little  strong  sulphuric  acid,  heating  for  a  few 
minutes  on  the  water-bath  and  then  pouring  into  water.  After 
crystallisation  from  alcohol  the  compound  consists  of  orange,  nodular 
crystals  melting  with  decomposition  at  215°  : 

0-1335  gave  23  c.c.  moist  nitrogen  at  13°  and  776  mm.     N=»  20-79. 
CjqH^oOjN^  requires  N  =  21'09  per  cent. 

This  iminazole  forms  orange  salts  with  alkalis,  the  ammonium  salt 
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crystallising  readily  from  hot  water  in  bright  orange-red  needles.  The 
compound  is  also  basic,  dissolving  in  mineral  acids  with  the  formation 
of  colourless  salts  which  are  stable  only  in  presence  of  excess  of  acid. 

4  :  T-Dinitro-^-hydroxy-\-a-napJithyl-1-methylbenzimiiutzole. — The  tri- 
nitro-compound  and  a-naphthylamine  in  excess  are  heated  together  in 
alcoholic  solution  for  some  hours  on  the  water-bath,  the  reaction  in 
this  case  being  less  energetic  and  the  yield  of  iminazole  smaller  than 
in  the  case  of  the  other  amines.  The  whole  solution  after  completion 
of  the  reaction  is  poured  into  very  dilute  hydrochloric  acid,  filtered  to 
remove  excess  of  naphthylamine,  the  precipitate  washed  with  water, 
and  then  extracted  with  dilute  sodium  hydroxide  and  again  filtered. 
The  latter  treatment  separates  the  iminazole  from  the  a-aminoazo- 
naphthalene  with  which  it  is  mixed,  the  orange  alkaline  filtrate  giving 
the  required  compound  on  acidifying.  After  crystallisation  from 
alcohol  the  iminazole  was  obtained  in  ochreous,  hexagonal  tablets  melt- 
ing with  decomposition  at  241°  : 

0-0873  gave  11-2  c.c.  moist  nitrogen  at  10° and  766-9  mm.    N  =  15-50. 
C,gHj205N4  requires  N  =  15-42  per  cent. 

Ko  fomnation  of  the  intermediate  a-naphthylphenylamine  deinvative 
was  observed  in  this  case. 

4  :  7-DinitrO'6-hydroxy-l-^-naphtIiyl-2-methylberizi7ninazole. — The  re- 
action in  this  case  is  also  sluggish  and  the  mode  of  procedure,  both 
with  respect  to  the  formation  of  the  iminazole  and  its  isolation,  was 
similar  to  that  adopted  for  the  a-naphthylamine  compound.  In  this 
case  ^-aminoazonaphthalene  is  also  formed  together  with  a  certain 
quantity  of  the  ;8-naphthylphenylamine  derivative.  The  latter  can  be 
removed  by  cry.stallisation  of  the  mixed  product  from  glacial  acetic 
acid  after  having  pi^eviously  separated  the  aminoazo-compound  by 
alkaline  extraction.  From  acetic  acid  the  iminazole  sepai'ates  slowly 
in  two  forms,  brown  nodules  and  ochreous  prisms,  both  forms  melting 
with  decomposition  at  242°  : 

0-1088  gave  13-9  c.c.  moist  nitrogen  at  11°  and  763  mm.     N  =  15-29. 
CjgHjoOgN^  requires  N  =  15-43  per  cent. 

4  :  7 -Dinitro-Q-hydroxy  -l-m -nitrophenyl-  2 - methylben ziminazole.  —  In 
order  to  prepare  this  compound  the  trinitroacetaminophenol  is  boiled 
in  alcoholic  solution  with  an  excess  of  ?/i-nitroaniline  for  a  few  minutes 
and  the  solution  then  kept  gently  heated  on  the  water-bath  for  some 
hours.  The  product  separates  out  in  yellow  needles,  which  are  col- 
lected, washed  with  alcohol,  and  purified  by  extraction  with  aqueous 
alkali  and,  after  filtration  of  the  solution,  precipitation  by  acid.  The 
substance  is  only  sparingly  soluble  in  boiling  alcohol  and  is  best 
purified  by  repeated  crystallisation  from  glacial  acetic  acid  from  which 
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it  separates  in  two  forms,  light,  ochreous,  nodular  aggregates  of  short, 
blender  needles  and  browu,  nodular  aggregates  of  stumpy  needles.  Both 
forms  have  the  same  melting  point,  242 — 243°  with  decomposition  : 

0-1181  gave  19-3  c.c.  moist  nitrogert  at  13°  and  752-6  mm.    N  =  19-40. 
C^^HyOyNj  requires  N  =  19'54  per  cent. 

The  compound  is  slightly  basic  and  distinctly  phenolic  in  character, 
the  alkali  salts  dissolving  in  water  with  a  yellow  colour.  The  silver 
salt  was  obtained  as  an  ochreous  powder  by  adding  a  solution  of  silver 
nitrate  to  a  solution  of  the  ammonium  salt : 

0-1369,  on  ignition,  gave  0-0319.     Ag  =  23-3. 

Cj^HgOyNjAg  requires  Ag  =  23-15  per  cent. 

Synthesis  of  Azo-compounds. 

The  trinitro-compound  reacts  readily  with  hydrazines,  with  the 
formation  of  hydrazo-compounds  which  pass  by  oxidation  into  azo- 
compounds.  As  a  typical  case  the  action  of  phenylhydrazine  has  been 
studied  and  the  resulting  compound  isolated.  Its  composition  and 
properties  indicate  that  it  is  a  derivative  of  hydroxyazobenzene  : 

OH 

NO  I      JN.-CeH,- 


NH-CO-CHg 

In  order  to  prepare  this  substance  the  trinitro-compound  is  heated 
with  an  alcoholic  solution  containing  an  excess  of  phenylhydi-azine  as 
long  as  nitrogen  is  evolved.  On  cooling,  a  crystalline  pulp  of  red 
needles  is  obtained.  After  being  collected  and  washed  with  alcohol, 
the  substance  can  be  purified  by  crystallisation  from  alcohol,  from 
which  solvent  it  separates  in  red  needles  decomposing  at  about  188°  : 

0-1091  gave  19-4  c.c.  moist  nitrogen  at  14°  and  750  mm.    N  =  20-33. 
Ci^HjjOglSI'-  i-equires  N  =  20'63  per  cent. 

This  azo-compound  is  of  interest  on  account  of  its  instability ;  it  is 
decomposed  on  boiling  with  glacial  acetic  acid  and  also  by  alkalis. 
The  compound  itself  and  the  products  of  its  decomposition  are  under- 
going investigation. 

During  the  first  part  of  this  research  I  had  the  assistance  of 
Mr.  F.  G.  C.  Stephens,  and  during  the  latter  part  that  of  Mr.  J.  G. 
Hay,  to  both  of  whom  I  desire  to  express  my  thanks. 

City  and  Guilds  Tecunical  College,  Finsbury. 
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T.,  631;  P.,  87,  146;  (Ruhemann), 
P.,  137. 
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(I^AW),  T.,  1512,  1520  ;  P.,  237. 
Aldehydrol  (Collks),  T.,  1246  ;  P.,  207. 
Alkali  ■  nitrites,    interaction    of,    with 
metallic     etliylsulpliates     (Kay     and 
Neoci),  T.,  1900;  P.,  259. 
Alkaline-earth  nitrites,   interaction  of, 
with  metallic  etliylsulpliates  (RAYand 
Ne(.(;i),  T.,  1900;  P.,  259. 
Alkyl  haloids,  addition  of,  to  alkylated 
sugars  and    glucosides    (Irvine    and 
MooDiE),  T.,  1578  ;  P.,  204. 
Allantoin,  acidic  constants  of  (Wood), 

T.,  1834. 
Alloxan,  acidic  constants  of  (Wood),  T., 

1835. 
Alloxanphenylmethylhydrazone 

(WlIITELEY),    P.,    201. 

2-Allylamino-4-methylthiazole    and   its 
acetyl       derivative       (Young       and 
Crookes),  T.,  66. 
2  Allylimino-3  4-dimethyl-2:3-dihydro- 
thiazole   and  its   platinicliloride    and 
hydrolysis    (YouNO     and    Crooke.s), 
T.,  66. 
Amidines,  contributions  to  the  chemistry 

of  (Young  and  Crookes),  T.,  59. 
Amines,   aromatic,  compounds  of,   with 
aromatic  nitro-derivatives  (Jackson 
and  Clarke),  P.,  83. 
primary,    condensation    of,    with    di- 
methyldihydroresorciii  and  5-chloro- 
3-keto-l:l -dimethyl- A^-tetrahydro- 
benzene  (Haas),  T.,  187,  387;  P., 
17,  6.3. 
Aminccarboxylic  acids,  affinity  constants 
of,  as  determined  by  tlie  aid  of  methyl- 
orange  (Velev),  p.,  313. 
Aminosulphonic  acids,  affinity  constants 
of,  as  determined  by  the  aid  of  methyl- 
orange  (Veley),  P.,  313. 
Ammonia,  oxidation  of  (Smith),  T.,  473  ; 
P.,  39. 
estimation  of,  by  the  conductivity  of 
its   solution  (Hill),  T.,  1274;   P., 
204. 
Ammonium  salts,  hydrolysis  of,  by  water 
(Hill),  T.,  1273  ;  P.,  204. 
amalgam,  constitution  of  (Rich   and 

Travers),  T.,  872  ;  P.,  136. 
molybdilactate       and      tungstilactate 

(Henderson),  P.,  148. 
scleiiate    and    the    question    of    iso- 
dimorpliism    in    the     alkali    series 
(Tutton),  T.,  1059;  P.,  153. 
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iwAmyl  nitrite,  ai'tiou  of,  on  pyrofjallol 

(Peurin   and  Steven),  T.,  802;  P., 

113. 
Amylene.     See  fM-Metliylethylethylene. 
Amylolytic   action,  iiilhieiice  of  certain 

am})li(>tL'i-ie  eluutrolytcs  on  (FuUD  and 

GniiiuE),  T.,  76. 
Analysis,  electrolytic,  of  nu'tal.s  (S.vnd), 

P.,  43. 
Anhydro-a-     ami   -)3  naphthyldiphenyl- 

carbinols     (Ci-iutiii'i,    T. ,     771  :     1'., 

lO'.t. 
Anhydrotrimethylbutanetricarboxylic 

acid  (Peiucin  and  Tiioupe),  T. ,  786. 
Aniline,    acetyl    derivative.     See   Acet- 
anilidc. 

benzoyl  derivative.     See  Benzanilidc. 
Aniline,   o-,   m-,    and  ;j-nitro-,    relation 

between    the    absorption    sjiectra   and 

chemical      constitution      of      (B.\ly, 

Edwakds,   and    Stewart),  T,  514; 

P.,  35. 
3Anilino-l:l-dimethyl-A-''''-dihydro- 

benzene,  id-  and  /)-aniino-5-hydr- 
oxy-,  and  their  additive  salts  and 
acetyl  derivatives  (Haas),  T.,  389; 
P.,  63. 

5-hydroxy-,  and  its  hydrochloride  and 
acetyl  derivative  (Haas),  T.,  202. 
3-Anilino-l:l-dimethyl-A-'-n/c/oliexen- 

one-5.     See       5-Keto-3aMiiino-l:l-di- 

niefhyl-A''-tetrahydrobenzcne. 
Anilinonaphthacenequinone  (ORCii.viiD- 

soM  and  Wf.i/,maxx\  T..  118. 
3-Anilino-5-phenylimino  l:l-dinietliyl- 
A-'-tetrahydrobenzene   and    it.s    ad- 
ditive   salts    and   acetyl    derivative 
(Haas),  T.,  203. 

^«-amino-,  and  its  resorcylate  (Haas), 
T.,  393  ;  P.,  63. 
Anisaldehyde,  electrolytic   reduction  of 

(Law),  T.,  1515,  1525;  P.,  237. 
wt-Anisidine,    4:5-(/niitro-,    and    its    di- 

azotisation  (]\1eldoi,a  and  Stephen's), 

T.,  927:  P.,  158. 
Anisoin,  electrolytic  oxidation  of  (Law), 
T.,  1447;  P.,  197. 

electrolytic   reduction   of   (Law),   T.  . 
1517,  1526  :  P.,  237. 
Annual  General  Meeting,  T.,  735;  P.,  93. 
Antimony      pcntachlonde,      action      of 

nitrogen    sulphide    on    (Davis),    T., 

1577  ;  P.,  261. 
/-Arabinose,  alleviation  of  (Purdie  and 

Rose),  T.,  1204  ;  P.,  201. 
Argon   and    helium,    occurrence    of,    in 

nialacone  (Kitchin  and  WINTERSOX), 

T.,  1568;  P.,  251. 
Aromatic  compounds,  action  of  sulphur 

dioxide    and    aluminium    cliloiide    on 

(Smiles  and  Le  Rdssignolj,  P.,  158. 


Arsenic,  <stiination  of,  electrolyfically, 
in  \vall-[)apers,  fabrics,  kv.  (Tiiijiu'e), 
T.,    108;   P.,  73. 

Arylamines,  inlluence  of  substitueuts 
in  trihilrobcnzcne  on  its  formation  of 
additive  com  pounds  \vitli(SuiHi(jK(Ji;(iH 
and  Pi,  TON),  T.,  583;  P.,  84. 

Arylsulphonyl-//(  diamines,  action  of 
nitrous  acid  on  (Mohcan,  Micki.k- 
THWAir,  and  Couzens),  T.,  1289; 
!*.,  239. 

Atomic  theory,  a  dcvelnpnicnt  of  the, 
wldrh  cuiiclates  chemical  and  crystal- 
line structure  and  leads  to  a  de- 
monstration of  the  nature  of  valency 
(Baulow  and  Pope),  T.,  1675;  P., 
264. 

Atomic  weight  of  nitrogen,  jiossiljle 
source  of  error  in  Stas'  determination 
of  the  (Gkav),  T.,  1173;  P.,  197. 

Atomic    weights,    rej)ort   of    the    Inter- 
national Committee  on.  P.,  2. 
table  of.  P.,  8. 

Atoms,  relation  lietween  the  volumes  of, 
of  certain  compounds  at  their  melting 
))oints  and  their  valencies  (Le  Bas), 
P.,  322. 

Azobenzaldehydesulphonic  acid,  potass- 
ium salt  (Gheen  and  Croslakd),  T., 
1606;  P.,  257. 

Azo-compounds,  syidbcsis  of,  by  means 
of  trinitroacetylaminophenol  (Mel- 
DOLA),  T.,  1943. 
amino-,  influence  of  substitution  on 
the  formation  of  (Moimjan  and 
Clayton),  T.,  1054  ;  P.,  174. 


B. 

Balance  Sheets  of  the  Chemical  Society 

and  of  tiie  Research  Fund.    See  Annual 

General  Meeting,  T.,  740. 
Ballistite,  bydrolysis  of  (Silberrad  and 

Fak.mkk),  T.,  1772;  P.,  270. 
Barbituric    acid,    acidic     constants     of 

(Wood).  T.,  1835. 
Base,  CjnH,/JN.„  from  pinene  (Leach), 
P.,  137. 

C.^iiHigONj,  and  its  .salts,  from  chryso- 
piienol    (DcxsTAX    and    Hewitt), 
T.,  14  78  ;  P.,  243. 
Benzaldehyde,   electrolytic  oxidation  of 

(Law),  T.,  1443  ;   P.,  197. 
Benzaldebydephenylhydrazone,      action 

of  light   on   (CiiATTAWAv),  T.,  462; 

P.,  36. 
Benzaldehyde-2sulphonic  acid,  4-nitro-, 

pota.ssium  salt  (Green  and  Crosland), 

T.,  1606  ;  P.,  257. 
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Benzanilide,  j;)-amiuo-,  diazotisatioii  of, 
;ui(l  its  compound  with  azo-/3-nai)l;tliol 
(Morgan  aud  Wootton),  P.,  23. 
Benzene,    4:6  (7ibromo-l:3-f//intro-    and 
4-clilovo-l:3:5-<r/broino-2:6-(//nitro-, 
coiniiouuds  of,  with  dimetliylaniline 
(Jack.son  and  Cl.\rice),  P.,  83. 
s-trichlovotriaitio-,  compounds  of,  with 
inethyhvniliue  aud  pyridine  (Jack- 
son and  Clakke),  P.,  84. 
l:2-(/i'hydroxy-.     See  Catechol. 
l:3-(/ihydroxy-.     See  Resorcinol. 
l:2:3-^rihydioxy-.     See  Pyrogallol. 
l:3:5-<rihydroxy-.    See  Phloroglucinol. 
irmitro-,  influence  of  substitueuts  in, 
on  the  formation  of  additive  com- 
pounds     with     arjdamines     (Sud- 
BOROUGn    and    Picton),    T.,   583 ; 
P.,  84. 
4Benzeneazo-2-bromo  6-nitroplienol, 
preparation    of,    and  its   sodiuui   and 
])otas9ium  salts,  and  acetyl  and  benzojd 
derivatives   (Hewitt   and  Walker), 
T.,  183;  P.,  16. 
Benzene-5  azodimetliyl-4:6-(//amino- 
;/( -xylene,     p-nitro-     (Morgan     aud 
Clayton),  T.,  1057  ;  P.,  174. 
Benzeneazo-4:6-dimetliylcoumarin    and 
0-,    m-,    and    ^-nitro-    (Hewitt    and 
Mitchell),  T.,  15. 
Benzeneazo-4-methyl-a-naphthacou- 
marin     and     o-,     ?/i-,     and    ^j-nitro- 
(Hewitt  and  Mitchell),  T.,  17. 
Benzeneazo-)3-naphtliol,  o-,  m-,  aud   2^- 
uitro-,    preparation   of  (Hewitt    and 
Mitchell),  T.,  1169;  P.,  170. 
Benzeneazo-o-nitrophenol,      action      of 
bromine  on  (Hewitt  and  Walker), 
T.,  182  ;  P.,  16. 
Benzene-^-diazoaminonaplithalene-S- 
sulphonic  acid,  sodium  salt  (Smith), 
T.,  1507;  P.,  236. 
Benzenediazonium    salts.      See   Diazo- 

benzene  salts. 
Benzenediazo-i|/-semicarbazinocamphor 
aud   its   reactions    and    p-hvomo-,   p- 
chloro-,  and  o-,  m-,  and  j[?-nitro-deriv- 
atives  (Forster),  T.,  222;  P.,  31. 
Benzenehexacarboxylic  acid.     See  Mell- 

itic  acid. 
Benzenesulphinic  acid,  o-cyano-  (Walk- 
er and  Smith),  T.,  355  ;  P.,  62. 
Benzenesulphonic  acid  and  chloride,  o- 
cyauo-,  preparation  and  reactions  of 
(Walker  and  Smith),  T., 350;  P., 62. 
menthyl     ester,      and     its     rotation 
(Patterson  and  Fkew),  T.,  332; 
P.,  19. 
w-Benzenesulphonylaminobenzylamines, 
preparation     of,    and    the    action     of 
nitrons  acid  on  (Morgan  and  Mickle- 
THWait),  T.,  1161  ;  P.,  174. 


Benzeuesulphonylrifaminomesitylene 
and  its  diazotisation  and  azo-(8-naph- 
thol  derivative  (Morgan  and  Mickle- 
thwait),  T.,  1299;  P.,  240. 

BenzenesulphonyI-5-  and  -8-amino- 
naplithalene-l-azo-/3-naplithols  (Mor- 
gan and  Micklethwait),  T.,  9. 

Benzenesulphonyl-co-aminotoluene-2-, 
-3-,  and  ■4azo-3-naplithols  (Morgan 
aud  Micklethwait),  T.,  1163;   P., 
174. 

4-Benzenesulphonyl-4:6-r?;'aniino-»i-xyl- 
ene  aud  its  diazotisatioii  aud  azo-;8- 
naplithol  derivative  (Morgan  and 
Micklethwait),  T.,  1296  ;  P., 
240. 

ai-Benzenesulphonyl-oj-metliyl-o-  and 
-//i-aminobenzylamines,  preparation 
of,  aud  their  diazotisation  (Morgan 
and  Micklethwait),  T.,  1165;  P., 
174. 

ffs-Benzenesulphonyl-iV-niethyl-S- 
aminonapbthalene-l-azo-/3-naphthol 
(iMoRGAN,  and   Micklethwait),    T., 
12. 

Benzenesulphonylmethyl-oj-aminotolu- 
ene-2-  and   -3azo-/3-naphtbols  (Mor- 
gan and  Micklethwait),  T.,  1167  ; 
P.,  174. 

4  Benzenesulphonylmethyl-4:6-t^mmino- 
5)i-xylene  and  its  diazotisatioii  and 
azo-^-uaphthol  derivative  (Morgan 
aud  Micklethwait),  T.,  1297. 

Benzenesulphonyl-iV-methyl-a-napli- 
thylamine,    8-uitro-,    and    -l:8-naph- 
tliylenediamine(  Morgan  and  Mickle- 
thwait), T.,  12. 

Benzenesulphonylmetliyl-6-nitro-m-4- 
xylidine      (Morgan     and    Mickle- 
thwait), T.,  1297. 

Benzenesulpbonyl-o-naphtliylamine, 
5-  aud  8-uitro-,   aud   their   reduction 
(Morgan  and  Micklethwait),  T.,  8. 

Benzenesulphonylnapbtbylenediamines, 
1:5-  and  l:-8,  diazo-derivatives  of 
(Morgan  aud  ]\Iicklethwait),  T.,  4. 

Benzenesulphonyl-4-nitro-o-toluidine 
(Morgan    and    Micklethwait),  T., 
1294. 

Benzenesulphonyl-2-nitro-io-toluidine 
aud   its    diazotisation   (Morgan   aud 
Micklethwait),  T.,  1293. 

2  Benzenesulphonyl-2:4-tolylenedi- 
amine  aud  its  diazotisation  aud  azo-;3- 
uapihthol    derivative    (Morgan     and 
Micklethwait),  T.,  1294  ;  P.,  240. 

Benzene-l:2:6-tricarboxylic  acid.  See 
Heuiiuiellitic  acid. 

Bsnzfuroin,  electrolytic  oxidation  of 
(Law),  T.,  1446;  P.,  197. 

Benzidine     chromate,     so-called,     and 
allied  substances  (Moir),  P.,  258. 
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Benzidiiie-2-sulphonic  acid  (Muiii),  P., 

258. 
Benzil,  electrolytic  oxiilatioii  of  (Law), 
T.,  1442;  P.,  197. 
electrolytic   reduction   of  (Law),    T., 
1526. 
Benziminazoles,  synthesis  of  (Meldola), 

T.,  IIKJS  ;  P.,  303. 
Benzoic  acid,  isomeric  rffbromo-,  nion- 
tliyl  esters,  rotation  of  (Coiikn  and 
Zortman),  T.,  47. 
isomeric  chloronitro-derivatives,  meii- 
thyl  esters,  rotation  of  (Cohkn'  and 
AuMEs),  T.,  454  ;  P.,  74. 
hydrnxy-derivatives,     oxidation     jiro- 
diicts  of  (Pkhkin),  T.,  251  ;  P.,  14. 
3:4:5-^rihydro\-y-.      See  Gallic  acid. 
2:4-,   2:6-,  and  3:5-f?/nitro-,  mentliyl 
esters,    rotation     of     (Cohkn    and 
Armes),  T.,  1479  ;  P.,  241. 
Benzoin  and  its  ethyl  and  acetyl  deriva- 
tives, electrolytic  oxidation  of  (La\\), 
T.,  1440;  P.,  197. 
Benzophenone  chloride,  condeiisation  of, 
witli  a-  and  /3-naphthols  and  their 
sodium    derivatives    (Clough),   T.  , 
771  ;  P.,  109. 
derivatives  (Pkrkix  and  Weizmann), 
T.,    1649;   P.,    269;  (Perkin    and 
RoBiNsox),  P.,  305. 
o-Benzoquinone,  hydroxy-,  and  its  acetyl 
derivative  (Pekkin  and  Steven),  T., 
803;  P.,  114. 
Benzoyl-.     See   also   Benz-,    and   under 

the  parent  Substance. 
Benzoyl       chlorides,      di-o-suhstituted, 
steric  hindrance  in  the   interaction 
of  menthol  with  (Cohen),  T.,  1482. 
nitrate,   preparation  and  reactions   of 
(Francls),  T.,  1. 
Benzoylpyruvic  acid  {acetophenov^o.valic 
r^ft'/),et]ivlester,actionofbenzaldehyde 
on  (Kuhemann),  T.,  1243  ;  P.,  198. 
Benzyl  cyanide.    See  Phenylacetonitiile. 
iodide,   action  of,   on   nitrogen  iodide 
(Silrerkad  and  Smart),  T.,   172  ; 
P.,  15. 
Benzylideneacetylketophenylparacone. 
See  Ketobcnzyiidencacctyljihenyl- 

paracone. 
Benzylidenebisdiazometliane,      7;i.-uitro- 

(Ruhemann),  T.,  1273. 
Benzylidenemethylenedioxy-a-hydr- 
indene  (Peukin  and  PiObinson),  P., 
160. 
l-Benzyl-2-metliylbenziminazole,      4 :7- 
rftnitro-6-hydroxy-,  synthesis  of  (Mel- 
dola), T.,  1940. 
o-A''-Benzylnaphthylamine,     4-bromo-2- 
nitro-,   and  its  acetyl  derivative  and 
nitrcsoaraine   (Meldola),   T..     1436; 
P.,  245. 
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Biazolones,  thio-.     See  Thiobiazolones. 
Bisdiazome thane,    action    of   aldehydes 

on  illniKMANN),  T.,  1272;  P.,  238. 
s-Bisdimethyldihydroresorcyl-)«-       and 

-;)  phenylenediamines       and        their 

liydroclil.uid.s  (Haas),  T.,  392  ;  P.,  63. 
Bisdinaphthacridine      dihydride.       See 

/.v'/Naplithaciiiline. 
jf-Bistriazobenzene.        preparation       of 

(SiMiERRAD    and    Smart),    T.,    170  ; 

P.,  14. 
Books,  alchemical,  donation    of,  by  Sir 

Ibnry  E.   Itoscoe,  P.,  1,  209. 
Brazilein,    derivatives  of  (Engels   and 

PlCKKlN),   P.,    132. 

Brazilin     and     lueinatoxylin     (Engels 
and  Perkin),  P.,  132  ;  (Perkin  and 

K.iRINSON),    P.,   160. 

Bromiue  fluoride  (Pkideaux),  T.,  317  ; 

P.,  ]'.'. 
Bullets,  made  about  1641,  recently  dis- 

coveied  in  Durham  Castle,  composition 

of  (SiLBERRAD  and  Simp.'^on),  p.,  172 
Butane,  nitro-,  formation  of  (Ray  and 

"SF.nc.i),  T.,  1902;  P.,  260. 
Butanedicarboxylic  acids.  SeeDimethyl- 

siiccinic  acids. 
Butane-a^5-tricarboxylic    acid   and   its 

ethyl   ester   (Kay   and   Perkin),  T., 

1642  ;  P.,  269. 
Butenoic  acid.     See  Crotonic  acid. 
Butylenetricarboxylic  acids.  See  Methyl- 

aconitic  acids. 


Caffeine,  alfinity  constants  of   (Wood), 

T.,  1842;  P.,  271. 
Calcium      hydrogen     orthophosphates, 
action  of  ammonia  gas  on  (Bas.sett), 
P.,  315. 
hydrates  of  (Bassett),  P.,  315. 
Calcium    chloride    tube,    new    form   of 

(Hii.l),  p.,  87. 
Camphor,      electrolytic      oxidation      of 
(Law),  T.,  1452. 
derivatives,  chemical  constitution  of, 
in    relation    to    colour  (Forster), 
T.,  225;  P.,  31. 
stereoisonieric      halogen      derivatives 
(LowRY),  T.,  1033;  P.,  70. 
Camphoric    acid,    experiments    on    the 
synthesis   of  (Perkin   and  Thorpe), 
T.,  778,  795. 
i-Camphoric  acid,  synthesis  of  (Perkin 

and  Tiioi:i'e),  T.,  799. 
Camphorsulphonic  acids,  derivatives  of, 
stereoisomeric  (Lowry  and  Magson), 
T.,  1042;  P.,  145. 
Camphoryl-i|/-carbamide,  ^.V-rfibronu)- 
and  X-c^echloro-  (Forster  and 
Grossmann),  T.,  402  ;  P.,  74. 
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Camphorylmethyl-ii'-cartainide,  J\' 

broino-  and  jV-chlt^io-  (Fokster  and 
GiiossMAXN),  T.,  402  :  P.,  74. 
Carbamide,  Ihio-.     See  Tluocarbamide. 
Carbimides,  oiitically  active  (Pickard, 
LiTTLEBiTRY,  aiid  Nevillf,),  T.,  93  ; 
(Pickard and  Littlebuky),  T.,  467, 
1254;  P.,  71,  238. 
thio-.     See  Tliiocarbiniides. 
«-Carbo-benzoxy-/'-pheiiylthiocarbamide 

(Dixox),  T.,  904;  P.,  117. 
Carbon,  direct  union  of,  with  hydrogen 
at    high    temperatnies    (Puixg     and 
HuTTOX),  T.,  1591  ;  P.,  260. 
Carbon    dioxide,    action   of  tiltra-violet 
.  light  on  inoist  and  dry  (Chadwick, 
Eamsbottom,  and  Chapman),  P., 
23. 
rfisulphide,  slow  combustion  of  (Smith), 
T.,  142. 
Carbon,  estimation  of,   in  soils  (Hall, 
Miller,  and  Marmu),  T,,  595;  P., 
103. 
Carbon   compounds.     See  Organic   com- 
pounds. 
Carbonic  acid,  thio-.     See  Thiocarbonic 

acid. 
Carbonyl  group,  the  chemical  reactivity 
of  the  (.Stewart  and  Ba'ly),  T.,  489, 
618;  P.,  33,  85. 
Care's    acid,    constitution    of   (Price), 

T.,  53. 
jS-Carboxy-ay-dimetliylcrotonic        acid, 
7-cyano-,    ethjd    ester,    formation    of 
(Rogersox       and       Thorpe),       T., 
649. 
o-Carboxyphenylglyceryltropeine, 
lactone     of    (Jowett    and    Ptman), 
P.,  317. 
Carvestrene,   synthesis  of,   and  its    di- 
hydrobromide     and     dihydrochloride 
(Pekkin      and      Tattersall),      P., 
268. 
Carvomenthone,  cyano-,  and  its  oximes 

(Lapworth),  T.,  1829;  P.,  285. 
Carvomenthonecarboxylic    acid     (Lap- 
worth),  T.,  1830;  P.,  285. 
Carvone,  action  of  hydrogen  cj'anide  on 

(Lapworth),  T.,  949  ;  P.,  164. 
Catechol,   derivatives   of  (Perkin   and 
Weizmaxn),       T.,       1649;       P., 
269. 
dimethyl  ether.     See  Veratrole. 
Cedriret.     See  Coerulignone. 
Cellulose,  constitution  of,  ami  its  triacetyl 
derivative  (Green  and  Pekkin),  T., 
811  ;  P.,  136. 
nitro-,  decomjiosition  of  (Silberrad 
and    Farmer),    T.,    1182;     P., 
171. 
hydrolysis     of     (Silberrad     and 
Farmer),  T.,  1759;  P.,  270. 


Chemical    constitution    and    absorption 
sjiectra,  relation  between 

(Stewart  and  Baly),  T.,   489, 
618;    P.,    33,    85;    (Baly    and 
Stewart),    T.,     502;     P.,     34; 
(Baly,  Edwards,  and  Stewtart), 
T.,  514  ;   P.,  35  ;  (Baly,  Mars- 
den,  and   Stewart),    T.,    966; 
P.,    126  ;  (Baly  and  Tuck),  T., 
982;  P.,  142. 
and    colour,    relation    between,    in 
camphor    derivatives   (Forster), 
T.,  225;  P.,  31. 
and  colour  and  fluorescence,  relation 
between  (Silberrad),  T.,  1787; 
P.,  251. 
and    physiological    action,    relation 
between,  in  the  tropeines  (Jo\vett 
and  Pyman),  P.,  317. 
effect  of.  on  tlie  rotatory  power  of 
optically    active     nitrogen    com- 
pounds   (Thomas    and     Jones), 
T.,  280;  P.,  10. 
dynamics.     See  under  Affinity. 
Chlorine,  interaction  of,  with  hydrogen 
(Burgess  and  Chapman),  T.,  1399; 

Chromium  sesq^l,^oxide,  black  modification 

of  (Weknei:),  P.,257. 
Chrysaniline  {2-amino-5-\}-amino'phenyl- 

acridine),  acetjlation  and  methylation 

of  (DuNSTAN  and  Hevvitt),  T.,  482  ; 

P.,  73. 
Chrysophenol   and   its   acyl   derivatives 

and  their   salts,   and  its   methylation 

(DuNSTAN   and   Hewitt),  T.,   1472; 

P.,  243. 
Cinnamaldehyde,   electrolytic  reduction 

of  (Law),  T.,  1517  ;  P.,  237. 
Cinnamic  acid  and  its  esters,  addition 
of   bromine    to   (Sudborough   and 
Thomas),  P.,  318. 

dichloride.      See     )3-Phenylpropionic 
acid,  o)3-fZichloro-. 
Cinnamic    acids,    a-chloro-,    and    their 

derivatives  (Sudborough  and  James), 

T.,  105. 
Cinnamoylsalicylic  acid  and  its  methyl 

and    ethyl    esters    and    quinine    salt 

(Jowett  and  Pyman),  P.,  317. 
Cinnamylidene-C-dimethyltetrazoline 

(Huhemann),  T.,  1272. 
Citrazinic  acid  and  its  methyl  deriva- 
tives,    new    mode     of    formation    of 

(RoGERSON   and   Thorpe),   T.,    631;- 

P.,  87. 
a  Cochlosperminic  acid  (Robinson),  T., 

1497  :  P.,  243. 
Cochlospermum  Gossi/pium,  the  gum  of 

(Robinson),  T.,  1496  ;  P.,  242. 
Codeine,  conversion  of,  into  its  optical 

isomerides  (Lees  and  Tutin),  P.,  253. 
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Coerulignone,    constitution   of    (Mont), 

P.,  110. 
Colloids,  coagulating  action  of  (DuEAPEit 

and  ^VIL.sON),  P. ,"70. 
Colour  in  relation  to  (chemical  constitu- 
tion in  cainplior  dciivatives  (Fuus- 
TER),  T.,225;  P.,  31. 
and  fluorescence,  relation  of,   to  con- 
stitution   (SiLBEuu.vu),    T.,    1787  ; 

P.,  2r.i. 

Colouring  matters  of  the  stilbene  gronp 
(Gkkev  and  CuosLAND),  T.,  1(502  ; 
P.,  256. 

Copper,  estimation  of,  by  titanium  tri- 
eliloride  (Khead),  T.,  1401  ;  P.,  244. 

Copper  ammoniacal  solutions,  nature  of 
(Dawson),  T.,  1(366  ;  P.,  256. 

Cordite,  hydrolysis  of  (SiLBEitiiAD  and 
Faumer),  T.,  1772;  P.,  270. 

Coto-bark,  synthesis  of  substances  occur- 
ring in  (Pekkix  and  Rorinsox),  P., 
30,^. 

Coumarin,  residual  affinity  of,  as  shown 
by  the  formation  of  oxonium  salts 
(Morgan  and  Micklethwait),  T., 
863;  P.,  131. 

isoCoumarincarboxyltropeine  (Jowett 
and  Pvman),  P.,  317. 

Air 

Critical  temperature  and  value  of '-q-  of 

some  carbon  compounds  (Brown),  T. , 
311  ;  P.,  39. 
Crotonic   acid,  addition  of  bromine   to 
(Si'DBOKouGU  and  Thomas),  P.,  319. 
Cryoscopy,      studies      in      comparative 

(Robertson),  T.,  567  ;  P.,  82. 
Crystallisation,  spontaneous,    of  super- 
saturated solutions  (Hartley),  P.,  60. 
Crystallising  solutions,  refractive  indices 
of  (Mieks  and  Isaac),  T.,  413  ;  P.,  9. 
Crystals,    experiments    on    the    regular 
growths    of,    of    one   substance    on 
those    of    another    (Barker),    T., 
1120  ;  P.,  Ill,  112. 
attractive  force  of,   for  like  molecules 
in  [saturated  solutions  (Sonstadt), 
T.,  339. 
more  exact  determination  of  the  densi- 
ties of  (Earl  of  Berkeley),  P. ,  321. 
Cuminaldehyde,  electrolvtic  reduction  of 

(Law),  T.,  1514,  1526  ;  P.,  237. 
Cuminoin,      electrolytic     oxidation     of 
(Law),  T.,  1444  ;  P.,  197. 
electrolvtic   reduction   of  (Law),    T., 
1518,' 1526  ;  P.,  237. 
Cyanates,  thio-.     See  Thiocyanates. 
Cyanbenzyline,  formation  of  (Atkinson 

and  Thorpe),  T.,  1931. 
Cyanohydrins  of  aldehydes  and  ketones, 
reaction  of,  with  the  sodium  derivative 
of    ethyl   cyanoacetate   (HlGSON    and 
Thorpe),  T.,  1456  ;  P.,  242, 


D. 

Decanedicarboxylic  acid.      See  0P$'$'- 

'J'ftranietiiylsubeiic  acid. 

Decenoic  acid.  See  0-EtIiyl-o-propyl- 
acryiic  acid. 

Density  of  crystals,  more  exact  deter- 
mination of  the  (Eari.  of  Berkeley), 
P.,  321. 

Dextrose,  influence  of  sodium  arsenate 
nil  till'  fi'iiiKMitation  of,  by  yoast-juice 
(Harden  and  Young),  P.,  283. 

Diacetylacetone,  action  of  ethvl  iodide 
and  of  propyl  iodide  on  tiie  di.sodium 
derivative  of  (Bain),  T.,  1224  ;  P., 
196. 

Diacetyl7tartaric  acid,  nienthyl  ester, 
rotation  and  molecular  solution  volume 
of  (Patterson  and  Kaye),  T.,  1884; 
P.,  274. 

Dialkyl  disulphides,  electrolytic  prepara- 
tion of  (Price  and  Twiss),  P., 
260. 

Dianilaconitic  acid  (Ruhemann),  T., 
1850  ;   1'.,  2S4. 

Diazoacetic  acid,  ethyl  ester,  gradual 
decomjjosition  of  (Silberrad  and 
Roy),  T.,  179  ;  P.,  15. 

Diazoamines,  influence  of  substitution 
on  the  formation  of  (Morgan  and 
CL.A.YTON),  T.,  1054  ;  P.,  174. 

Diazobenzene  picrate,  action  of  ammonia 
and  amines  on  (SiLBERitAD  and 
Rnn-KK),  T.,  167  ;  P.,  13. 

Diazobenzene,  ;>-amino-,  i\'-acetyl  deriv- 
ative, perbromide  of,  preparation  of 
(Silberrad  and  S.mart),  T.,  170  ; 
P.,  14. 
p-nitro-,  chloride  of,  interaction  of, 
with  5-bromo-fts(4)-dimethyl-2:4- 
diaminotoluene  (Morgan and  Clay- 
ton), T.,  1058. 

Diazo-compounds,  stable,  study  of  (Mor- 
gan and  Woutton),  P.,  23. 

Diazo-reactions,  influence  of  light  on 
(Orton,  Coaxes,  and  Burdett),  P., 
308. 

Diazo-salts,  action  of  water  on  (Cain 
and  NoR.MAN),  T.,  19. 

s-Dibenzenesulphonyl'/Zaminomesitylene 
(Morgan  and  Micklethwait),  T., 
1299. 

Dibenzsulphohydroxamic  acid,  o-cyano- 
(  Walkki:  and  .'^mith),  T.,  352  ;  P.,  62. 

Dibenzyl  disulphide,  electrolytic  prepara- 
tion of  (PiacE  and  Tvviss),  P.,  260. 

Dicresol,  bromo-derivatives  (Moir),  P., 
25'.'. 

Diethyl  disulphide,  electrolytic  prepara- 
tion of  (Price  and  Tvviss),  P.,  260. 

6:5-Diethylbarbituric  acid,  acidic  con- 
stants of  (Wood),  T.,  1835. 
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Diethyldiacetylacetone       (Bain),      T., 

12:!:!  :   P.,  lilt). 
s-Diethyloxamide,   iV-r/i'licomo-   ami   N- 
(//cliloro-  (Chattaway   and   IjEWIs), 
T.,  161  ;  P.,  18. 
yS-Diglycerylphosphoric    acid     .iml     its 
calfiuin  salt  (TuTix   ami   Hann),  T., 
17;'.4  ;  P..  27:3. 
Dihydrocarvone,    cyano-,    ami    its    re- 
actions  ami    its    oxiine,    phenyl- 
hydiazone,    semicavbazoiie,      ami 
isomeric  liihromides  (LArwouTii), 
T.,  945;  P.,  164. 
cyaiiohydriu  of,  and  its  hydrolysis, 
and    halogen    haloids    of    (Lav- 
Avoin-ii),  T.,  1822  ;  P.,  28.5. 
Dihydrocarvonecarboxylic    acids,     iso- 
nieiic,  and  their  oximes,  phenylhydr- 
azoiie,   and    semicaibazone,    and    their 
oxidation    (Lavavhuth),  T.,   959;  P., 
164. 
Dihydrolaurolene  and  Dihydro/s'daurol- 
ene,  supiioscd  identitj'  of,  with  1:1- 
diinethyihexahydrobeazene   (Cross- 
ley  and  Rexouf),  T.,  26. 
densities,     magnetic     rotations,      and 
refractive  powers  of  (Perkin),  T., 
33. 
Dihydroisolaurolene,      constitntion      of 
(Crossley       and       Renouf),       T., 
30. 
2:3-Diliydro-3niethylindene  2-carb- 
oxylic     acid.      See     3-Methyl-2:3-di- 
hydroindene-2-carboxylic  acid. 
A--Diliydro-l-naplitlioicacid,  theielativc 
catalytic  effect  of  bises  oq   the  com- 
pounds of  (Pickard  and  Yates),  T.  , 
1484  ;   P.,  244. 
Dihydrophthalic   acid,    optically   active 

(Neville),  T.,  174-4;  P.,  274. 
DihydiTO'pinyl&mine  (pi)wca7iiphylamine), 
preiiaiation  and  properties  of,  and  its 
salts,  acyl   derivative,   and  carbamide 
(Tildex  and  SnEPHEARn),  T.,  1560; 
P.,  255. 
4:5-Dihydropyrazole  3:4:5-tricarboxylic 
acid,    ethyl    ester    (SilberI!AI)     and 
Roy),  T.,  179;  P.,  15. 
l:4-Diliydrotetrazine.     See  Tetrazoline. 
Dihydroumbellulones,  a-  andjS-  (Tutin), 

T.,  1117. 
o-Diketones,  relation  between  the  absorp- 
tion spectra  and  chemical  constitution 
of   (Baly   and    Stewart),    T.,    502  ; 
P.,  34. 
3:3-Diketo-5:5:5':5'-tetrametliyl-A':i'-di- 
cyc/ohexeue  (Chossley  and  Renouf), 
P.,  a03. 
o-Dimethoxybenzene.     See  Veratrole. 
4:5-Dimethoxy-a-hydrindone      and     its 
isoDitrnso-dci'ivativ(;      (Pei'.KIN      and 
Robinson),  P.,  160. 


3:4-Dimethoxy-lmethylanthraquinone. 

See      l-i\Ietliylalizarin       3: 1-dinu'thyl 
ether. 
2:5-Dimethoxyplithalic     acid     and     its 
anhydride  (Peiikin  and  Weizmann), 
T.,  1658. 
4:5Dimethoxyplitlialic    acid.      See    m- 

lleinipinic  arid. 
4;5-Dimethoxy-o-tolualdeliyde     and    its 
oxidation,    and    hydraznne    and   seini- 
carbazone  (Pei!KIN  and  Weizmann), 
T.,  1650. 

4:5-Diinethoxy-('-toluic  acid,  formation 
of  (Pekicin  and  Wkizmann),  T., 
1651. 

Dimethyl  acetonerhamnoside  and  its 
hydrolysis  (Phrdie  and  Young),  T., 
1200  ;  "p.,  201. 

a7-Dimethylaconitic  acid,  formation  of 
(RoGERsoN  and  Thoui-e),  T.,  647  ; 
P.,  87. 

Dimethyladipic  acids,  aa-  and^iS-,  separa- 
tion of  ((Ji!()8.si,K,Y  and  Rexouf),  T., 
1552;  P.,  252. 

«s-(4)-Dimethyl-2:4  '//aminotoluene, 
5-bromo-,  interaction  (if,  with  ;y-nitro- 
benzenediazonium    cliloride    (Mougan 
and  Clayton),  T.,  1058. 

.s-Dimethyl-4:6  '^;aniiiio-?«-xylene,  pre- 
paration of,  and  tlie  action  of  diazo- 
compounds  on,  and  its  dinitrosoamine 
(Morgan  and  Clayton),  T.,  1055  ; 
P.,  174. 

5:5-Dimethylbarbituric  acid,  acidic  con- 
stants of  (Wood),  T.,  18-35. 

/3/3-Dimethylbutane-a75  tricarboxylic 
acid,    ethyl    ester,    action    of  sodium 
and   methyl   iodide   on  (Peiikin  and 
Thorpe),  T.,  778. 

3:5-Dimethylcitraziiiic  acid,  formation 
of  (RoGERSON  and  Thoupk),  T.,  648  ; 
P.,  87. 

4:6-Dimethylcoumarin,  azo-derivatives 
of  (Hewitt  and  MncHEr.L),  T.,  13. 

Dimethyldiethylpyrone  and  its  hydro- 
chloride and  ]>latinichloride  (Bain), 
T..  1232;  P.,  196. 

l:l-Dimethyl-A''--^-dihydrobenzene, 

3-aniino-5-hydroxy-,  and  its  reactions 
and  additive  salts  and  acetyl  deriva- 
tive (Haas),  T.,  192. 

Dimethyldihydroresorcin,  condensation 
of,  with  ammonia,  aniline,  and 
;>-toluidine  (Ha.\s),  T.,  187;  P., 
17. 
condetisation  of,  with  ni-  and  yU- phenyl - 
enediamines  (Haas),  T.,  387;  P., 
63. 
diseniicarbazone  (Haas),  T.,  198. 

Dimethylethylpyrone  and  its  isomcrido 
and  hydrochloride  and  platinichloride 
(Bain),  T.,  1228;  P.,  196. 
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/3/3-Dimethy]glutaric  acid,i)i'eparation  of, 
and  eleetrolvsis  dt'its  salt.s  (Wai.KKH 
aud  Wood),"T.,  598  ;  P.,  101. 

o-cyaiio-,  ctliyl  ester,  sodium  deriva- 
tive, action  of  etliyl  a-broniopiop- 
ioiiate  on  (Peukin  and  Tiior.ri;), 
T.,  792. 
l:l-Diniethyl«/c7tihexane  (1 : 1  -(limcthiil- 
hccali i/d robeiizme),  supijosed  identity 
of,  witli  (lilij-dndanroleuc  and  di- 
hydrom/lauroleTie  (Ckdsslky  and 
Renouf),  T.,  26. 

3-bronio-,   action  of  alcoholic  potass- 
ium   livdioxide   on   (Ckossley  and 
RKXorV),  T.,  l.'iSi);  P.,  2.o3. 
l:l-Diinetliyl-3-c//c/(ihexanone.      See    3- 

Keto-l:l-dimetli3d(7/(7oliexane. 
Dimethykv/c/oliexene.   See  l;l-Dimethyl- 

A''-tctialiydrobenze:ie. 
l:l-Dimethyl-A''-n/c^hexenone-5.        See 

f)-K  el  0-1:1 -dime  thy  l-A''-tetrahyd  ro- 

benzi'ne. 
l:l-Dimetliyl-A'-c)/c/tihexenone-3-.  Sec  3- 

Keto-l:l-dimethyl-A'*-tetiahydroben2- 

eno. 
Dimethylliomocatecliol,    preparation   of, 

and    its    condensation    witli    jiiitb.alic 

anhydride' (Pkkkix  and  AVeizmann), 

T.,'l649. 
iV^-Dimethyl-3-naphthylamine-8-sulpli- 

onic     acid    and    its     ]iotassium    salt 

(Smith),  T.,  l.'.OT  ;  P.,  236. 
s-Dimethyloxamide,     i\"-r^/l)romo-      and 

jV-(^icliloro-  (Chattaway  ami  Lf.wi.s), 

T.,  IGO;  P.,  IS. 
Dimethylpropylpyrone  and  its  isonicride 

(ISaix),  T.,  1281  ;  P.,  196. 
3:5-Dimethylpyridine-4carboxylic  acid, 

2:6-<//hydroxy-.       See     3:5-l)imethyl- 

citrazinic  acid. 
Dimethyl    rhamnose    and    its    reaction 

with  methyl  alcoliol  and  witli  phenyl- 
hydrazine  (PuKDiE   and  Young),  T., 

1200  ;  P.,  201. 
Dimethylsuccinic    acids,  ] 'reparation  of 

(HiGSOX  and  TiiuiU'E),  T.,  1463  :  P., 

242. 
l:l-Diniethyl-A-'-tetrahydroben2ene,    3- 

amiuo-5-imino-,     adaiiive      salts       of 

(Haa.s),  T.,  194. 
C-Dimethyltetrazoline,    action   of  alde- 
hydes  and  mt  thyl   iodide  on  (Rl'HE- 

MAXX),  T.,  1270';  P.,  238. 
07- Dimethyl tricarballylic   acid,   trans-, 

and    its    anhvdro-acid    (Perkin   and 

Thori'e),  T./794. 
Dimethyluracils,  a-  and  I3-,  acidic  con- 
stants of  (W(M,n),  T.,  1833. 
Dimethylxanthines.     See  Paraxanthine, 

Theobromine,  and  Theophylline. 
Dinaphthacridines  (Sexier  and  Ai'STix), 

T.,  1387;  P.,  240. 


Di-;3-naphthoxydiphenylmethane 
(("i.oicii).  T.,  77t;  ;   P.,  1(19. 

Dinaphthyldiphenyl-.  See  Diiihenyl- 
diiiaplitliyl-. 

."(-Dioxanilide,  ii-ni07W-  and  2:4-r?/-chloro- 
(CiiATTAWAY  and  Lewis),  T.,  1.^8; 
P.,  18. 

DicycA'pentadiene  ]iyridinium  bromide 
and  cliloriih',  nitio.'-o-  (Kri.E),  T., 
1342;  P.,  235. 
halogen-nitrrso-derivatives  and  tlieir 
conversion  into  oximc  derivatives 
(RUT,K\  T.,  1340;   P.,  23.^). 

Dicyc/opentadienenitrolpiperidine  and 
its  salts  and  leduction  (Rite),  T. , 
1343;  P.,  235. 

Dipentene,    density,    ma(;netic   rotation, 
and  refractive   power  of  (Pirkin), 
T.,  850. 
chlonicyano-  (T,ArwoKTlll,  T.,  9.".6. 

4:4'-Diphenetole-3-mono-  and  -3:3'-di- 
sulphonic  acids  (Mull;),  P.,  '2.",9. 

Diphenetylphenylsulphonium  and  its 
jdatinic'liloride  (Smiles  and  Le 
1!o.ssi<;n(U.),  T.,  705  ;  P.,  24,  87. 

Diphenetylsulphone  (Smii.es  and  Lk 
R(issigxol),  T.,  707  ;  P.,  24,  87. 

Diphenol  {A-A'-A\htidroT]idiphcnyl),   new 
derivatives  of  (Mont),  P.,  259. 
dibenzoate    of,    and    rfibromof^z'nitro- 
(MoiR),  P.,  259. 

Diphenol-3:3'-di-,  -3:5:3'-tri-,  and 
■3:5 :3':5'-tetra-8ulplionic  acids  (Moir), 
P.,  2.'.9. 

Diphenyl,  rfiiodo-,  action  of  chlorine  on, 
and  (^iiodoso-,  and  its  acetate  (Wer- 
ner), T.,  1633. 

l:3-Diphenylalloxan-phenylhydrazone, 
-j'-nitrophenylhydrazone,  and  -benzyl- 
;'-nitrophenylhydrazone  ( W 11 1 1  ei,e y ), 
P.,  20(1. 

Diphenylamine,  3:6-f?aiitro-2-aniino-5- 
hydroxy-,  i\'-2-acetyl  derivative  of 
(Mklphla),  T.,  1940. 

l:3Diphenylbarbituric  acid  and  its  con- 
densation with  aromatic  aldeliydcs  and 
5-amino-,  aud  5-/sonitroso-  and  it.s 
salts  and  acetyl  derivative  (WiniE- 
I.EY),  P.,  200. 

1:3-Diphenyl  5-benzylbarbituric  acid 
(WllITEI.EV),  P.,  1:00. 

l:3-Diphenyl-5:5-dimetbylbarbituric 
acid  (Whiteley),  P.,  200. 

Diphenyldi-a-hydroxynaphthylme  thane 
and  its  diacetyl  ami  dibenzoyl  de- 
rivatives (Ci.ornn),  T.,  773  ;  P.,  109. 

Diphenylmethylolid,  hexahyf\\o\y-,  and 
its  acetyl  and  benzoyl  deriv.itives 
(Perkin),  T.,  253;  P.,  42. 

Diphenylphenetylsulphonium  and  its 
]ihitiuiehloride  (Smiles  and  Lk  Ros- 
signoe),  T.,  706;  P.,  24,  87. 
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ay-Diphenylpropane,    ;8-imino-o-cyano-, 

formation  of  (Atkinson  and  Tiioupe), 

T..  l!i:W  :  P.,  281. 
1 :3-Diphenyluramil.     Sec  1:3-Dijihcjiyl- 

bailiituiic  aoid,  5-amino-. 
l:3-Dipheiiyl-uric  acid  and  -i^-uric  acid, 

sviitlio-i^  of  vWhitei.fa'),  p.,  200. 
Diphenylvioluric      acid.     See      1:3-Di- 

plieiiylliarliituric  acid,  5-i'sonitroso-. 
DipropylglycoUic  acid  (Ckichton),  T., 

^o-i  ;   P.,  -[62. 
^  Dipropylmalonic  acid,  potassium   ethyl 

ester-salt,  electrolysis  of  (CiilCHTOx), 

T.,  929;  P.,  162. 
Diresorcinolpyromellitein.  Soe  Xantliyl- 

benzeno-2-carboxyIactone-4:5-dicaib- 

oxylic  acid,  3:6:9-<nhydroxy-. 
Displacement,    reciprocal,    of   acids    in 

heterogeneous  systems   (Joseph),   T. , 

S23  ;  P.,  S2. 
Dixaiithylbenzeiie-2:4:5:6  tetracarb- 

oxylic  acids,  vi-  and  ;>-3:tJ:9:3':6':9'- 

/i(,v;«hydroxy-,    and    their  outahronio- 

derivatives  and  their  .salts  (Silberrad 

and  Roy),  T.,  1S02  ;  P.,  252. 
Di-m-xylidilaconitic  acid  (Ruhemaxn), 

T.,  18.:il  ;  P.,  284. 


Earths,  rare,   chemistry  of  the    (Espo- 
siTo),  P.,  20. 

ELECTKOrHEMISTRY  :  — 

Electrical  discharges  of  high  frequency, 
effect  of,  on  vapours  of  methyl 
alcohol  and  acetaldehyde  (Jack- 
son   and    Xortiiall-Laurie), 
T.,  1190;  P.,  156. 
effect  of,  on  acetylene  (Jackson 
and    Northall-Laurie),    P., 
155. 
Electrodes,  use  of,  in  electrolytic  reduc- 
tions (Law),  T.,  1520;  P.,  237. 
Electrolytes,  amphoteric,  influence  of 
certain,  on  amylolytic  action  (Ford 
and  Guthrie),  T.,  76. 
Electrolytic     oxidation     (Law),    T., 
1437;  P.,  197. 
reduction    (Law),   T.,    1512,  1520  ; 
P.,  237. 
EUagic  acid,  molecular  weight  of,  and 
its  telrabenzoyl  derivative  (Perkin), 
T.,  259;  P.,  42. 
reaction     of,     with     sulphuric     acid 

(Perkin),  P.,  114. 
hydroxy-.     See  Flavellac(ic  acid. 
Epinephrine.     See  Adrenaline. 
Esters,   critical   temperature  and  value 
^  ilL 
of  -^  of  some  (Brown),  T.,  313  ;  P., 

39. 


Ethane,   nitro-.   formation  of  (Ray  and 

Ni'nci),  T.,  1901  ■,\\\,  259. 
Ethanedicarboxylic  acid.     See  Succinic 

acid. 
Ethoxy-lOdiazophenanthrene  sulphates, 

2-  and  3-,  soduim  derivatives  of  (Hen- 

stock),  T.,  1529  ;  P.,  236. 
5-Ethoxy-l:l-dimethyl(;?/c/i(hexane,       3- 

hydroxy-    (Crossi.ey    and    Renouf), 

P.,  302. 
Ethoxy/sonitrosodio?/rA>pentadiene 

(i;rM-.),  T.,  1341  :   P..  2:55. 
3  Ethoxyphenanthraquinonemonooxime 

UiENSKHK;,  T.,  1530  ;   p.,  236. 
Ethyl  nitrite,    formation    of  (R.\y  and 

Nkogi),  T.,  1901  ;  P.,  259. 
Ethyl-o  acetonaphthalide    and     its    di- 

nitro-derivatlve      and        nitrosoamine 

(Mkldola),  'i'.,  1434. 
5-Ethylbarbituric  acid,  acidic  constants 

of  .WoMii),  T.,  1835. 
Ethyleneaniline,    interaction    of,    with 

thioearbimides  (Davis),  T.,  713  ;  P., 

114. 
Ethylenetoluidines,  interaction  of,  with 

thioearbimides  (Davis),  T.,  713;  P., 

114. 
1-Ethylnaphthalene,  2-4-rfiamiuo-,   ami 

its    3-carboxylic   acid   and   its   ethyl 

ester  and  their  additive  .'^alts  (Atkin- 
son and  Thorpe),  T.,  1928  ;  P.,  282. 
a-^V-Ethylnaphthylamine,      2:4-(Zniitra- 

(Meldolai.  T.,  1435  ;  P.,  245. 
)3-Ethyl  a-propylacrylic    acid    and     its 

salts  (CiiirnTON),  T.,  930  ;  P.,  162. 
Ethylsulphuric  acid,  alkali  and  alkaline- 
earth  .salts,  interaction  of,  with  alkali 

and  alkaline-earth  nitrites  (R.\Y  and 

Xeogi),  T.,  1900;  P.,  259. 
Ethyltripropylammonium  iodide,  action 

of  chlorine  on  (Werner),  T.,  1637  ; 

P.,  258. 
Extraction  apparatus  for  liquids  with 

ether  (liowMAN),  P.,  24. 


Fabrics,  estimation  of  arsenic,  electro- 
Ivtically,  in  (Thorpe),  T.,  408;  P., 
73. 
Fermentation,  alcoholic,  by  yeast, 
chemical  dynamics  of  (Slator),  T., 
128. 
Fischer's   salt.     See  Potassium  cobalti- 

nitritc. 
Flavellagic    acid   and    its    acetyl    and 
benzoyl   derivatives   (Perkin),   T., 
252;  P.,  42. 
reaction     of,      with     sulphuric     acid 
(Perkin),  P.,  114. 
Fluorene  (Perkin),  T.,  252  ;  P.,  42. 
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Fluorescence  , mil  colour,  relationsliip  of, 

to     coiistitutioii     (Sii.nF.iMiAu),     T., 

17S7  ;  P.,  2r.l. 
Fluorine,  some  reactions  and  new  com- 

])oniidsof  (Pi!iDEAUx),T.,  316;  R,  19. 
Formazyl,  nitro-,    interaction    of,    with 

oarbon     disnlpiiide     and      potassium 

hydroxide  (OnMKKor)),  P.,  206. 
Formic  acid,  Iivdiates  of  (Coi.lks),  T., 
1-250;  P.,  207. 

cuprous    salt,    preparation    and    pro- 
perties of  (AxcKi,),  T.,  345  ;  P.,  58. 
Furfuraldehyde   (fur/urol),   electrolytic 

reduction  of  (Law),  T.,   1517,   1520; 

P.,  237. 
Furoin,  electrolytic  oxidation  of  (Laav), 

T.,  1445;  P.,  197. 

G. 

Gallacetophenone  dimethyl  ether  and 
its  hydrazono  (Pehki.x  and  Wkiz- 
maxn),  T.,  1(554. 

Gallic  acid,  oxidation  of  (Peiikin),  T., 
251  ;  P.,  41. 
tiimethyl     ether     and     its     chloride 
(Perkix  and  Weiz.max.v),  T.,  1655. 

Glucose.     See  Dextrose. 

Glucosides,  alkylated,  addition  of  alkyl 
haloids  to  (Irvixe  and  Moodie),  T., 
1578;  P.,  204. 

Glutaconic  acid  (RunEMAXx),  P.,  137  ; 
(Rogeksox  and  Thorpe),  P.,  146. 

Glutaric  acid  and  aa' -dicya.no-,  ethyl 
ester  (Hir.sox  and  Thorpe),  T.,  1458. 

"Glycerine,  nitro-,"  hydrolysis  of  (Sil- 
HEiiKAD  and  Fakmer),  T",  1759  ;  P., 
270. 

Glycerylphosphoric  acids,  nntural  and 
svnlheticai,  relation  between  (Tl'Tlx 
and  Haxx),  T.,  1749;  P.,  273. 

GlycoUyltropeine  and  its  additive  salts 
(JowKTT  and  Haxx),  T.,  360  ;  P.,  61. 

Gold,  thiocarbamide  as  a  solvent  for 
(.Moir),  T.,  1345  ;  P.,  105,  164. 

Gold-thiocarbamide  chloride  and  sulph- 
ate (iloxi:;).  T.,  1046;  P.,  105,  164. 

Gondic  acid  from  the  gum  of  C'ochlosper- 
111  um  Gossijpium  (RoBixsox),  T. , 
1497  ;  P.,  242. 

Grignard's  reaction,  application  of,  for 
asymmetric  syntheses  (McKexzie), 
T.",  365  ;  P.,  61  :  (McKexzie  and 
Wrex),  T.,  688  ;  P.,  107. 

Gum  of  Cochlosperimcm  GossT/pium 
(Kop.ixsox),  T.,  1496  ;  P.,  242. 

Gun-cotton,  hydrolysis  of  (Silberrad 
and  Farmer),  T.,  1763  ;  P.,  270. 

Gunpowder,  made  about  1641,  recently 
discovered  in  Durham  Castle,  com- 
position of  (Silberrad  and  Simp.sox), 
P.,  172. 


H. 

Haematoxylin  and  brazilin  (Fnckt-.s  anil 

1'i:kkin\      p.,     132;     (Peukin     and 

UoniNsoN),  P.,  160. 

Halogen,  estimation  of  (Moir),  P.,  261. 

Helium    and    argon,    ooeurrence   of,    in 

malaeone  (Kitchix  ami  WiXTEUSOX), 

T.,  1568;  P.,  251. 
Hemimellithene.     Sci'    l:2:6Trimethyl- 

benzene. 
Hemimellitic  acid,  3:5-f^/chloro-,  and  its 

aidiydride,   imide,  and  methyl   eslcrs 

(Cuo.ssi.EY  and  HiM.s),  T.,  884;  P., 

144. 
)/(-Hemipinic  acid,  formation  of  (Perk in 

ami  Wr.izMAX.v).  T.,  I<i51. 
Heptanedicarboxylic     acid.       See     Di- 

]iropylni:ilonic  aeid. 
Heptanetetracarboxylic  acid.     Sec  077- 

Trimetliylbutane-aj8y35-tctrai'arl)0xylic 

arid. 
Heptanetricarboxylic  acid.   Sro  o-yT-Tri- 

nietliyll)atane-a/35-tricarboxylic  acid. 
Heteroxanthine,    aflinity    constants    of 

(Wo..n),  T.,  1840;  P.,  271. 
Hexahydro-M-  and  -;j-toluic  acids.    See 

l-.Metliyh7/c/(diexane-3-    and    -4-earb- 

dxyli.'  acids. 
Hexahydro-j>'-tolylacetic        acid       and 

a-liioino-  (^Perkix  and  Pope),  P.,  108. 
Hexahydro-^'-tolylcarbinol       and       its 

bromide  (Priikix  and  Pope),  P.,  108. 
2:3:4: 3':4':5'-Hexamethoxybenzophenon6 

(I'kiikin,  ^VKIz.MAXX,  and  Hakdixi;), 

T.,  16H5. 
Hexamethoxydiphenylphthalide     (Per- 

MX  and  Weiz.maxx^,  T. ,  1657. 
Hexanedicarboxylic     acids.       See     Di- 

nietliyladipic  acids. 
Hexanetricarboxylic  acid.      Sen  0;8- Di- 
methyl butane- a-yS-trioarboxy  lie  at;id. 
c?/f/(;Hexanone-3-carboxylic  acid  and  its 

ethyl  ester  (Pep.kix  and  Tattersall), 

P.,  268. 
c?/f/(/Hexanone-4  carboxylic    acid,    pie- 

paration   of  (Kay  and   Perkix),  T., 

1640  ;  P.,  270. 
c?/c^Hexanone-2:4-dicarboxylic        acid, 

ethyl    ester  (Kay  and   I^erkix),  T., 

1647;  P.,  270. 
Hexaresorcinolmellitein.        Sec      s-Tri- 

xantliylbenzene-2:4:6-tricarboxylie 

acid,  3:6:9:3':6':9':3":6":9"-no7K7hydr- 

oxy-. 
Hexylsuccinic      acid,     preparation     of 

(HiGsox  and  Tuorpe),  T.,  1469;  P., 

242. 
Homocatechol  dimethyl  ether.     See  Di- 

metlu'lhomocatechol. 
Homofluorindine,  preparation  of  (Leice.9- 

ter),  p.,  41. 
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Homo  terpeny  lie      acid,     syntliesis      of 

i^Simonsen),  p.,  307. 
Hydantoiu,  aiidie  constants  of  (Wood), 

T.,  1833. 
Hydrates    of    compounds   containing   a 
oaibonyl  gvoiip,  formation  of  (Coi.les), 
T.,  124(5  ;  P.,  207. 
Hydrazine  platinoevanidc  and  its  hydr- 
ates (Lf.vv  and  S'i.s.sox),  T.,  12r). 
Hydroanisoin       and       (■.soHydroanisoin 

(Law),  T.,  1515,  1525;  P.,  237. 
Hydrocarbons  and  their  halogen  deriva- 
tives, crycscojiy  of,  in  phenol  solu- 
tion   (RoKEiiTsoN),    T.,    5(57  ;    P., 
82. 
and  oxygen,  interactinn  of  wcll-drieil 
mixtures  of  (BoNE  and  Andrew), 
T.,  652;  P.,  78. 
the   explo.sive    combustion   of    (Bone 
and  Druoman)    T.,    660;  P.,    78; 
(Bone,   Drugman,  and  Andrew), 
T.,  1614;  P.,  272. 
oxidation  of,  \\y  ozone  at  low  tempera- 
tures   (Drugman),     T.,     939;    P., 
163. 
aromatic,     critical     tempcratuie     and 

value  of  ^-Q-  of  some  (Brown),  T., 

314  ;  P.,  39. 
Hydrocuminoin  and  woHydrocuminoin 

(Law),  T.,  1514  ;  P.,  237. 
Hydrogen,  direct  union  of,  with  carbon 
at   high   temperatures    (Pring   and 
HuTTON),  T.,  1591  ;  P.,  2fi0. 
interaction  of,  with  chlorine  (Burgess 

and  Chapman),  T.,  1399  ;  P.,  37. 
cyanide    (hydrocyanic  acid),  reactions 
involving  the  addition  of,  to  carbon 
compounds   (Lapwortii),    T.,   945, 
1869  ;  P.,  164,  285. 
peroxide,  formation  of,  in  the  evapora- 
tion of  water  (Smith),  T. ,   481; 
P.,  40. 
interaction  of,   with  potassium  per- 
sulphate (Friend),  T.,  1092  ;  P., 
161. 
sulphide,    new   laboratory  method   of 
preparing  (Wilson),  P.,  312. 
Hydrolysis.       See       under       Alhnity, 

cliemical. 
Hydropiperonyloin    and  f.s&Hydropiper- 

onyloin  (Law),  T.,  1515  ;  P.,  237. 
Hydrosalicyloin  (Law),  T.,  1516,  1526  ; 

P.,  237. 
Hydrovanilloin   (Law),   T.,    1516;    P., 

237. 
Hydroxylamine  platinocyanide  and  its 
hydrates  (Levy  and  SissoN),  T., 
127. 
Hydroxylamine-a3-disulplionates  and 
their  ilcc''ni|ii'iHitioii  and  hydrolysis 
(IIaga),  T.,  240;  P.,  29. 


I. 

Imino-compounds,  formation  and  rc- 
actioTis  of  (Atkinson  ami  Thorpe), 
T.,  1906  ;  P.,  281. 

inilueni'c     of    other    groups     on    the 
acidity     of     the      imiuo-group      in 
(Wood),  T.,  1831  ;  P.,  271. 
Indigotin,  oxidation  prodirct  of  (Perkin), 

P.,  198. 
Indigo-yellow  (Perkin),  P.,  199. 
Iodine,      multivalent,      derivatives      of 
(Wei:nI'-i:),  T.,  1625  ;  P.,  258. 

fluoride  (Pridicaux),  T.,  316;    P.,  19. 
lodo-derivatives,      organic,     action     of 

chlorine  on  (Werner),  T.,  1625  ;    P., 

258. 
Iron,  the  rusting  of  (Moody),  T.,  720  ; 

P.,  101  ;  (Nance),  P.,  143. 
Isodimorpliism     in     the     alkali     series 

(Trm.N),  T.,  1059;  P.,  153. 
Isomerism,  dynamic,  studies  in  (Lowry), 

T.,  1033  ;  "p.,  70  ;    (Lowky  and  Mag- 

.son),  T.,  1042  ;  P.,  145. 
Isomorphism,    theory   of,    as    based    on 

cx]ieriiiients  on  the  regular  growths  of 

crystals  of  one  substance  on  those  of 

an'other  (Barker),  T.,  1120  ;  P.,  Ill, 

112. 
Isorropesis — a   new   type   of  oscillation 

(Stewart  and  Baia'),  T.,  498,  618; 

P.,  34,  85  ;  (Baly  and  Stewart),  T., 

503:  P.,   34;  (Bai,y,  Ei)WARI).s,  and 

Stewart),  T.,  514  ;  P.,  35. 


Kaempferitrin  (Perkin),  P..  199. 
Kaempferol   from    Natal    indigo    plants 

(PKiiKiN),  p.,  199. 
4-Keto  3-acetyl-5-benzylidene-2-methyl- 

dihydrofuran,   action  of   |dienylliydr- 

azine   on  (Ruhemann),  T.,   687;  P., 

89. 
1  Keto-2-acetyl-4  phenyl-3-methylr(/c/o- 

pentadiene,  5-liydroxy-.     See  Acetyl- 

oxalyl|ihenylmethylpropcne. 
Ketoacetylphenylparacone    and    its  w- 

and    ^j-nitro-derivatives   and    phenyl- 

hydrazone,  and  the  action  of  aromatic 

bases  on  (Ruhemann),  T.,  1240;  P., 

198. 
5-Keto-3-anilino-l:l-dimethyl-A''-tetra- 

hydrobenzene,     iV-acetyl     derivative, 

and  itssemicarlinzone  (Haas),  T.,  20.3. 
Ketobenzylideneacetylphenylparacone 

(Ri-hemann),  T.,  1240. 
3-Keto-l:l-dimethyl-c?ycZohexane        and 

-A^cyr/oliexene  (Crosslky    and    Re- 

nouf),  p.,  303. 
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5-Keto-l:l-dimethyl-A'-tetrahydrobenz- 
ene,  •■Samiiio-,  ^'-acetyl  dciivative  of, 
;in<l  itssiinicnibazoiic  (Ha  as),  T.,  l'.t:{. 
3-Keto-l:l-dimethyl-A'-tetrahydrobeuz- 
ene  {3-J:e(o-\:'l-(liinrt/ii/l-A*-i\i.-\o- 
hcoiene),  5-ehloro-,  .action  nf  leilui'- 
ing    ajjeiits    on     (Cuossi.F.Y    ami 
Re.nouf),  p.,  302. 
condensation    of,    with     ammonia, 
aniline,  ami   ;)-tolni(line  (Haas), 
T.,  187;  P.,  17. 
condensation    of,    with    in-   ami   ;)- 
phcnj-lcnediainines     (Haas),    T., 
387;  P.,  63. 
;3-Keto-a-y  diphenylpropane,      a  evano-, 
formation  of  (ArKixsox  aiid  Tiiuiu-i:), 
T..  1931. 
Ketohexahydrobenzoic  acids.     Sec  ajclo- 

Hexanonecavboxylic  acids. 
Ketones,    plienylhydrazones  of,  relation 
Iietween    the  absorption   spectra    ami 
chemical   constitntion    of  (Baly   and 
Tltk),  T.,  982;  P.,  112. 
Ketonic    compounds,    action    of  jdienyl- 
l)ropiolyl    clildiido    on     (Kuhk.MANN), 
T.,  682;  P.,  89. 
Ketophenylparacophenone       and       the 
action   of  aromatic   bases    on    (RuHF,- 
MANN),  T.,  r21.T  :  P.,  198. 
5-Keto-3-/)-toluidino-l:l-dimethyI-A-'- 
tetrahydrobenzene,     iV-acetyl     deriv- 
ative,  and  its  semicarbazone  (Haa.s), 
T.,  197. 
4-Keto-l:l;3-trimethylpentamethylene- 
2:3-dicarboxylic      acid.     Sec      1:1:3- 
Tnmttliyl-4-(VAVopentanone-2:3-di- 
carboxylic  acid. 


L. 

Lactic  acid,  resolution  of,  by  morphine 

(ii:viNE).  T.,  93.=i  ;  P.,  159. 
Mactic  acid,  asvmmetric  synthesis  of 
(McICknzie  and  Wkkn),  t.,  689  ;  P., 
107. 
Laurolene  and  i.9oLaurolene,  prejiaration 
and  reactions  of  (Cuo.ssi.ey  and  Re- 
nouf),  T.,  37. 
densities,    magnetic     rotations,      and 
refractive  powers  of  (Perkix),  T., 
33. 
Letter  of  condolence  to  Madame  Curie, 

P..  125. 
Light.     See  under  Photochemistry. 
rf-Limonene  from  the  oil  from  tlio  fruit 
of  I'ittosporum  undulalum  (Power 
and  TuTiN),  T.,  1087  ;  P.,  170. 
nitrosochlorides,  action  of  magnesium 
inethyl     iodide    on    (TiLDEN     and 
Shepheaud),  T.,  920  ;  P.,  162. 
Linking,  double,  optical  etfccts  of  adja- 
cent (Bruhl),  p.,  319. 


Liquid  mixtures,  viscosityof  (Di'.v.stan), 
P.,    89  ;  (Dus.srAN    ami   Wilson), 
P.,  308. 
volume     of     a     dissolved    substance 
(lilT.MSDEN),   P.,  306. 

Liquids,  theory  of  the  iiitermiscibility  of 
(lloi-.Mi-.s),  T.,  1774  ;  P.,  272. 

Longstaff  medal,  presentation  of,  to 
l'n>IVss(.r  \V.  N.  Hartley,  P.,  169, 
24  (i. 


M. 

Magnetic  rotation.  See  under  Plioto- 
cluMiiistry. 

Malacone,  a  silicate  of  zirconium,  con- 
taining argon  and  luditim  (KiTcni.v 
and  WiNTEH.sox),  T.,  1568  ;  P.,  251. 

Malamide,  influcjice  of  various  sub- 
stitaents  on  the  optical  activity  of 
(Fkankland  and  Done),  T.,  1859; 
P.,  286. 

Malonic  acid,  ctliyl  ester,  sodium  deriv- 
ative, action  of  tribromopropanc  on 
(Pekkin  and  Si.monsen),  P.,  133. 

Mellitic  acid  {benzcnchexncarboxylic 
nci'l),  condensation  of,  with  resorcinol 
(SiLBEKRAD),  T.,  1787  ;  P.,  251. 

Memorial  lecture;  Cleve  (Thoute),  T., 
1301  ;  P.,  l';9. 

A'',''f'-''-;>Menthadiene,  synthesis  of  the 
optically  active  modifications  of  (Kay 
and  Peukix),  T.,  839  ;  P.,  72. 

A■'.*l'')-;^Menthadienes,  d-  and  ill-, 
densitirs,  niagnetic  rotations,  and 
refractive  powers  of  (Peiikin),  T., 
849. 

Menthanedicarboxylic  acid,  amino-, 
lactam  of  (Clarke  and  Latworth), 
T.,  1879. 

/•Menthene  {A-'-it-nfufhenc),  synthesis 
of,  and  its  nitiosochloride  (Peukix), 
T.,  832. 

A^-w-Menthenol(8)  (Peiikix  and 
Tattki:sai,l),  P.,  269. 

A"-y'-Mentlienol(8),  synthesis  of  the 
oiiticallv  active  modiliuations  of  (Kay 
and  Pei:kin),  T.,  839  ;  P.,  72. 

rf/-A''-/)-Menthenol(8),  density,  magnetic 
rotation,  and  refractive  power  of 
(Peukin),  T.,  851. 

Menthol,  electrolytic  oxidation  of  (Law), 
T.,  14.-.2. 

Menthol,  tertiary  {\\-mcnlhaiwl-i),  syn- 
thesis of  (Pk  UK  in),  T.,  832. 

Mentholcarboxylactones,  ryano-,  iso- 
meric (Clarke  and  Larworth),  T., 
ISt^O. 

Menthonecarboxylic  acid  and  its  anhydr- 
ide, scinicarliazoiie,  and  anhydramide 
(Clarke  and  Larworth),  T.,  1873; 
P.,  285. 
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Menthonecyanohydrin,  cyano-  (Clarke 

aii.l  LAi'woiirii),  T.,  1877  :  P.,  285. 
/-Menthylcarbimide,  reactions  of,  with 

alcohols      (riCKAKD,       LiTTLEBURY, 

and  Neville),  T.,  93  ;  (Pickard 
and  LiTTLEBURY),  T.,  467  ;  P.,  71. 
resolution  of  o-phenyl-o'-4-iiydroxy- 
phenylethane  by  (Pickard  and 
LiTTLEBURY),  T. ,  467  ;  P.,  71. 
resolution  of  ac.-tetrahydro-2-naphthoI 
by  (Pickard  and  Littlebury),  T., 
12.-14  :  P.,  238. 

Mercury  alloy  Mith  ammonium,  con- 
stitution of  (Rich  and  Travers),  T., 
872:  P.,  136. 

Mesitylene,  rfiamino-,  monoacyl  deriv- 
atives, action  of  nitrous  acid  on 
(Morgan  and  Micklethwait),  T., 
1298  ;  P.,  240. 

Metallic  chlorides,  action  of  nitrogen 
sulphide  on  (Dayis),  T.,  1575;  P., 
261. 

Metals,  rapid  electro-analysis  of  (Sand), 
P.,  43. 

Meteoric  stone  from  the  Kangra  Valley, 
description  and  spectrograpliic  analysis 
of  (Hartley),  T.,  1566  ;  P.,  251. 

Methane,  synthesis  of  (Pring  and  Hut- 
ton),  T.,"l591  ;  P.,  261. 

i^Methoxybenzenediazo-i^-semicarb- 
azinocamphor      and      its      reactions 
(FoRSTER),  T.,  237  ;  P.,  31. 

Methoxynaphthoylbenzoic  acid  and  6- 
nitro-,  metiiyl  esters  (Orchardson 
and  Weizmann),  T.,  120. 

3-Methoxyphthalic  acid  and  its  deriv- 
atives fPtOBixsox),  P.,  323. 

4-Methoxyphthalic  acid  (Bentley  and 
Wkizmaxn),  p.,  323. 

6-Methoxy-H!-phthalophenone,  2A-di- 
hydroxy-,  ami  its  dibenzoyl  derivative 
(Perkin  and  Robinson),  P.,  306. 

Z-Methoxypropionic  acid,  methyl  ester, 
reduction  of,  bv  hydriodic  acid 
(Irvine),  T.,  938  ;  P.,  159. 

j:)-Methoxysalicaldimethoxy-a-hydr- 
indone  (Perkin  and  Robinson),  P., 
161. 

3-Methoxy-o-tolualdehyde  (Perkin  and 
Weizmann),  T.,  1652. 

2-Methoxy-2'-toluic  acid  and  its  methyl 
ester  (Perkin  and  Weizmann),  T., 
1658. 

3-Methoxy-()-tolyIacrylic  acid  (Perkin 
and  Wkizmann),  T.,  1652. 

Methyl  alcohol,  effect  of  electrical  dis- 
charges of  high  frequency  on  the 
vapour  of  (Jackson  and  Korthall- 
L.\URiE),  T.,  1190;  P.,  156. 
iodide,  action  of,  on  nitrogen  iodide 
(Silberrad  and  Smart),  T.,  172; 
P.,  15. 


Methylaconitic  acids,  o-  and  7-,  forma- 
tion and  tautomerism  of  (Kogekson 
and  Tii()1!I'k\  T.,  642  ;  P.,  87. 

Methylacridine  raethiodide,  constitution 
of  the  cyanide  and  hydroxide  from 
(Tinkler),  T.,  856  ;  P.,  135. 

1-Methylalizarin  3:4-dimethyl  ether 
(Peiikix  and  Weizmann),  T.,  1660. 

2-Methylaniino-4-methylthiazole,  meth- 
ylation  of  (YouxGandCROuKEs),T.,68. 

Methylwoamylaniline,  preparation  of 
(Thomas  and  Joxes),  T.,  294. 

Methylarabinosides,  a-  and  /3-,  methyl- 
ation  of  (Purdie  and  Ro.se),  T., 
1207  :  P.,  201. 

Methylisvjbutylaniline,  preparation  of 
'Thomas  and  Joxes),  T.,  292. 

Methylcitrazinic  acids,  3-  and  5-,  forma- 
tion of  (P1.0GERSON  and  Thorpe),  T., 
643;  P.,  87. 

3-Methyl-2:3-dihydroindene-2-carb- 
oxylic    acid,    resolution    of,    into    its 
optically  active  isomerides  (Neville), 
T.,  383  :  P.,  64. 

Methyldihydroresorcin,  condensation  of, 
with  7?i-phenylenediamine  (Haas), 
T.,  577. 

4-Methyl-2:3-dihydrothiazoIe,  2-imino-, 
acetyl  derivative  of  (Young  and 
Crookes),  T.,  67. 

Methyldinaphthacridine  and  its  additive 
salts  (Sexier  and  Austin),  T.,  1393  ; 
P.,  241. 

3':4'-Methylenedioxy-3,4  dimethoxy- 
benzophenone   (Perkin,    Weizmann, 
and  Ckeeth),  T.,  1662. 

Methylenedioxyhomophthalic  acid 

(Perkix  and  Robixsox),  P.,  160. 

Methylenedioxy-a-hydrindone  and  its 
oxinie  and  isonitroso-derivative  (Per- 
kix  and  Robinson),  P.,  160. 

3':4'-Methylenedioxy-2:4:6-trimethoxy- 
benzophenone  {oxylciicotin),  synthesis 
of  (Perkin  and  Robinson),  P.,  306. 

2-Methyl-l-ethylbenziminazole,  4:7- 
f//nitro-6-hydroxy-,  synthesis  of  (Mel- 
dola),  T.,  1941. 

fls-Methylethylethylene,  formation  of 
(Walker  and  Wood),  T.,  603;  P., 
104. 

o-Methyl-a-ethylsuccinic  acid,  prepara- 
tion  of  (HiGsoN   and   Thorpe),  T. 
1467  ;  P.,  242. 

l-Methylcyc^ohexane-Scarboxylic  acid 
[hexahydro-m-toluic  acid),  l-bronio-, 
and  1 -hydroxy-,  lactone  of  (Perkin 
and  Tattersall),  P.,  268. 

l-Methylc!/c?ohexane-4-carboxyIic  acid 
{hexahydro-'p-(oluic  acid),  a-bromo- 
and  o-hydroxy-  (Perkin),  T.,  835. 

2}-'M.ethjlci/cldhexa,none  and  its  semi- 
carbazone  (Perkin),  T.,  836. 
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l-Methyl-A^-c.?/c7oliexene-3-carboxyIic 

acid      {A}-tdra}njdro-m-tolaic       tu-id) 

(l'p;iiKrx      ami      Tattkksai.i,),      1'., 

260. 
l-Methyl-A^-n/c/(/hexene-4-carboxylic 

acid   {A^-ft'trn/-ydro-p-tu/nic  acid)  ami 

its      optically     active     moiiilicatioii.s 

(Perkin),   T',   835  ;  {K\x  ami    1'kk- 

Kix),  T.,  840  ;  P.,  VI. 
rfM-Methyl-A'-c?/cZohexene-4-carboxylic 

acid,   ethyl   e.ster,    density,    inaj^iietic 

rotation,    and     I'efractive     power     of 

(Pei:kin),  T.,  852. 
l-Methylcyc;ohexylidene-4-acetic      acid 

ami  ii.s  ethyl  ester  (Pkiikin  ami  Poi'i',), 

P.,  107. 
4-Methyl-a-naplithacoumarin,  azo-deriv- 

atives   of  (Hewitt  and   Mitchell), 

T.,17. 
1-Methylnaphthalene,  2:4-fZiamino-,  and 

its   3-carboxylic    acid   and    its   ethyl 

ester,  and  their  additive  salts  (Atkix- 

.soN    and    Thorpe),    T.,    1924;     P., 

282. 
Metbylparaconyltropeine  and  its  addi- 
tive silts   (JowKTT   and   lL\xx),   T. , 

361  :  P.,  61. 
2-Methyl-5/snpropenylliexaliydrojso- 

phthalic  acid  (Lapwoutii),  T.,  1325  ; 

P.,  285. 
l-MetliyI-4-?'i'opropenyl('i'/c/ohexanone-2, 

6-cyano-.    See.  Dihydrocarvone,  cyano-. 
2-Metliyl-5-/.s()propenyl-A'-tetrahydro- 

■/.soDlitlialic    acid    and    its    reduction 

(L.Ipworth),  T.,  1823  ;  P.,  285. 
Methyl/sopropylaniline,    preparation   of 

(Tno.MA.s  and  .Joxes),  T.,  287. 
Metbylpyridine  4-carboxylic    acids,    3- 

and  5-,  2;6-f^ihydroxy-.     See  Methyl- 

citrazinic  acids. 
Methylrhamnoside,       methylation       of 

(Purdie   and  Youxg),  T.,  1201  ;  P., 

201. 
Methylsuccinic     acid,     preparation     of 

(Hicsox  and  Thorpe),  T.,  1462  ;  P., 

242. 
/8-MethyItaurine,  formation  of  (Young 

and  Ckookes),  T.,  71. 
Methyltetraliydrobenzene.    See  Methyl - 

cyr/isihexeiie. 
Methyluracil,  acidic  constants  of  (Wood), 

T.,  1833. 
7-Metliylxanthine.    See  Heteroxanthine. 
Mixtures,   binary,    vapour   pressures   of 

(Marshall),  T.,  1350  ;  P.,  154. 
Molecular  arrangement  in  aqueous  mix- 
tures of  the  lo\ver  alcohols  and  acids 
of  the  paraEBn  series,  nature  of  the 
(Holmes),  T.,  1774;  P.,  272. 

complexity      in      the      liquid      state 
(Holmes),  T.,  1774;  P.,  272. 


weights. 


See  "Weights. 


Molybdenum  ;jc«tochloride,  action  of 
nitrogen  .suljihide  on  (Davis),  T., 
1577  ;  P.,  261. 

Morphine,  conversion  of,  into  its  optical 
isomerides  (Lees  ami  Tutin),  P.,  253. 


N. 

Naphthacenequinone,       aminohydroxy- 
aiitl  hydroxy-derivatives  (Bkxtley, 
Friedl,  Thomas,  and  Weizmann), 
P.,  324. 
and  its  chloro-,  chlorohromo-,  hydroxy- 
amino-,  and   hydroxyhromo-deriva- 
ti  ves(0RCHARDS0N  and  Weizmann), 
T.,  115. 
W'^Naphthacridine    (bisdijinphthacridine 
dihi/dridc),     Morgan's     (Sexier     and 
Austin),  T.,  1398. 
;3  Naphthaldehyde,  synthesis  of,  and  its 
bisulphite    compound,    phenylhydraz- 
one,  semicarbazone,  and  azine,  and  di- 
nitro-derivative  (Moxier- Williams), 
T.,  275  ;  P.,  22. 
Naphthalene,    l:3-fZiamino-.      See    1:3- 

Xaphthylenediamine. 
Naphthalene  series,  steric  hindrance  in 

tiie  (Smith),  T.,  1505  ;  P.,  236. 
Naphthalene-)3-sulphonic  acid,  menthyl 
ester,  and  its  rotation  (Patterson  and 
Frew),  T.,  -332;  P.,  19. 
Naphthoic      acids,     reduced     o[>tically 
active     (PicKARD    and    Yates),    T.  , 
484,  1101  ;  P.,  202,  244. 
/3-Naphthol  derivatives,  mobility  of  sub- 
stitucnts  in  (Hewitt  and  ]\1itchell), 
T.,  1167  ;  P.,  170. 
2-Naphthol,  l-chloro-4-bromo-,  prepara- 
tion of  (Meldol.v  and  Dale),  P., 
157. 
bromo-,  acetyl  derivative  of  (Hewitt 
and  Mitchell),  T.,  1173  ;  P.,  171. 
nitroso-,    action    of    nitric     acid     on 
(Hewitt  and  Mitchell),  T.,  1172  ; 
P.,  171. 
Naphthols,  a-  and  /3-,  and  their  sodium 
derivatives,     condensation     of,     with 
benzophenone  chloride  (Clough),  T., 
771  ;  P.,  109. 
2Naphthol-8-sulphomc  acid,  l-bromo-, 
sodium  salt  (Smith),  T.,  1511  ;  P.,  236. 
;3-Naphthoylacetic  acid,  ethyl  ester,  and 
its  hydrazone  (Weizmaxx  and  Falk- 
xer),  T.,  122. 
;3-Naphthoylacetoacetic  acid,  ethyl  ester, 
preparation  and  reactions   of  (Weiz- 
maxx and  Falkxer),  T.,  123. 
Naphthoylbenzoic  acid  and  its  chloro- 
bromo-,  hydroxybromo-,  and  hydroxy- 
nitro-derivatives    (Orciiardsox    and 
Weizmann),  T.,  115. 


1972 


INOEX    OF   SUHJECTS. 


;8-Naplithylacrylic   acid,   propaiation  of  :    Organic  compounds,  critical  temperature 


(MuNiKK-Wii.i.iAMs),  T.,  277  ;  1'.,  22. 

Naphthylamine,  a-X-alkvlatcd,  lieiiva- 
lives  of  (Meuwla),  T.,  1434;  P., 
245. 

1-Naphthylamine,  4-bioino-2-nitro-,  ili- 
azotisition  of  (Meldol.-v  and  Dai,e), 
r.,  Ifiti. 
5-  and  8-nitro-,  preparation  of  (MouG.vx 
and  MicRi.KTnwAn),  T.,  7. 

Naphthylamines,  a-  and  0-,  conipounds 
of,  witli  triiiitrobcnzene  and  tlie  in- 
fluence of  snlistituentson  (Sri)BOUOUGH 
an.l  PrcTOX),  T.,  r>S3  ;  P.,  84. 

1:3-Naphtliylenediamine  and  its  2-carb- 
oxylic  acid  and  its  etliyl  ester  and 
their  salts  (Atkinsox  ami  Thokpk), 
T..  1920;  P.,  282. 

yS-Naphthylideneaniline  (MoxiEU- 

Wn.i.iAMs),  T.,  276. 

l-Naphthyl-2  methylbenziminazoles,  a- 
and  /3-,  4:7-(/tiiitro-6-hydroxy-,  .syn- 
thesis of  (Meldola),  T.,  1942. 

/3-Naphthylpropiomc    acid,    preparation 

of  (MoXIEIi-WlLLIAMS),  T. ,  277. 

Nitrates,  estimation   of  (Sixnatt),   P., 

2.'..^. 
Nitro-derivatives,  aromatic,  compounds 
of,    with    ar3"lamines    (Jack.sox    and 
Claiike),   p.,  83. 
Nitrogen,    atomic    weight    of,    possible 
.source  of  error  in  Stas'  determination 
of  the  (Gray),  T.,  1173  :  P.,  197. 
liijuid,  density  of,  and  of  its  mixtuie 
with    liquid    o.xygen    (Ixglis    ami 
CoATEs),  T.,  886;  P.,  146. 
oxidation  of  (Smith),  T.,  475  ;  P.,  40. 
Nitrogen   iodide,   action  of  methyl  and 
benzyl  iodides  on  (Silberrad  and 
Smart),  T.,  172  ;  P.,  15. 
sulphide,  action  of,  on  certain  metallic 
chlorides  (Davis),  T.,  1575  ;  P., 261. 
Nitrogen,  estimation  of,  by  the  absolute 
method,  occurrence  of  methane  among 
the  decomposition  products  of  certain 
nitrogenous  substances  as  a  source  of 
error  in  (Haa.s),  T.,  570  ;  P.,  81. 
Nitrogen    compounds,  optically   active, 
t'ffect  of  constitution  on  tlie  rotatory 
power   of  (Thoma-s   and    JoXES),  T., 
280;  P.,  10. 
isoNitroso-compounds,  relation  between 
the   absorjition  ."spectra   and  chemical 
constitution  of  (Bai.y,  Marsdex,  and 
Stewart),  T.,  966  ;  P.,  126. 


Octanedicarboxylic    acid.     See    Hexyl- 

succinic  acid. 
Optical     activity.      See    under    Plioto- 

chemistrv. 


and  value  of   -„-  of  (Brown),  T., 

311  ;  P.,  39. 

reaction.s   involving    tlie    addition   of 
hydrogen  cyanide  to  (Lai'Wurth), 
T.,  945,  1869;  P.,  164,  285. 
Organism,    the    living,    as    a    chemical 

agency  (Meldola),  T. ,  749. 
Osmotic  pressure  of  solutions  of  sugar 

in  niixtiiri's  of  ethyl  alcoliol  and  water 

(I5ari,()w),  T.,  162. 
Oxalic  acid,  ferrous  salt,  molecular  con- 
dition   of,    in   solution   (Sheppaud 
and  Mees),  P.,  105. 

ethyl  ester,  action  of,   on  acetanilide 
and   its   homologues   (Ruhemann), 
T.,  1236  ;  P.,  11»7. 
Oxamides,   halogen  derivatives    of  sub- 
stituted   (Ciiattaway    and    Lewi.^), 

T.,155  :  P.,  18. 
Oxanilamide,  ^)-»iO''o-  and  2:4-f'/-chloro- 

(Ciiattaway  and   Lewis),   T.,   158  ; 

P.,  18. 
Oxanilic  &ciA,'p-)no7io-  and  2:4r?t-chloro-, 

ethyl  esters  (CHATTAWAYaud  l.iEWis), 

T.,  158  ;  P.,  18. 
Oxidations,  slow,  in  presence  of  moisture 

(SMiTii),  T.,  473  :  P.,  39. 
a-Oxydinaphthyldiphenylmethane 

(C1.0UGH),  T.,  775  ;  P.,  109. 
Oxygen,    litj^uid,   den.sity  of,   and  of  its 

mixture  with  licpiid  nitrogen  (Inglis 

and  CoATEs),  T.,  886  ;  P.,' 146. 
Oxyleucotin.       See         3':4'-Methylene- 

dioxy-2:4:6-trimethoxybenzopheriOne. 
Oxyuracil,  acidic  con.stants  of  (Wood), 

T.,  1834. 

P. 

Paper,    estimation    of    arsenic,    electro- 

Jytically,  in  (Thorpe),  T.,  408  ;  P.,  73. 

Parabanic    acid,    aeitlic     constants     of 

(Wood),  T.,  1834. 
Paraxanthine,      affinity     constants     of 

(Wood),  T.,  1842  ;  1'.,  271. 
c?/c^Pentadiene     nitroso-broniide      and 
'  -chloride  (Rule),  T.,  1340  ;  P.,  235. 
1:2;3:3':4'-Pentamethoxybenzoplienone 
and  hydroxy-  and   its  benzoyl  deriv- 
ative,   syntFiesis     of     (Pericin     and 
Ronixso'x),  P.,  305. 
2:4:6:3':4'-Pentamethoxybenzophenone 
{■peiiiawdhyliiuicliirin)    and      biomo-, 
synthesis  of  (Perk in  and  Robin.son), 
P..  305. 
3:4:3':4';5'-Pentametlioxybenzoplienone 
and  its  oxime  (Pkp.kix,  Weizmanx, 
and  Xaylor),  T.,  1664. 
2-hydroxy-,  and   its  oxime   (Perkix', 
Weiz.maxx,    and    Hardixg),    T., 
1665. 
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Pentamethylmaclurin.     See  2:4:(J:3':4'- 

IV'iitamethi).\-yl),iizi>|iheiione. 
Pentanedicarboxylic     acids.      Si-o    $$■ 
])iiii(tliyl;^lut.iiic     aii'i,     a-Mutliylo- 
etliyUucciiiic    acid,     an<l    Triinetliyl- 
siicciiiic  ai-id. 
Pentanetricarboxylic    acid.      Sec      07- 

I  )i  Mil' lliyltric;iili;i  Hylic  :iri(\. 
Pentane-aye-tricarboxylic     acid,    o'liyl 
esti-r  (lv.\Y  aii'l    Pkkkin),    T.,    Itilt; 
P.    270. 
c.w/oPentanone  4  carboxylic    acid.    i>re- 
paiatiDii  of,   :iii<l  its  o.xiiuc  and  S'-iiti- 
carhazone    (Kay    and    Pkkkin),    T. , 
1G40  ;   P.,  270. 
cj/c-/i(Peiitanon9-2:4dicarboxylic       acid, 
etlivl    ester,    formation    of  (K.w    and 
Pkukin),  T.,  ItUo  ;  P.,  270. 
Pentenedicarboxylic     acid.      Sec      07- 

Dinietliylacouitio  acid. 
Perezone.     See  Pipitzahoie  ar^id. 
Permonosulphuric     acid.      See     under 

Sulpliur. 
Phenanthridine  nietliiodide,  coustitutinn 
uf  the    evauide   and    liydroxide    from 
(Ti.NKLER),  T.,  856;  P.,  135. 
Phenanthrols,  2-  and  3-,  derivatives  of 

(HEN.sT..rK),  T.,  1527  ;  P.,  235. 
2-Phenantliryl  ethyl  ether  and  its  10- 
amino-  and  10-nitro-derivative.s  (Hkn- 
smciv),  T.,  1528;  P.,  235. 
3-Phenanthryl   ethyl   ether,    lO-amino- 
and        2:7-fZihromo-10-nitro-       (Hex- 
stoik),  T.,  1531  ;  P.,  236. 
Phenetylaldehyde,   ;)-tliio-,   preparation 
of,  and  itsaziue,  phenylliydnizone,  and 
semicarbazouc     (iloNiEii- Williams), 
T.,  278  ;  P.,  22. 
Phenol,    0-,    m-,   and  ;j-nitro-   and    p- 
nitroso-,  relation  between  tlie  ab.sorp- 
tion  spectra  and  chemical  constitu- 
tion    of     (Baly,    Edwards,     and 
Stewart),  T.,  514  ;  P.,  35. 
4-  and  6-nitro-3-amino-,  and  their  N- 
acetyl  derivatives,  and  4:6-rfmitro- 
3-anuno-  (Mkldola  and  Stephens), 
T.,  924  ;  P.,  157. 
2:3:5</vuitro-4-aniino-,  A'-acetj'l  deriv- 
ative, of  and  its  use  as  a  .synthetical 
agent (Meldola),  T.,  1935  ;  P.,  303. 
Phenoxyacetylthiocarbimide     and      its 

reactions  (Dixo.v),  T.,  908  ;  P.,  147. 
Phenyl    chlorocarbonate,     reaction     of,  ' 
with    thiocarbamide    (Dixon),    T. , 
909;  P.,  148. 
methyl     ether,    3-amino-.      See      m- 
Anisidiue. 
^-Phenyl  sulphoxide  (Smiles  and    Lk 

Ro.s.siGNor,).  T.,  706  ;  P.,  24,  87. 
Phenylacetonitrile  (benzyl  qiani'le),  con- 
ilensations  of  (ArKixsoNand  Tuorpe), 
T.,  1906  ;  P.,  281. 


5  Phenylacridine,      'l-p  dUuwino-.       Se 
("luysaniiiiie. 
j)-ainino-2  hydroxy-.        See      Chryso- 
j>hcnol. 

Phenylamino-.     Sii;  .Vnilino-. 

1- Phenyl  3  azophenyl  thiobiazolone, 
-f//thiobiazolone,  and  -2  thioaziethane 
(OiiMEKoi.),  P.,  -im. 

2:2  Phenyl- '^benzoylhydroxy  1:3  benz- 
oxazone    (.McC  )NNa.\    and     Titiier- 
LKVi.  T.,  1338  ;   P.,  2:59. 

Phenylbenzylm  thylaramonium  com- 
pounds, iailuence  of  lonstitntion  on 
the  rotatory  power  of  (Tho.ma.s  and 
.T..NEs\  T..  2M!  ;  P.,  11. 

7-Phenylbutyric  acid,  /3-imino  a-cyano-, 
flhyl  tster,  formation  and  constitution 
of  (Atkinson  ami  TiiiiKi'r.\  T.,  1916  ; 
P.,  282. 

5-Phenyl-2:4-dibeazylpyrimiiine,  6- 
amino-.     See  Cyanhciizyline. 

Phenyldimethylammonium  iodide,  aitiou 
of  clilorine  i>n  Wkkxer),  T.,  163S  ; 
P.,  25>!. 

Phenyldiaaphthacridines  and  their 
additive  salts  (Sknier  and  Al'.stin), 
T.,  1395  :   P.,  241. 

?«-Phenylenediamine,  condensation  of, 
with  nietliyldihydroresorcin  (Ha.\s), 
T.,  577. 
monoacyl  derivatives,  action  of  nitrous 
acid  on  (Morgan  and  Mrkle- 
tiiwait),  T.,  1292. 

Phenylenediaminea,  m-  and  ;>-,  con- 
densation (if,  with  dimethyldihydro- 
vesorcin  and  with  chloroketodimethyl- 
tetrahj-drobenzene  (Haas),  T.,  3.87  ; 
P.,  63. 

2-Phenylethylamino  5  methyl-4:5-di- 
hydrothiazole    and    its    platinichlor- 
ide    (Young      and      Crookes),     T., 
70. 

7-Phenyl-?i-hexoic  acid,  /8-imino-a- 
cyano-,  ethyl  ester,  formation  and 
comstitution  of  (Atkinson  and 
Tiioi:i'E\  T.,  1926;  P.,  282. 

a-Phenyl-a'-4  hydroxyphenylethane, 
resolution  of,   by  Z-menthylcarbimidc 
(Pickakd  and  LirrLEBi-uY),  T.,  467  ; 
P.,  71. 

2-Phenylimino-3:4-dimethyl-2:3  di- 
hydrothiazole  and   its  platinichloride 
and  hydrolysis  (Young  and  Crookes), 
T.,  65. 

S-Phenylimino-l-methyl  A'  ''-dihydro- 
benzene,  5-hydroxy-wi-amino-  (,H  v.vs), 
T.,  577. 

2-Phenyliniino-5-niethyltetrahydro- 
thiazole  (YorxG  and    Crookes),  T., 


•o. 


Phenyliminophenylamino- 
pheuylimino-. 


See  Anilino- 
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Phenylmethylallylaminonium  com- 

pounds, inlluence   of  constitution   on 
the  rotatory  power  of  (Thomas   and 
Jones),  T.,  297;  P.,  11. 
2-Phenylmethylainino-5-niethyl-4:5-di- 
hydrothiazole  ami  its  platiniohloride 
and   picrato   (Young  and   Crookes), 
T.,  70. 
l-Phenyl-2-methylbenziminazole,      4:7- 
(^iiiitro-6-hydi().\y-      and      iu-m-tri- 
mtro-6-liydrox3'-,  syutlicsis   of  (Mel- 
T10I.A),  T.,  1939. 
2-Plienylnaplitlialeiie,         1  •.Zdia.mmo-, 
I'ormatiou   of,    and   its    liydrocliloride 
and  acetyl  derivative.s  (Atkinson  and 
Thoui'k),  T.,  1934;  P.,  282. 
Phenyloxamic      acid.       See      Oxanilic 

acid. 
Phenylpropiolic     acid,    preparation     of 

(SuDBOKoroH  and  James),  T.  ,  112. 
Phenylpropiolyl  chloride,  action  of,  on 
kctonic  compounds  (Ruhemann),  T., 
682;  P.,  89. 
^-Phenylpropionic     acid,    a^S-rZichloro-, 
and   its   esters,  prejiaration    of   (Sud- 
EonofGH  and  James),  T.,  106. 
Phenylsuccinic     acid,     preparation     of 
(Higson    and    Thorpe),    T.,    1471; 
P.,  242. 
Phenylsuccinic     anhydride,     note     on 
(Dehn   and  Thorpe),  T.,  1882;   P., 
283. 
7-Phenylvaleric  acid,  j8-iuiino-a-cyano-, 
etlivl  esler,  formation  and  constitution 
of  (Atkinson  and  Thorpe),  T.,  1922  ; 
P.,  2S2. 
Phloroglucinol,  the  dynamic  isomerism 

of  (Hedley),  T.,  730;  P.,  106. 
Phosphine  oxides,   tertiary,   preparation 
of,   and   their   compounds  with    acids 
and    salts    (Pickard   and   Kenyon), 
T.,  262;  P.,  42. 
Phosphoric  acid,   estimation  of,  in  soil 
by  means  of  weak  acid  solvents  (Hall 
and  Amos),  T.,  205;  P.,  11. 
Photochemistry  :— 

Light,    action    of,    on    benzaldeh3'de- 
phenylhydrazone    (Chattaway), 
T.,  462;  P.,  36. 
influence     of,     on      diazo-reactions 
(Orton,  Coates.  and  Burdett), 
P.,  808. 
Photographic   development,   alkaline, 
theory     of,     with     notes     on     the 
affinities  of  certain  reducing  agents 
(Sheppard),  T.,  530  ;  P.,  64. 
Optical  activity,  relation  of,  to  position 
isomerism  (Cohen  and  Zortman), 
T.,  47  ;  (Cohen  and  Armes),  T., 
454,  1479  ;  P.,  74,  241. 
effects   of   adjacent   double   linking 
(BrIjhl),  p.,  319. 


Photochemistky  :  — 

Optical  superposition,  studies  in  (Pat- 
tep.son  and   Kaye),  T.,   1884;  P., 
274. 
Potation    of   i\^-alkyl   derivatives    of 
nialamide   in  glacial  acetic  acid, 
methyl  alcohol  and  pyridine  solu- 
tions   (Frankland   and   Done), 
T.,  1862;  P.,  286. 
of    optically   active    nitrogen   com- 
jiouuds,  effect  of  constitution  on 
(Thomas    and    Jones),  T.,  280 ; 
P.,  10. 
of  alkylated  .sugars   and  gliicosides 
in  alkyl  haloid  solutions  (Irvine 
and    Moodie),    T.,     1578  ;     P., 
204. 
of  methyl  esters  of  /-tartaric   and 
diacL'tyl-/-tartaric  acids  (Patter- 
son  and  Kaye).    T.,   1884;    P., 
274. 
of  A"-alkyl  derivatives  of  tartramide 
in  pja'idine,  methyl  alcohol,  and 
aqueous    solutions    (Franklanb 
and  Twiss),  T.,  1852;  P.,  285. 
Magnetic     rotation,     an      improved 
ajiparatus  for  measuring  (Perkin), 
T,,  608  ;  P.,  100. 
Refractive    indices    of    crystallising 
solutions   (Miers   and   Isaac),  T., 
413  ;  P.,  9. 
Spectra,  absorption,  relation  between 
chemical  constitution  and  (Stewart 
and   Baly),  T.,  489,   618;  P.,   33, 
85  ;  (Baly  and  Stewart),  T.,  502  ; 
P.,    34  ;     (Baly,    Edwards,    and 
Stew^art),  T.,  514  ;  P.,  35  ;  (Baly, 
Marsden,  and  Stewart),  T.,  966  ; 
P.,  126  ;  (Baly  and  Tuck),  T.,  982  ; 
P.,  142. 
Photographic  development.     See  under 

Photochemistry. 
Photosynthesis  by  growing  plants,  review 
of  some  of  the  problems  of  (Meldola), 
T.,  749. 
Phthalamic  acid,  acetyl  and  benzoyl  de- 
rivatives of  (Tithekley  and  Hicks), 
T.,  708;  P.,  106. 
Phthaleins,   structure   of  (Silberrad), 

T.,  1793;  P.,  252. 
Phthalic  acid,  3-hydroxy-,  and  its  de- 
rivatives (Robinson),  P.,  323. 
4-hydroxy-,  and  its  derivatives  (Bent- 
ley  and  Weizmann),  P.,  323. 
Phthalic    anhydride,    condensation    of, 
with   dinicthvlhomocatechol  (Perkin 
and  Weizma'nn),  T.,  1660. 
Phthalidecarboxyltropeine  and  its  addi- 
tive  salts   (Jowett   and  Hann),  T., 
363  ;  P.,  61. 
Phthalimide,  acidic  constants  of  (Wood)j 
T.,  1836. 


INDEX   OF  SUBJECTS. 


iL'7o 


Phthalimide,  acetyl  and  benzoyl  deriva- 
tives of  (TiTHEKLEY  and  Hicks),  T., 
708  ;  P.,  106. 
Phthalyl  chloride,  condensation  of,  with 
pyrof^'allol  and  with  veiatrolc  (Pkkkin 
and  Wkizmann),  T.,  1657. 
Physiological  action  and  chemical  con- 
stitution,   relation    between,    in    the 
tropeines  (Jowktt   and   Pymax),  P., 
317. 
Pinene,    some  derivatives  of  (Leach), 
P.,  137. 
aniinotiicarboxylic     acid     from,     ])re- 
paration  of,  and  its  hydrocliloride, 
nitrate,    acid   oxalate,    copper  salt, 
ethyl  ester   and   its  hydrochloride, 
and  acetyl  derivative  (Tii.oex  and 
BiATHEii),  T.,  1563  ;  P.,  255. 
uitrolamine  and  its  additive  salts  and 
acetyl,    dibenzoyl,    and    diplienyl- 
carbainide      derivatives,     and      its 
reactions  with  aldelivdes   (Leach), 
P.,  301. 
f?-Pinene   fioni   the   oil   from   the   fruit 
of    Pittosporum    undulatum    (Powkk 
and  Tutin),  T.,  1086  ;  P.,  170. 
Pinocamphylamine.     See  Dihydropinyl- 

aniine. 
Piperonal,     electrolytic     reduction     of 

(Law),  T.,  1514,  1526  ;  P.,  237. 
Piperonylideneresacetophenone  di- 

niethvl    ether    (Pekkin    and    ^yEIZ- 
maxn),  T.,  1653. 
Piperonyloin,    electrolytic   oxidation   of 
(Law),  T.,  1447  ;  P.,  197. 
electrolytic   reduction   of  (L.\"w),   T., 
1519,  1526;  P.,  237. 
Pipitzahoic  acid,  extraction,  properties, 

and  reactions  of  (Sandehs),  P.,  134. 

Pittosi^jrum  undulnlum,  cnstituents  of 

the    essential    oil    from    the   fruit    of 

(Power  and  Tutin),  T.,  1083  ;  I'.,  170. 

Platinocyanides,  some  new  (Levy  and 

SissoN),  T.,  125. 
Polymethylene  series,  velocity  of  chemi- 
cal   change    in   the   (Menschutkin), 
T.,  1532;  P.,  203. 
Position  isomerism,  relation  of,  to  optical 
activity  (Cohen  and  Zortman),  T., 
47  ;    (Cohen   and   Akmes),    T.,    454, 
1479;  P.,  74,  241. 
Potassium  cobaltinitrite  (Fischer's  salt) 
and  its  decomposition  by  heat  (Ray 
and  Ganguli),  T.,  551  ;  P.,  40. 
cyanide,     action     of,     on     pulej^onc 
(Clarke  and  Lapworth),  T.,  1869 ; 
P.,  285. 
ferrocyanide,      action     of     light     on 

(Foster),  T.,  912  ;  P.,  136. 
j;c?-sulphate,  interaction  of,  with  hydro- 
gen  peroxide  (Friend),  T.,  1092  ; 
P.,  161. 


Propane,    ^rzbromo-,  action  of,    on   the 

sodium  derivative  of  ethyl  malonate 

(Perkin  and  Simonsen),  P.,  133. 
Propanedicarboxylic   acids.     See  Glut- 

arie  aiid  and  ]\letiiylsnccinie  acid. 
i'svPropenyltrimethyl'/A'A/pentene.      See 

Tiiuutliyh'Aopri)penylc//fZfi)entcne. 
Propylene,      aa-rf/ehloro-,      action      of 

sdiliiuu  (in  (Smkki.ev),  P. ,  158. 
Propylenedicarboxylic  acid.     See  Glut- 

aciiiiie  aeid. 
Propylenea37-tricarboxylic  acid.     See 

Aconitic  aeid. 
a-Propyl-/3-ethylacrylic    acid.      See    p- 

Ethyl-a-]iropylaerylic  ai'id. 
iwPropyltrimethyl'.-//(7<ypentane.  See 

TriinetliyhAo[)ropylc7/c'/opentane. 
Proteolysis,  tryptic,  liberation  of  tyros- 
ine during  (liROWN  and  Millar),  T., 

145. 
Protocatechuoylresacetophenone     tetra- 

nielliyl    ither    (Pekkin     and    Weiz- 

IMANN),  T.,  1653. 
Protocatechuoyltropeine  and  its  additive 

salts   (Jowe'tt  and  Hann),  T.,  364; 

P.,  61. 
Pulegenyl-Zsooxazolone  and  -pyridazin- 

one   (Clarke    and    Lapwokth),  T., 

1875. 
Pulegone,  action  of  potassium  cyanide 

on    (Clarke    and    Lapworth),    T., 

1869;  P.,  285. 
Pyridine  ethyl  iodide,  action  of  chlorine 

on  (Werner),  T.,  1636;  P.,  258. 
Pyridine-4-carboxylic  acid,  2:6-dihydr- 

oxy-.     See  Citraziiiic  acid. 
Pyrogallol,  action  of  isoamyl  nitrite  on, 
and  its  triacetvl  derivative  (Perkin 
and  Steven),  T.,  802;  P.,  113. 

derivatives  (Perkin  and  Weizmanx), 
T.,  1649;  P.,  269. 
Pyromelliteins,  structure  of  (Silberrad), 

T.,  1787;  P.,  252. 
Pyromellitic  acid,  condensation  of,  with 

resorcinol     (Silberrad),    T.,     1787  ; 

P.,  251. 
Pyrrole,  tetra\oi]o-,  action  of  chlorine  on 

(■\Vekner),  T.,  1634;  P.,  258. 
Pyruvic  acid,  /-boruyl  ester,  asymmetric 

sj'ntheses      from     (McKenzie      and 

Wren),  T.,  688  ;  P.,  107. 


ft. 

Quinone-a-methylphenazine,  reduction 
of  (Leicester),  P.,  41. 

Qninones,  the  relation  between  thfe 
absorption  spectra  and  chemical 
constitution  of  (Baly  and  Stewart), 
T.,  502;  P.,  34;  (Stewart  and 
Baly),  T.,  618  ;  P.,  85. 
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Quinones,    action  of,   on   odiaiuines,   o- 
aml    /«-uitioanilines,  and  2-nitro-2J- 
toliii'iine  (Leicestek),  P.,  41. 
substituted,   nactivitj'   of    (Stewaut 
and  Baly),  T.,  618  ;  P.,  85. 


E. 

Refractive  indices.  See  under  Photo- 
clieniistry. 

Resacetophienone  dimethyl  ether,  con- 
densation of,  with  pijieronal  and  witli 
cthvl  veratrate  (Pekkix  and  Wkiz- 
MANN),  T.,  1653. 

Resorcinol,  condi-nsation  of,  with  mell- 
itic  and  pyromellilio  acids  (Sii.ber- 
i;ai.),  T.,  1787;  P.,  2.51. 

Rhamnose,  alleviation  of  (Puudie  and 
YorxG),  T.,  1104;  P.,  201. 

Rotation.     Sec  under  Photochemistry. 


Salical-.     See  Salicylidene-. 

Salicin,  constitution  of,  and  the  synthe- 
sis of  its  ])entiniethvl  derivative 
(Irvine  and  Rose),  T.,"8U;  P.,  113. 

Salicylaldehyde,  electrolytic  reduction 
of  (Law),  T.,  1516,  1.525  ;  P.,  237. 

Salicylamide.  labile  isomerism  among 
aevl  derivatives  of  (McCoNNAX  and 
TxTHEfiLEY),  T.,  1318  ;  P.,  238. 

Salicylic  acid,  derivatives  of  (Jowett 
and  Pymax),  P.,  317. 

Salicylidene-bisdiazomethane  and  -C- 
dimethyltetrazoline  (Rthemanx), 
T.,  1271  ;  P.,  238. 

Salicylidenedimethoxy-a-hydrindone 
(Pehkin  and  Robixson),  P.,  161. 

Salicylidene-a-hydrindone  (Perkix  and 
Robinson),  P.,  160. 

Saponaretin  from  sajionarin  (Barger), 
T.,  1215  ;  P.,  194. 

Saponarin,  a  new  glucoside,  coloured 
blue  with  iodine,  and  its  noua-acetyl 
derivative  (Baroer),  T.,  1210  ;  P., 
194. 

Selenium  fluoride  and  its  physical  con- 
stants (Prideaux),  T.,  320  ;  P.,  20. 

Sesqniterpane,  new,  from  the  oil  from 
the  fruit  of  Pittoxporum  undulatum 
(Power  and  Tutin),  T.,  1090  ;  P., 170. 

Silicon  thiocyanate,  prepiration,  con- 
stitution, and  properties  of  (Rey- 
nolds), T.,  397  ;  P.,  17.  _ 

Silver  dioxide  and  2>croxynitrate  (Wat- 
son), T.,  578. 

Sodium  arsenate,  influence  of,  on  the 
fermentation  of  gbvjose  by  yeast -juice 
(Harden  and  Young),  P.,  283. 


Sodium  nitrate,  refractive  index  of  solu- 
tions of  (MiER.s  and  Isaac),  T.,  413  ; 
P.,  9. 
Sodium  light,  apparatus  for  obtaining  a 
powerful     (Perkin),     T.,    617;     P., 
100. 
Soil,  determination  of  available  plant  food 
in,  by  the  use  of  weak  acid  solvents 
(Hall  and    Amos),   T.,    205;    P., 
11. 
estimation      of     carbon     in     (Hall, 
JliLLER,  and  Marmu),  T.,  595  ;  P., 
103. 
Solutions,   contributions   to   the   theory 
of  (Holmes),  T.,  1774  ;  P.,  272. 
.saturated,  spontaneous  crystallisation 
of  (Hartley),  P.,  60. 
the  attractive  force   of  crystals  for 
like  molecules  in  (Sonstadt),  T. , 
339. 
Spectra.     See  under  Photochemistry. 
Stearylphenylthiocarbamide  (Haw- 

thoi:nk),  T.,  560  ;  P.,  86. 
Stilbene  group,  colouring  mattprs  of  the 
(Green    and  Crosland),   T.,    1602  ; 
P.,  256. 
Substance,  CgH^.^jO.,,  from  the  action  of 
e;hyl  iodide  on  the  disodium  deriv- 
ative of  diacetylacetone  (Bain),  T. , 
1228  ;  P.,  196. 
CjqH]40.,,    from   the  action  of  propyl 
iodide  on  the  disodium  derivative  of 
diaietylacetone   (Bain),   T.,    1234  ; 
P.,  196. 
CiiHjgONj,     and     C12H7O3N3,      from 

pinene  (Leach),  P.,  137. 
C12H17O3N3,     from      pinene     nitroso- 
chlori'le    and     alcoholic    potassium 
cyanate,  and  its  reduction  (Leach), 
P.,  304. 
C]4HgOjq,   and  its  hexa-acetyl   deriv- 
ative, from  the  oxidation  of  ellagic 
or   flavellagic   acids   (Perkix),   P., 
114. 
Ci-jHgOgNa,     from     the    oxidation    of 
indigotit),   and  its  reduction  (Per- 
kin), P.,  198. 
C.24H2g05N2,    from    the    reduction    of 
xanthoxalo-J/i-xydidil  (Ruhemaxx), 
T.,  1852;  P.,  284. 
Substitution,  influence  of,  on  the  forma- 
tion   of    diazoamines   and    aminoazo- 
compounds  (Morgan  and  Clayton), 
T.,  1054;  P.,  174. 
Succinic  acid  and  its  alkyl  derivatives, 
method  for  the  formation  of  (Hio- 
soN   and  Thorpe),   T.,    1455  ;  P., 
242. 
interaction  of,  with  potassium  dichrom- 
ate  (Werner),  P.,  257. 
Succinimide,  acidic  constants  of  (Wood) 
T.,  1836. 
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Sugar,  osmotic  pri^ssure  of  solutions  of, 
in  mixtures  of  ethyl  alcohol  and  water 
(H.VKLOW),  T.,  162. 
Sugars  from  the  ^um  of  Cochlospermiim 
Gossypium  (Robinson),  T.,   1505  ; 
P.,  243. 
alkylated,   addition    of  alkyl    haloids 
to  (Ikvink  and  Moodie),  T.,  1578  ; 
P.,  204. 
Sulphonium  bases,  aromatic,  formation 
of  (S.MiLKs  and    Lk  Rossignol),    T., 
696;  P.,  24,  87. 
Sulphuric   acid,   estimation  of  free,   in 
chalybeate     waters     (Ahlu.m),    T., 
470;   P.,  63. 
Permonosulphuric    acid,   Caro's,  con- 
stitution of  (Price),  T.,  53. 
Synthesis,      asymmetric,      studies      in 
(McKenzie  and  Wren),  T.,  688  ; 
P.,  107.' 
application    of    Grignard's   reaction 
for    (McKenzie),    T.,    365;    P., 
61  ;  (McKenzie  and  Wren),  T., 
688;  P.,  107. 


Z-Tartaric  acid,  menthyl  ester  and  l- 
meuthyl  sodium  ester-salt,  rotation 
and  molecular  solution  volume  of 
(Patterson  and  Kaye),  T.,  1884 ; 
P.,  274. 

Tartramide,  the  influence  of  various  sub- 
stituents  on  the  optical  activity  of 
(Frankland  and  Twiss),  T.,  1852; 
P.,  285. 

Telegram,  congratulatory,  to  Prof. 
Adolph  Lieben,  P.,  311. 

Tellurium  fluoride  and  its  physical 
constants  (PRIDEAUX),  T.,  320;  P., 
20. 

Terebic  acid,  synthesis  of  (Simonsen), 
P.,  307. 

Terebyltropeine  and  its  additive  salts 
(JcnvETxand  Hann),  T.,  362  ;  P.,  61. 

Terpenes,- experiments  on  the  sj'nthesis 
of  (Perkin),  T.,  832;  (Kay  and 
Pehkin),  T.,  839,  1640  ;  P.,  72,  269. 

Terpenylic  acid,  svnthesis  of  (Simon- 
sen),  P.,  307. 

Terpineol,  density,  magnetic  rotation, 
and  refractive  power  of  (Perkin),  T., 
851. 

Tetra-anisylerythritol  (Law),  T.,  1518. 

Tetracuminylerythritol  (Law),  T., 
1518. 

Tetradecanedicarbozylic  acid.  See 
Tetrapropylsuccinic  acid. 

Tetrahydronaphtlioic  acids,  resolution 
of  (Pickard  and  Yates),  T.,  1101  ; 
P.,  202. 
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«c.-Tetraliydro-2-iiaphthol,  resolution 
of,  by  /-monthylcarliimide  (Pickard 
and  Littleuuky),  T. ,  1254  ;  P., 
238. 

Tetrahydro-;/;-  and  -;)-toluic  acids.  See 
l-.Mothyl-A'-c)/c/(diexeiie-3-  and  -4- 
carboxj'lic  acids. 

Tetrabydroumbellalone  and  its  semi- 
carbazones  (Tctin),  T.,  1119. 

3:4:3':4'-Tetramethoxybenzophenone 
and  its  oxiiiu'  (Pi'KKiN,    Whizmann, 
and  Smith),  T.,  Itjiil. 

Tetramethoxydiphenylphthalide  (Per- 
kin and  Weiz.mann),  T.,  1657. 

Tetramethoxy-4'-methylbenzopbenone8, 
3:4:5:1'-  an. I  2:3:4::i'-  (Peukin,  Weiz- 
.mann. ;Uld  HAWnlLTIl),  1\,  1603. 

l:4:5:6-Tetramethoxynaphthaleiie  (Per- 
kin and  Wkizmann),  T.,  1658. 

Tetramethylammonium  ;jcn/aiodido, 
preparation  of  (SiLisEKiiADand  Smart), 
T.,  173  ;  P.,  \-K 

5:5:5':5'-Tetramethyl-dic!/c/ohexane,l:r- 
and  3:3'-rf(iiydro.\y-,  and  -A~-'-dic?/cZo- 
hezene,  l:r-f?ihydroxy-  (Crossley 
and  Renouf),  P.,  303. 

Tetramethyl  glucose,  addition  of  alkyl 
haloids  to  (Iiivine  and  Moodie),  T., 
1578  ;  P.,  20 L 

Tetramethyl  mannose  and  amethyl- 
mannose,  addition  of  alkyl  haloids 
to  (Irvine  and  Moodie),  T.,  1585  ; 
P.,  205. 

Tetramethyl  methylglucosides,  o-  and 
^-,  addition  of  alkyl  haloids  to 
(Irvine  and  Moodie),  T.,  1584  ;  P., 
204. 

l:l:3:5-Tetramethyl-4-c2/cZopentanone- 
2-carboxylic  acid  {\:\:Z:5-telramethyl- 
i-ketopnUaviethylene-2-carboxylic  acid) 
and     its    oxinie    and     semicarbazone 
(Perkin  and  Thorpe),  T.,  787. 

^/3;8')8'-Tetramethylsuberic  acid  and  its 
esters  and  salts,  preparation  of 
(Walker  and  Wood),  T.,  599; 
P.,  104. 
bromo-  and  hydroxy-derivatives  of 
(Wood),  T.,  604  ;  P.,  104. 

Tetrapiperonylerytbritol  (Law),  T., 
1519. 

Tetrapropylsuccinic  acid  and  its  anhydr- 
ide and  methyl  hydrogen  ester 
(Ckichton),  T.,  933  ;  P.,  162. 

Tetraresercinolmelliteins.        See       Di- 
xanthylbenzene-2:4:5:6-tetracarbox- 
ylic  acids,  3:6:9:3':6':9'-Aej-ahydroxy-. 

Tetrathiocarbamide  potassium  iodide 
(Werner),  P.,  245. 

Tetrazoline  (Ruiiemann),  T.,  1268  ;  P., 
238. 

Theobromine,  affinity  constants  of 
(Wood),  T.,  1840;  P.    271. 
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Theophylline,     affinity     constants      of 

(Woon),  T.,  1S41  ;  P.,  271. 
Thiobiazolones  and  xanthates,  chemistry 

of  the  (Oi:merop),  p.,  206. 
Thiocarbamide,  reaction  of,  with  phenyl 
chlorooarbonate  (Dixon),  T.,    909  ; 
P.,  14S. 
as  a  solvent  for  gold  (MoiK),  T.,  1345  ; 

P.,  105,  164. 
compound  of,   with   potassium  iodide 
(Wf.unek),  p.,  245. 
Thiocarbimides,     interaction     of,    with 
ethvleneauiline     and     the     ethjdene- 
toliiidines    (Davls),    T.,    713;      P., 
114. 
Thiocarbimidoarylcarbonates  and   their 

reactions  (Dixon),  T.,  896  ;  P.,  147. 
Thiocarbonic  acid  and  some  of  its  salts, 
preparation  and  properties  of  (O'DoN- 
OGHUE   and    Kahan),   T.,   1812;    P., 
273. 
Thiocyanates,    organic   acid,    and    their 
derivatives,  chemistry  of  (Dixon),  T. , 
892  ;  P.,  147. 
Thioureas,  action   of  acid  chlorides  on 

(Dixox  and  Hawthorne),  P.,  822. 
Tin    tetrachloride,    action    of    nitrogen 
sulphide  on  (Davis),    T.,    1576  ;  P., 
261. 
Titanium  tetrachloride,  action  of  nitro- 
gen sulphide   on   (Davi.s),  T.,  1576  ; 
P.,  261. 
Toluene,  2:S-A:o-tetrach\oTO;  properties 
of  (Cohen  and  Dakin),  T.,  1453; 
P.,  241. 
trinitTO-,  compound  of,  with  jo-toluidine 
(Jackson  and  Clarke),  P.,  84. 
p-Tolueneazo-/3-amino-8-nitronaphthal- 

ene  'Smith),  T.,  1509;  P.,  236. 
4-2»ToIueneazo-2-bromo-6-nitrophenol, 
preparation    of,    and    its    acetj'l    and 
benzoyl     derivatives     (Hewitt     and 
^YALKER),  T.,  185  ;  P.,  16. 
j9-Toluene-)3-diazoaminonaphthalene-8- 
sulphonic  acid,  sodium  .salt  (Smith), 
T.,  1506  ;  P.,  236. 
j9-Toluenediazo-»|'-8emicarbazinocamphor 
and     its     decomposition     by     alkali 
(Forster),  T.,  235  ;  P.,  31. 
Toluene-p-sulphony  1-  /"  -nitroaniline 
(Morgan   and   AIicklethwait),    T., 
1292. 
Toluene-jj-Bulphonyl-zn-phenylenedi- 
amine  and  its  diazotisation  and  azo- 
i3-naplithol   derivative   (Morgan  and 
Micklethwait),  T.,  1292. 
;j/-7?i-Toluic  acid  (Pekkin  and  Simonsen), 

P.,  134. 
3-Toluidino-l:l-dimethyl-A'-^-dihydro- 
benzene,  4-hydro.xy-,  and   its   hydro- 
chloride and  acetyl  derivative  (Haas), 
T.,  196. 


3-;)-Toluidino-l:l-dimethyl-A''-c)/c/o- 
hexenone-5.      See    5-Keto-3-;;-toluid- 
ino-1  :l-dimethyl-A*-tetrahydro- 
benzene. 

3-;'-Toluidino-5-;>-tolyliinino-l:l-di- 
methyl-A'-tetrahydrobenzene   and  its 
additive  salts  and  benzoyl  derivative 
(HaasI  T.,  199. 

s-/)-Tolylallylthiocarbamide  (Young  and 
Crookes),  T.  ,  71. 

2:4-Tolylenedianiine,  monacyl  deriva- 
tives, action  of  nitrous  acid  on 
(Morgan,  Micklethwait,  and 
CouzESs),  T.,  1293  ;  P.,  240. 

2:4  Tolylene-«,s(4)-dimethyldianune.  See 
a-<t(4)-Dimethyl-2:4-r^/aminotoluene. 

2-Tolylethylaniino  5-methyl-4:5di- 
hydrothiazoles,  o-  and  ;;-,  and  their 
platinichlorides  and  oxi(Jation  (Young 
and  CnooKEs),  T. ,  73. 

2-Tolylimino-5-methyltetrahydrothiaz- 
oles,  0-  and  p-,  and  their  acetyl  de- 
rivatives (Young  and  Crookes),  T., 
72. 

Tolyliminotolylamino-.  See  Toluidino- 
tolylimiiio-. 

2-Tolylmethylamino-5-inethyl-4:5-di- 
hydrothiazoles,   o-  and  p-,   and  their 
platinichlorides  and  oxidation  (YouNO 
and  Crookes),  T.,  72. 

Triacetic  acid,  ethyl  ester  (Sproxton), 
T.,  1186  ;  P.,  202. 

Triacetic  lactone,  methyl  and  ethyl 
esters  (Sfroxton),  T.,  1186  ;  P.,  202. 

Triazobenzene,  ?>-amiuo-,  and  its  iV- 
acetyl  derivative,  preparation  of  (SiL- 
BERRAD  and  S.mart),  T.,  170  ;  P.,  14. 

Tribenzylammonium  di-  and  penta- 
iodides,  preparation  of  (Silberbad 
and  Smart),  T.,  173  ;  P.,  19. 

TribenzylphospMne  oxide  and  its  com- 
pounds with  acids  and  salts  (PiCKARD 
and  Kenyon),  T.,  264  ;  P.,  42. 

Triethylphosphine  oxide  and  its  com- 
pounds with  acids  and  salts  (Pickard 
and  Kenyon),  T.,  264  ;  P.,  42. 

3:4:5-Triinethoxybenzoic  acid.  See  Gallic 
acid  trimethyl  ether. 

3:4:5-Trimethoxybenzoylacetic  acid, 
ethyl  ester  (Perkin  and  WEiZMAiJN), 
T.,  1656. 

3:4:5-Trimethoxybenzoylacetoacetic 
acid,  ethyl  ester  (Perkin  and  Weiz- 
MANN),  T.,  1655. 

3:4:3'-Trimethoxy  4'-methylbenzophen- 
one,  2-liydro.\y-,  and    its   derivatives 
(Perkin^  Weizmann,  and  Ha  worth), 
T.,  1662. 

Trimethyl  arabinose  and  its  condensation 
with  rnethyl  alcohol  and  methylation 
(Purdie  and  Rose),  T.,  1208;  P., 
202. 
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1:2:6-Trimethylbenzene,  3:5-»/K'liIoro-, 
and  its  oxidation,  and  Sro-t/ichloro- 
4-bromo-,  and  3:5-(/tchloro-4-nitro- 
(CuossLEY  and  Hills),  T.,  881  ;  1'., 
114. 

Trimethylbrazilein  and  its  derivatives 
(E.NiiEI.s  ;iiid  I'KUKIN).   P.,  132. 

077- Trimethylbutane  •  a/35- tricarboxylic 
acid    (Pkrkin     and     Tiiuiii'K),     T., 
78(5. 

a77-Trimethylbutaiieofl5-tri-  and  -afiBS- 
tetra-carboxylic  acids  (Pehkin  and 
Tiioiu'i-.},  T.,  7'.'3. 

l:l:2-Triniethyl-A-' 'dihydrobenzene, 
3:5-<^(chloro-  (CiiossLEY  und  Hills), 
T.,  880;  P.,  144. 

Trimethyldihydroresorcin,  action  of 
phos|'horu.s  jpentaililoiiiie  on  (Clios.s- 
LKY  and  Hills),  T.,  875  ;  P.,  144. 

l:l:3-Triniethyl-4-ketopentametliylene- 
2:3-dicarboxylic  acid.     See  l:l:3-Tii- 
methyl-4c//c/opentanone-2:3-dicarb- 
oxj'lic  acid. 

Trimethyl  a-  and  /S-methylarabinosides 
(PuKinE  and  Rose),  T.,  rJ07  ;  P., 
201. 

l:l:2-TrimethylcV(A)pentaiie.  See  Di- 
li ydroi'.svjlaurolene. 

1:1:3  Triniethyl(7/(v'opeiitane-2:3-dicarb- 
oxylic      acid      {l-.l-.S-trhiuihy/jjcntit- 
7nethyl.c)ie-2:B-dicarboxyUc  acid)  and  its 
anhydride  and  methyl  ester  (Peukin 
and  Thokpe),  P.,  791. 

l:l:3-Trimethyl-4  t7/t7opentanol-2:3-di- 
carboxylic      acid     (l:\:S4rhnct/iyl-i- 
hydroxypciUamethylene-2:'i-dicarb- 
oxylic  acid)  (Peukin   and  Thoupe), 
T.,  789. 

l;l;3-Trimetliyl-4c)/c/opeiitanone-2:3-di- 
carboxylic  acid  (lA-.Z-lriimthyl-i-l-cfo- 
pcntamctkyUne-2:Z-dicarboxylic  acid), 
ethyl  ester,  and  its  reactions  (Perkix 
and  Thorpe),  T.,  783. 

l:l:3-Trimethyl-A^-c?/c/opeiitene-2:3-di- 
carboxylic  acid,  4-cbloro-,  ethyl  ester 
(Peukin  and  Thoupe),  T.,  784. 

TrimethylphospMiie  oxide  and  its  com- 
pounds with  acids  and  salts  (PiCKARD 
and  Ken  YON),  T.,  264  ;  P.,  42. 

Trimetbyhs^propenylcj/cZopeiitene  (Peu- 
kin and  Thoupe),  T.,  800. 

Trimethyli'vsopropylryc^pentane,  c^iliydr- 
oxy-  (Peukin  and  Thoupe),  T.,  800. 

Trimethyl  rhamnose  and  its  methylation 
and  phenylhydrazone  (Purdie  and 
Young),  T.,  1202;  P.,  201. 

Trimethylsuccinic  acid,  preparation  of 
(HiGSoN  and  Thorpe),  T.,  1466  ;  P., 
242. 

Trimethylsulphonium  iodide,  action  of 
chlorine  on  (Werner),  T.,  1635;  P., 
258. 


Triphenetylsulphonium  and  its  liydr- 
o.iride,  chlorides,  and  platinichloride 
(S.MiLEs  and  Le  Kossionol),  T.,  702  ; 
P.,  24,  87. 

Triphenolsulphonium  chloride  (S.miles 
and  Lk  UossiciNui,),  T. ,  705  ;  P., 
24,  87. 

Triphenylmethane,  solululity  of,  in 
ori^auic  liquids,  with  whicli  it  forms 
crystalline  compound  (Hartley  and 
Thomas),  T.,  1013  ;  P.,  59. 

Triphenylphosphine  oxide  and  its  coni- 
pounds  with  acids  ami  salts  (PiCKARU 
and  Ken  YON),  T.,  264  ;  P.,  42. 

Tri-?(-propylpho8phine  oxide  and  its 
coni[>'iunds  witli  acids  and  salts 
(Pickard  and  Kenyon),  T.,  264  ; 
P..  42. 

'?-Trixanthylbenzene-2:4:6-tricarboxylic 
acid,  3:G:9.3':6':9';3":0":9"-«6'«<thydr- 
oxy-,  and  its  dodecabromo-  and  do- 
decaiodo-derivatives  and  their  salts 
(Silp.eurad  and  Glover),  T.,  1808  ; 
P.,  252. 

Iropeines,  preparation  and  properties  of 
some  new  (Joweit  and  Hann),  T., 
357  ;  P.,  61. 
relation  between  chemical  constitu- 
tion and  physiological  action  in 
the  (JowETT  and  Pyman),  P., 
317. 

Tube,  calcium  chloride.  See  Calcium 
chloride  tube. 

Tungsten  Ac/achloride,  action  of  nitrofjen 
sulphide  on  (Davis),  T.,  1577  ;  P., 
2H1. 

Tyrosine,  liberation  of,  during  tryptic 
proteolysis  (Brown  and  Millar), 
T.,  145. 


TJmbellularic  acid  and  its  anhydride  and 

ethyl    e.^ter,    and   Umbellulonic   acid 

and  its  lactone  (Tutin),  T.,  1110  ;  P., 

195. 
TImbellulone,    constitution    of,    and    its 

reactions  (Tutin),  T.,  1104  ;  P.,  195. 
Unsaturated      compounds,     electrolytic 

oxidation  of  (Law),  T.,  1449. 
TJreides,      acidic     constants     of     some 

(Wood),  T.,  1831  ;  P.,  271. 
Uric  acid   derivatives,  acidic  constants 

of  (Wood),  T.,  1831  ;  P.,  271. 


Valencies  of  atoms  of  certain  compounds 
and  their  volumes,  at  the  melting 
point,  relation  between  the  (Le  Bas), 
P.,  322. 
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Valency,  a  development  of  the  atomic 
t  heory  which  correlates  chemical  and 
crystalline  structure  and  leads  to  a 
deuionstration  of  the  nature  of  (Bak- 
Luw  and  Pope),  T.,  1675  ;  P.,  264. 
a  dilEculty  in  the  theory  of,  of  W. 
Barlow  and  W.  J.  Pope  (Chap- 
man), P.,  320. 
Vanillin,  electrolytic  reduction  of  (Law), 

T.,  l.'>ir),  1526;  P.,  237. 
Vapour  pressure  curves,  possible  types 

of  (Makshall),  T.,  1350  ;  P.,  154. 
Vapour   pressures    of    binary   mixtures 

^Maushali,),  T.,  13.50;  P.,  154. 
Velocity  of  chemical  change.    See  under 

Altinity,  cliemical. 
Veratrole,  preparation  of,   and  its  con- 
densation    with     phthalyl     chloride 
(Perkin  and  Weizmanx),  T.,  1649. 
Viscosity  of  liquid  mixtures  (Dunstan), 
P.,  89  ;  (DuNSTAN  and  Wilson),  P., 
308. 
Vitexin   from  saponarin  and  its  consti- 
tution (Barger),  T.,  1215  ;  P.,  194. 
Volumes  of  atoms  of  certain  compounds 
at    their    melting    points    and    their 
valencies,  relation  between  (Le  Bas), 
P.,  322. 

W. 

Wall-papers,     estimation     of     arsenic, 

electrolytically,  in  (Thorpe),  T.,  408  ; 

P.,  73. 
Water,  evaporation  of  (Smith),  T.,  479  ; 

P.,  40. 
Waters,  chalybeate,  estimation   of  free 

sulphuric      acid,     volumetrically,    in 

(Ahlum),  T.,  470;  P.,  63. 
Weights,  molecular,  improved  apparatus 
for   determining    (Blackman),    P., 
175. 

improved    Beckmann    apparatus     for 
determining  (Sanders),  P.,  165. 
Woollen  fabrics,  estimation  of  arsenic, 

electrolytically,  in  (Thorpe),  T.,  408  ; 

P.,  73. 


Xanthates  and  thiobiazolones,  chemistry 
of  the  (Ormerod),  P.,  206. 

Xanthine  and  its  methyl  derivatives, 
affinity  constants  of  (Wood),  T., 
1839  ;  P.,  271. 

Xanthoxal-anil,  -o-  and  -;>toluidils,  and 
-a-naphthylanil  (Ruhemann),  T., 
1244  ;  P.,  198. 

Xanthoxalanil  and  the  action  of  alkalis 
on    (Ruhemann),    T.,    1847;    P., 
284. 
mono-  and  rf;-thio-  (Ruhemann),  P., 
324. 

Xanthoxalo->J'-cumidil,  -/)-ethoxyanil, 
-/3-naphthylanil,  and  -7«-xylidil 
(Ruhemann),  T.,  1849  ;  P.,  284. 

Xanthylbenzene-2-carboxylactone-4:5- 
dicarboxylic  acid,    3:6:9-/?ihydroxy-, 
and    its    salts    and    tetrabromo-    and 
tetraiodo-derivatives  (Silberrad  and 
Roy),  T.,  1796  ;  P.,  252. 

Xanthylbenzene-2:4:5-tricarboxylic 
acid,  3:6:9-<rihydroxy-,  aud  its  tetra- 
bromo- and  tetraiodo-derivatives,  and 
tlieir  salts  (Silberrad  and  Roy),  T., 
1797. 

o-Xylene    derivatives    (Stallard),    T., 
808;  P.,  104. 
3-bromo-,  and  its  sulphonation  (Stal- 
lard), T.,  808;  P.,  104. 

m-Xylylene-4:6-diamine,  monoacyl 

derivatives,  action  of  nitrous  acid 
on  (Morgan,  Micklethwait,  and 
Couzens),  T.,  1295  ;  P.,  240. 

m-Xylylene-4;6-dimetliyldiamine.  See 
s-I)imethyl-4:6-rfiamino-m-xylene. 

Y. 

Yeast,  chemical  dynamics  of  alcoholic 
fermentation  by  (Slator),  T.,  128. 


Zirconium  silicate.     See  Malacone. 
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YoL.  LXXXIX   (Trans.,  1906). 

for  "yisB.  linear  function  of  x  "  read  "  j/  is  a  linear  function  of  log  x." 
,,    "  orthosilicate  "  read  "  metasUicate. " 
,,    "  Scherer  "  read  "  Scheerer." 
,,    "  Chantelope"  rea<£  "  Chan telope."  ..gS 

,,    "Zi"  read  "Zr."  ^ 

,,    "  one  of  the  authors  "  read  "  the  author." 
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